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PREFACE 


errnediate Chemistry is a text-book of elements of inorganic 
•gatric Chemistry for Intermtdiate, Pre-universiiyy Higher Secondary^ 
Cambridge and Pre-professional, such as Pre-medical and Pre-engineering, 
. It fully covers the requirements of examinations of different 
sities and Boards. It is believed that the book would be 
^ useful to the beginners as an introduction of the science of 

i 

jijthe preset lation and general arrangement ol the subject the 
k has been largely guided by his experience as a tdheher of 
®try for nearly three decades. In view of the continual advances 
Reaching of Chemistry, the presentation of the subject matter 
Jen very carefully brought into line with recent. practice as 
^'po^iblc—the fundamentals have been very clearly explained 
jchwhistry ceases to be mechanical as was the hitherto mistaken 

i . 

- c significance of chemical equations has been thoroughly 
1. -fled by the introduction of partial, equations in tlie book, 
iical problems have been carefully graded and many easier 
ns have been incorporated. Select and up-to-date questions 
liversity i)apcrs have been added at the end of each chapter. 

ial emphasis has been laid throughout on the ajiplicd aspect 
; istry so that the students from the early years of its study may 
e science and not merely wear it. 


Yjifacturing proce.sses have been described in the light 
I'couats available in our country. 

^'iicere thanks are due to numerous friends and teachr,ig for 
help in the preparation of the text. My thanks are also 
Mahim Chandra Biswas, Manager, Prabartak Printing and 
; Ltd., and to Sri Sukomal Dutt, M. Com., for their 
'^^ing co-operation in the quick production of the book. 


% 
•Or 1 


^ taice this opportunity of expressing my indebtedness to 
Sarkar, D.Sc., F.N.I., Director, Technological Research 
|p, Indian Central Jute Committee for his helpful sympathy 
advice. 


S. DUTTA 
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Elements of Inorganic and Organic Chemistry 


INORGANIC CHEMISTRY 

I 

SCIENCE AND CHEMISTRY 

Science. —Science stands for the sum-total of human knowledge 
and it extends over tlic entire realm of nature. All natural phenomena 
follow one another in an endless chain of cause and effect. Science 

attempts to seek a unity in the 
diversity of nature. It, 
therefore, aims at devising a 
model of the universe that will 
explain all that goes on in it, 
and will also predict its future 
behaviour. Science gathers facts 
by observing events in the 
universe and by collecting results 
of experiments. Collected in 
books and in the minds of men, 
they make the knowledge of our 
civilisation, but not necessarily 
science. Science is an organised 
body of facts which have been 
interrelatcd''ahd generalised into 
a system. '' 

The study of science begins 
by collecting and comparing 
facts. When experiments and 
observations of the same kind 
yield similar results, it bec.omcs 
possible to combine them together into general statements, called 
laws. Natural laws may cither be discovered by the correlation 
of experimentally established facts or by making an intuitive guess 
at some general principles, as to the cause of natural phenomena. 
Such a speculation is called a hypothesis. A hypothesis must not 
only explain the known facts, i.c., it must be in conformity with 
the laws, but also predict the discovery of new facts. But when 
experiments fail to confirm its predictions, the hypothesis is rejected 



Antoine Laurent Lavoisier (1743-94) 
Fig. 1 
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and a new one framed and similarly tested. If the hypotiiesi^ 
survives tlicse tests, it becomes a theory and makes an integral part 
of the fabric of natural science. A theory in its turn is put to similar 
tests of predictions and experimental verification. VVlicn every 
fresh finding confirms the theory and proves its truth to the hilt and 
beyond all reasonable doubt, it is dignified by the name of a law { 
but if found wanting, it must cither be discarded or modified. A 
scientific theory is always provisional, but none the less, it stimulates 
research. Scientific discoveries are Init tlic results of intensive search 
for new facts and laws, guided by the intelligent use of theories. 

Science is a coherent wliole and touches all human inU;rcst. 
Natural science has been conveniently divided into diHorent brandies 
for the purpose of study. Physics and Chemistry l)»;long to the group 
of physical science which deals with matter and energy without any 
reference to life. Botany and zoology, on the other hand, are different 
branches of biological science which is concerncs.! wiih living things 
and phenomena relating to life jiroccss. (3thcr notable departments 
of natural science are Astronomy, Geology, Geography, Physiology, and 
^o forth. 

Chemistry. The term chemistry is derived from the word 
‘chcraia’, the ancient name of Kgypt, which signified a ‘divine art’ 
that was liighly developed and much practised in the country in the 
first fc\v centuries of the Christian era. Clternisliy as a science is 
but a recent growth. The science of chemistry is the study of matter, its 
properties, composition, and the changes it undergoes. It is concerned 
not only with changes in the compo.sition of matter, but also with 
the gain or loss of energy which accompanies the changes, and the 
natural laws which govern these changes. 

“Tin aim of cJiemislry is to separate the different substances that 
enter into the composition of bodies ; to examine each of them apart ; 
to discover llieir properties and relations ; to decompose those very 
substances, if possible ; to compare them together and to combine 
them with otliers ; to reunite them into one bodv as to produce the 
original compouml M'ith all its properties ; or evcii to produce new' 
compoLinde that never existed ahiongst the works of nature.” 

'I’he chief departments of chemistry are three : (a) Physical 

chemistry, (b) Inorganic chemistry, and (c) Organic chemistry. 

Physical Chemistry, which takes note of the scientiHc laws and principles 
that govern iransformations'of matter. Physical chemistry in its tmn is studied 
under diflerent headings, viz., therniochemislry, electrochemistry, photochemistry dealing 
with chemical reactions caused by radiation, nuclear chemistry, magneto chemistry, and 
colloid chemistry, etc. 

Inorganic Chemistry, which is mainly concerned with mineral matter and 
deals with materials that do not contain carbon. Study of various minerals, metab 
and non-metals, acids, bases and salts, come under the scope of inorganic chemistry. 
Mineral Chemistry is an important section of inorganic chemistry. Gco«chemistry 
is another important section. 

Organic Chemistry, which is the chemistry of carbon compounds and mainly 
denis with products of plant and animal origin, viz., proteins, fats and oils, 

t 
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carbohydrates, alkaloids, hormones and vitamins, dyes, etc. ; each of the items forms 
an important branch of organic chemistry. Drugs arc also studied under orgtmic 
chemistry. Several simple carbon compounds like carbon dioxide, carbon disulphide, 
etc., are however, treated in both organic and inorganic chemistry. Besides, there 
arc other ramifications of the science of chemistry. Biochemistry deals with the 
chemistry of living organisms ; a comparatively young science, it has made 
phenomenal strides in rectmt years. Vitamins and hormones which arc the two 
master keys to the life processes come under the realms of biochemistry. Antibiotics, 
and food and nutritional problems arc also studied under this head. As an aid to 
medicine [pharmaceutical chemistr^pdevcloped into a special branch from very 
.ancient times. Detection and estimation of chemical substances Vorm an integral 
part of the study of chemistry ; the branch of analytical chemistry fulfils this 
function. Applied chemistry is another very important special branch of chemistry, 
and is concerned with the chemistry and technique of the industrial processes. But 
for applied chemistry many of the chemicals of everyday use would have remained 
mere test tube curiosities. Cement, glass and ceramics, fuels and furnaces, metals 
and alloys, acids and alkalis, fertilisers, dyes and drugs, paints and pigments, pulp 
and paper, plastics, pesticides, petroleum and fermentation chemicals, fibres, rubber, 
oils and fats, sugar, water-conditioning, explosives anil abrasives arc some of 
the pointers in the ever-expanding front of cherhical technology. High polymer 
■chemistry, i.e., chemistry of macromoicculcs, popularly called plastics, is 
another branch of chemistry which has lately come into prominence. Soil 
■chemistry is also studied as a special branch. ^ 

Chemistry and the community. —^The science of chemistry has 
contributed mucii to improve the life of men. Pottery, porcelain, 
paj)er, glass, cement, oils, petrol, paints, varnishes, dyes, plastics, 
fibres, drugs, metals, hlloys, etc., which now form the integral parts 
of modern life, arc the gifts of chemical science. Commonplace raw 
materials have been worked by chemists into many useful things of 
everyday life. Wood, for example, has been transformed into paper, 
sugar, artificial silk, mercerised cotton and celluloid. It is very 
often found that waste materials have been profitably utilised by 
chemists. Coaltar, for example, has been made to yield many brilliant 
dyes, potent drugs, durable plastics, sweet perfumes, nylon, and 
saccharin. 

New discoveries are always being made and the new applications 
of old discoveries found for the benefit of the jjeoplc. The wonder 
<lrugs penicillin^ chloromycelin znd* streptomycin are the rich harvests 
of unremitting chemical research. Sulpha drugs are well-known aids 
in medicine. Planned synthetic chemistry has lifted the veil of nature 
and has made new substances to order. Some of the milestones arc 
the syntheses of indigo, camphor, cocaine, plant .pigments and the red 
colouring matter of blood. Synthetic rubbed and petrol arc produced 
in plenty. Chemistry applied is pelf and power acquired. The 
science of chemistry goes a great way to build a sound national 
economy by proper utilisation of natural resources of a country. It 
has undoubtedly considerably helped the community to shift 
from savagery to civilisation. Chemistry supplies the needs of our 
ever advancing civilisation. 

Chemistry has also greatly helped tj;ie development of other .sciences 
such as physiology, geology and agriculture. Digestion of food .is a 
chemical change. Chemical knowledge has made the examinati«n of 
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milk, soil and water possible. It has also helped the development ol 
fertilisers, insecticides, fungicides and germicides. Chemistry also- 
grcatly help in the detection of crimes and revelation of frauds. 
Improper exploitation of chemical discoveries has often made much 
harm to people—adulteration of food and medicine by anti-social 
elements, and iraudulcnt practice of replacement of genuine things by 
artificial imitations call for constant vigilance and expert chemical' 
knowledge. But its direct uses in life apart, its educative value is no> 
less important. The methods of chemistry help us to cultivate the 
scientific attitude of mind and discipline in life. 

Chemistry also plays a very vital role in war. High explosives 
incendiary bombs, rocket fuels, smoke screens and poison gases are 
some of the dreadful gifts of chemistry to the warring nations. Chemical 
warfare involving use of poison gases was started by the Germans 
in the last Great War with the release of 600,000 lbs. of chlorine along^ 
a 2-mile front against an unprotected enemy. Tear gases, also called 
lachrymators, powerful vesicants like mustard gas which causes serious, 
blisters on the skin, and such poison gases which injure the lungs or 
the eyes or cause sneezing, naust^a, and other i)hysical disabilities were 
freely used as weapons of chemical warfare. But the atom bomb, the 
monster babe of the second global war, beats all records of 
monostrosity ; its horrors beggar all dcscriptioits. It carried fire and 
destruction to Japan. Still deadlier hydrogen-bombs have been produced. 

Chemical power of a nation is an index of its military prowess. 
Exigencies of war have often led to great chemical discoveries. 
Chemistry is, however, by no means, a science of destruction and: 
scourage to humanity. Whether a curse or blessitig, it depends upon 
the uses to which it is put. “Science in itself is ethically neutial. It 
confers power, but for evil just as much as for good”. Many wonderful 
engineering fears, for example, have been performed with the heli> 
of high explosives—explosives arc the most jiowerful slaves that man 
has learned to employ. Atomic energy would prove a blessing to* 
mankind, if properly* harnessed and exploited to generate power. 
Atomic reactors have already been put into action in many countries 
for the peaceful exploitation of power. 

History of Chemistry. —The beginnings of chemistry arc lost in the mists 
of antiquity. No one can tell precisely when and how it began. But there is no* 
doubt that the origin of chemistry lies in the technical arts and crafts of primitive 
civilisations. The hoary civilisations of ancient Egypt, India, China, Sumer, Assyria 
and Babylonia—all made positive contributions to the science of chemistry. The 
art of painting and dyeing, the preparation of medicinal remedies and perfumes 
the manufacture of glass and porcelain, extraction of common metals like gold, silver, 
copper and iron for example, formed an important feature of even very piimitive- 
civilisation. Of all the early civilised people, the Egyptians were a practical race 
ind developed the art of chemistry greatly, and had great traditions in the working- 
>f metals and glass, and in the dyeing of fabrics. They were also past masters in 
he art of embalming. The Greek philosphers, on the other hand, who were no- 
>ractical chemists, made speculations as to the physical background of the universe. 
kriiBtotlc’s (384-322 B.C.) theory of fbur elements, viz., fire, air, earth, and water* 
vhich represented but four fundamental qualities only, was one of the earliest attempts, 
o explain the nature of matter. All substances were supposed to be made up of a 
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primitive matter or prima materia whicli could produce different forms of matter 
■when the four elements were impressed upon it. The different forms couhl, however, 
be transformed into one another by the proper working of the four elements. The 
igerm of the theory of transmutati<)n of elements was, thcn:fon', contained in the 
■theory of four elements. Another (ireek school of thought, headed by Demokritos 
and Leiikippos, speculated about the units of composition of matter, which we 
now call atoms. Speculations of comparable nature as to the structure of matter 
were also traceable in the writings of the ancient Indians. There sprang up, for 
example, in India, prior to Aristotle, a system of philosophy wliirh assumed the 
•trxistenee of five elements viz., khiti (earth), apas (water), te/a* (lire), marut (air), and 
J>}oma (ether-space). The atomic theory was conceived very early our land, much 
before the Christian era, by the Hindu philosopher Kanad. 

The vague metaphysical speculations of the ancients let alone, there arc three 
Klistinct .stag<'s in the tlevelopment of the science of chemistry ; they are the pcritxls 
of (i) Alchemy up to the l.'ith century, (ii) latrochemistry from the Kith century 
up to the middle of the 17th century, and (iii) Scientific chemistry when the 
study of cliemistry was taken up tor its own sake. It is generally agreed that chemistry 
had its origin in the Kgyptain city of Alexandria which was a great citadel of .science 
and culture in the beginning of the Christian era. The. fusion of the practical ideas 
of the Egyptians ami the jjhilosophical speculations of the Crrecks gave birth to the 
idea of transmutation of elements, viz., the 'divine art' of making gold, called 
Alchemy. Alchemy was a sort of admixture of science and religion, black magic, 
Superstition, and obscure mysticism. The alchemists laboured under the pecufiar 
notion of transforming the base metals into gold tfirodgh the agency of the so-called 
philosopher’s stone for which they searched in vain. 'I'hc era of alchemy was 
marked by vigorous searches by the alchemists lor the discovery of the philosopher’s 
-stone and the universal solvent for transmutation of base metals into gold. 
Many fraiidulcni proce.sses’wcre described in alchemical literature for the falsification 
-of precious metals. But their barren endeavours led to the invention of many 
■technique which we still use, viz., distillation, sublimation, digestion, and filtration, 
etc. 


So matters stood until the seventh century, when the Arabs overran Egypt and 
the maniivripts on alchemy gradually passed into Arabia. Alchemy under the 
Arabs slowly percolated into Europe in the 12th and 13th centuries mostly through 
Spain which was then the confluence of the Arabic and European culture. 'I'he 
names of Roger Bacon and the famous Arabian alchemist Geber stand out very 
piominently m this period. The Arabian alchemists taught that metals were 
■eomiiosed of mercury and sulphur. 'I'he practice of alchemy soon rose to a position 
■of importance in Europe. But with time it degenerated into a trickery and fell into 
■disrepute. Alchemy in India made parallel and independent developments under 
the Tantric school of thoughts in the 8th century. 'I'hc period of alchemy ended 
with the closing of the 15tii century. ^ * 

With the decline of alchemy, there arose the school of iatrochemlsts i.c., medical 
ehemistiy whose aim was to discover cUxir of life which would cure all diseases and 
confer pcipctual youth on man. 7’lic founder of this school was Paracelsus 
(1493-1.541 A.D.) who declared the i)reparalion of medicine to be the only aim of 
chemistry. Chemistry was thus made a handmaid . to medicine. Paracelsus 
•expounded the theory that the real elements arc mercury, sulphur, and salt. 
latrochemistry made phenomenal progress in ancient India. Vegetable remedies 
were known to the ancient Indians even long before the Christian era. 
Charaka, Susruta, Vrmda, Chakrapani and J\fagarjuna were the leading iatro-chemists 
of our country. 

Renaissance in Europe in the sixteenth and seventeenth centuries gave birth 
to a new spirit of eriquiry which gave impetus to the pursuit of science for its own 
-sake and not for making gold or medicine. The founder of modern science is Franks 
Bacon (1561-1626) who laid stress on the inductive method of studying science. 
His writings arc amongst the greatest contributions to human thought since the 
time of the Greeks. * 

The era of scientific chemistry began with Robert Boyle (fig. 2) (1627-91) who 
by clearly distinguishing elements ‘as things which cannot be decomposed flirther’ 
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in his great book Sceptical Chymist (1661) overthrew the Aristotelian theory of 

four elements which held the field lor 
nearly two thousand yeais, and also 
successfully refuted the doctrine of 
alchemical elements. 'I'he century 
after Boyle’s death saw the rise and 
fall of the famous but incorrect 
Theory of Phlogiston, <-laborated by 
two Cjorman scientists Becher and 
Stahl, which asserted that all com¬ 
bustion was but rel( ase of phlogiston. 
Calcination of metals into calx was 
supposed to be due to the escajie of 
phlogiston : 


Metal - phlogiston - -calx of metal. 


The calx, when treated with 
carbon which was regarded to be ric:li in 
jjhlogiston, gave back the metal. I’he 
theory had tliercfore, the mirit of 
explaining many facts of clieinistry at 
that time but it ove.rlooked the 
obvious function of air in combustion. 


Robeit Boyle (1627-91) 
Fio.*2 


Towards the latter j>art of the 
eighteenth century our knowledge of 
chemical substances was largely exten¬ 
ded. 'J'hc ihost notable discovery of 
the time was the gaseous element 
by the Swedish pharmacist Schecle and 
a curious coincidence in the same year 


oxygen. It was independently discovered 
the English clergyman Priestley and Iw 

1774. At about the same lime Cavendish carried out his famous researches on 
the composition of water. But confirmed believers in phlogiston, tViey could hardly 
realise the importance of their great discoveries. 


Towards the end of the eighteenth century the French savant (fig. 1) Antoine 
Laurent Lavoisier (1743-94) set himself to the discovery of the cause of calcination 
of metals, and was quick in rcali.sing the importance of the discovery of oxygen in 
his unfinished work. The convincing experiments of I,.avoisicr proved beyond 
doubt that the calcination of metals was due to the absorption of oxygen from air 
which made tlie calx heavier. The loss of phlogiston would have made the body 
lighter after calcination, which was not a fact. This led to the overthrow of the 
theory of phlogiston. Norifc the less, the ^Jiscredited and abandoned theory held 
sway over the /lontemporary leading chemists for a long time, the overwhelming 
evidence to the contrary notwithstanding. Lavoisier also introduced the use of 
balance in the domain of phemistry and with its help discovered in the year 1774 
the principle of indesinuttbUily of matter which is the very basis of modern chemistry. 
He is therefore, very rightly called the maker of modern chemistry and it is often 
claimed that 'chemistry is a ’Frencf^ science and its founder is Lavoisier of immortal fame.' 

The next landmark in the evolution of chemistry was the publication of the atomic 
theory by John Dalton in the year 1803. The discovery of the law of gaseous- 
volumes by Gay Lussac in 1808 led to a direct conflict with Dalton’s atomic theory, 
which resulted in the enunciation of the famous hypothesis by the Italian scientist 
Avogadro in the year 1811 ; this is referred to as Avogadro’s hypothesis. The 
hypothesis was unfortunately left unappreciated till 1856 when Cannizzaro, a pupil 
and a countryman of Avogadro made it an indispensable guide in the subsequent 
development of chemistry. Shortly after the announcement of the atomic theory 
the famous Swedish chemist Berzelius to whom was due the present system of chemical 
symbols, set out to obtain the first tabl" of atomic weights of elements. This was a 
busy period of determining the atomic weights which was given a further stimulus, 
by the publication of Front’s hypothesis in 1815 that ‘the atomic weights of elements 
are the whole multiples of that of hydrogen.’ This attractive hypothesis, though 
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disproved hy the classical investigations of the Belgian chemist Stas (1813-91), gave 
p>o\veiful stimulus to experimental researches. ’I'he publication of the ‘p^'>''‘’dic 
table of elemeTils’ by the cclebr.itcd Russian chemist Mendeleef (1834-1907) m 
1809 led to renewed cxperhneiital activities in the domain of (hcmlslry. FliuiUy, 
the determination of the atomic weights by '1'. \V. RicifAuns (1887-1928) on whom 
the mantle of Stas had fallen, was Tinivcrsally rcgar<l<‘d as the masterpieces of 
experimental worl: in the degree of precision and accuracy in classical chcmistiy in 
recent times. 

As early as 1807 Sir Humphry Davy whose name is gratefully reincmlxTed 
for the invention of the safety Limp, aj)plieil g.dvanic enrrenl in tl'e is?:latif.‘ii of ail ali 
metals, therebv introducing a new technique in chemistry. 'I'he fruitful discoveries 
of the laws of electrolysis by iVfic;rfAr,L Fakao-ay in 1832 and the law of conservation 
of ejiergy hy Roukr t Muyer in 1842, the enunciation of the Kinetic Theory of g}ise.s 
by Ct. AfisitTs, Maxwell and others, and the ins'csligalions on colloids hy Gr.aham, 
and on solutions by Raoult and Arrhenius (18.')9-19281 were undoubtedly 
contributions of unparalled importance in iheoiclical clicmistry in the nineteenth 
century. 

Orgainic chemistry also made steady and phenomenal progress since 1828—the 
year Wohler disproved the ‘theory of vital force.’ hy the synthesis of urea from purely 
inorganic materials. 'Fhe development in Organic Chemistry was mainly due to 
th(‘ ell'orts of Liebig, Kekule, Emil Fischer, Van’t Hoff and many others of 
scarcely less celebrity. » * 

Towards the end of the nineteenth century the rare gases of the atmosphere were 
discovered by Loan Rayleiuh, Sir William Ramsay and 'Fravers. 

The discovc-ry of the phenomenon of radioactivity and the i'adioactive elements 
in 1898 mainly due to the genius and superhunian efforts of Madame Curie 
(1867-1934), created a world-wide interest in the present ceiiliiry--an c]>ochal discovery 
that was destined to lead to a revolution in scientific thought in the twentieth century. 
Researches on radioactivity and X-rays, coupled with the earlier works on the 
coniluction of clectririty through gjises, led to the structure of matter by Sir J. J. 
Thomson, Lord Rutherford, Niels Bohr, and many other distinguished scientists. 
'I’he signilicanee of atomic number and its bearing on the structure of atoms was 
first grasped hy Mosf.i.ey in the year 1913, and in the same year the isotopes of elcmejits 
were discovered by SonoY. The electronic theory of valency, developed liy 
Langmuir, Lewis and Kossel, largely explained the cause of many chemical changes 
in a very convincing manner. With the elucidation of the structure of atoms the 
Transmutation of kli'..mlnts— the dream of the alchemists—has become a reality 
mainly duo to the pioneer works of the celebrated seienlisls Rutherford, Chadwick, 
Lawrence, and Irene Curie, tlaiighler of the tliscovorer,s of radium, and many 
others equally famous. Other discoveries! of outstanding importance within tiie 
last few years have been the nuclear units, neutron and positron, by CLiadwick and 
Anderson respectively in the year 1932. Heavy water, and heavy hydrogen, also 
called dciiieriuin, were discovered hy Urey in the same year. * But of all the discoveries 
the fission of uranium with the release of unbelievable amount of energy is 
undoubtedly the mo.st unique in tlic present century. 'Fhe discovery of transuranic 
elements by Seaborg el al in recent years has greatly wadened the boundaries of in¬ 
organic chemistry. 


Exercistes 

1. What is chemistry ? Discuss its scope, and impact on civilisation. 

2. Trace the development of science of chemistry. 

3. Write an essay on : “whether the .science of cheristry is a blessing or a ^urse 

for humanity depends on the use to which it is put.” Punjab Inter., *31. 
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II 

FUNDAMENTAL CONCEPTS 

Matter. —Our active existence consists largely of our relations with 
an inrinitc variety of things around us. As we look about, we come 
across many stbjccts which form the external world aroiuid us, iliflering 
from each other in size, shape, colour, and such other proixiiiics as 
can be perceived by one or more of our senses —toucli, sight, luraring, smell 
and taste. Any one olycct does not usually affect all our senses, but 
we see and feel most tilings. Substances that are invisible may be 
felt or smelt ; the poisonous sewer gas, for examine, may be perceived 
through the sense of smell ; wo feel the presenc e of air when the wind 
blows. In general w'C become a^varc of the existence of a substance 
by the sense imprcssicais it produces in our minds. Each kind of 
substance, therefore, that comes to our lenses in our ever) day experience, 
i)C it common or rare, useful or useless, is included in the general 
term matter. TL’lie dilftrent kinds of matter that t;ompose the universe 
are termed maicrials. Eaeh material liody has its own distinguishing 
characteristics, otherwise called its proptrtics, by which it can be 
recognised or identified and separated from wther maunials. Sugar 
is one material, iron is another, glass another. One may identify 
a white substance as sugar, if it is swe<*t. Sweetness is one <jf the 
properties of sugar. Iron has the property of rusting in moist air ; 
glass the prope.iiit's of brittleiu'ss and transparency. 'I’hesc dllfercnccs 
in essential jiropcrties an' due, to the fact that iuhstnnces may dijfcr in 
composition. DilTerence in composition of various kinds of matter 
gives rise to difference in properties. Sugar and salt are two materials 
of diflorcut composition and hence they dilTcr in many of their 
properties, "^niosc dilferences exist, rpiite a]>art from any particular 
size or shape of the materials. A lump of sugar and pow-dered sugar 
are but two different forms of the same material. To alter its 
sw'eetncss, it must 1»4 traiisfonncc^ into something else which is not 
sugar, i.c., Into a different substance. 

A substance rctaihs its specific properties so long as its composition 
remains the same.' Various inatoiial substanct!s may differ in their 
essential properties, ‘but all of them occupy some space and possess 
some weight, and what is c:alled inertia by virtue of which a substance 
requires a force to set it in motion, and it already in motion, to alter 
the motion. Air, earth, water, rock, wood, glass and iron arc a few 
familiar forms of matter. 

Matter possesses mass (which we measure by weight) arid inertia^ occupies 
space and may be perceived through one or more of our sensds. 

Three States of Matter. —Matter may exist in three states, viz-> 
gasy.liquid and solid. Matter in tlie gaseous state possesses the property 
of filling completely and uniformly any available space. A gas is 
characterised by its lack of definite shape or volume. It a.ssumes the 

( 
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shape of the containing vessel which it fills completely and to a 'aniform 
density. Hydrogen, oxygen, nitrogen, and carbon dioxide are 
examples of gaseous substances. Matter in the liquid state possesses 
no shape of its own ; it takes the shape of the vessel in which it is 
contained, but it does always retain a definite volume. Oil, water, 
alcohol, milk, mercury and petrol are liquid substances. Solids are 
distinguished by having sufficient rigidity to maintain a definite 
shape. A substance in the solid state lias got a definite ‘ihapc and size 
of its own. A piece of wood will always have tlic same shape and 
will always occupy the same space. 

It must be observed that the same substance may exist in any one of three states 
of matter ; ice, water, and steam, for example, arc all the same thing so far as the 
kind of matter is concerned but their physical states are diH’crent. With ordinary 
conditions of temperature and pressure a substance exists in one state only, solid, 
or liquid, or gas. But a substance may pass from one physic.al stale to another by 
rontrolHng sueli factors, as temperature and pressure. All gases can be liquilied 
and all liquids solidilied under a high pressure and a low temperature. Clarbon 
dioxide is normally gaseous, but at a low temperature and a comparatively high 
liressure it becomes a liquid, and at a still lower temperature it becomes a solid, 
po]>iilarly known as dry ice. When a solid is hcatrd, its temperature gradually 
rises until at a given temperature the solid is converted into a liquid—this tetnperature 
which is characteristic for a given solid, is known as the melting point or the fusion 
point of the solid. Such a process of converting a soian into a i-iquid by beat is 
called FUSION and the revc'sc process of r,onvt*rting a liquid uito a solid by cooling 
is known as fri.uzing. '1 he freezing point of a pure liquid is the same as the melting 
point of the solid obtained from it by cooling. Ice melts at O'fl and tin at 232“C. 
It does not, however, follow that any and every solid can be transformed into a liquid 
by hr at j wood, for example, does not liquefy but burns on heating. 

When a liquid is healed, its temperature gradually rises up to a definite point 
called the boiling point of the liquid, when along with the formation of bubbles 
inside it, the liquid begins to vaporise briskly. I here is a rapid vaporisation 
thronghout the mass of the liquid during boiling. Vaporisation is, thus, the process 
of converting a liquid into the vapour state, and the reverse process of converting 
the vapours into the liquid state by cold is known as condensation. A pure liquid 
I1.TS a characteristic boiling ]}oint ; pure water boils at 100”C under a pressure of one 
atmosphere ; mercury boils at 35G.95°C. 

Heat IIcat‘ 

Solid i-v liquid ^; gas 

Cool Cool 

Physical and Chemical changes. —Constant changes seem to be 
inevitable law of nature. Matter undergoes two kinds of changes. 
Many changes take place which do not affect the composition of a 
substance ; these are rexerred to as physical changes. A change that 
affects the composition of a sulxstancc is known as a chemical change. 

Illustrations : (i) A lump of sugar, if broken to pieces, still 

remains sugar ; tlie powdery sugar tastes as sweet. But when strongly 
heated, it loses its colour and sweetness and chars into a black mass 
which is not sugar, i.o., the composition of sugar has been altered. 
Sugar is said to undergo a physical change in the first instance and a 
chemical change in the second case. When sugar dissolves in water, 
it imdergoes a physical change, since it is not chemically changed in 
being dissolved. It retains its sweetness even in solution. The whole 
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amount of sugar may be recovered, unchanged in mass and 
composition, on evaporating the solution to dryness. 

(ii) On dropping a few crystals of iodine in a heated flask, the 
latter is lilled with violet vapours of iodine ; this is a physical change. 

(iii) When a piece of iron nish in moist air, it l)ec<}ntes a reddish 
brown i)owdcr. liming rusting iron has combined with the ox>gcu of 
air, forming ^ now substance, called ir('n oxide, \vhich is the rust. 
Iron-boxygm - -iron oxide (rust). This is a chemical change. 

(iv) When a picci; of steel is its colour, ilciisitv, teiuicily, mass anil 

the composition anti hence the cheinical })roperlies remain unaltered. This is a 
definite physical change, 'i’he change is easily reversed on heating. 

(v) A piece of platinum becomes white-hot on heating and emits light. It is, 
however, restored to the original state on cooling, 'i'his is another exanipU; of a 
physical change. 

(vi) When water is Itealed until it vaixiriscs, it becomes steam. 
But the steam becomes water again on cooling, and hence it is the 
same substance as watcp. The vaporisation of water is a physical 
change. Again cooling freezes w^atcr into ice ; ice melts into water 
when heat is applied. Ice, water and steam arc but dilTorcnt forms 
of the same subsUytec, and all of them have tjhe same ctimposition, 
and hence the same clicmical |)ro])erlics. The transformations of 
water into ice and steam arc undoubtedly physical changes. 

(vii) Wlicn a piece of magnesium is burnt in air, it gives a blinding 
wliitc liglit—die ash that is left is different from the magnesium in its 
properties. Like magnesinm, it does neither burn nor does it liberate 
hydrogen from dilute sidphuric ncid. The ash weighs more than the 
magnesium that was burnt, since during combustion the latter lias 
combined vvith the oxygen of air producing the a.sh whicli is 
magnesium oxide and is white in appearance. This change takes 
place with evolution of heat. This is a chemical change. 

Magnesium-f oxygen *= magnesium oxide. 

• 

The white magnesium oxide when strongly heated in air, glows with a bright 
light. On cooling there i^ no change in the substance. The glowing is a i>hysical 
change. ^ 

(viii) When a piece of clean copper wire (rose-red in colour) is heated in .a Bunsen 
flame, it colours the flame greefl. The heating is cojitinucd until it no longer gives 
any green colouration. It has now turned black due to its conversion into a new 
substance, called copper oxide. Tbi.s is a chemical change. 

Copper -b oxygen -- copper oxide (black). 

(ix) When water is sprayed on to a lump of quick lime, the latter crumbles to 
powder with a hissing noise and evolving much heat. Quick lime has Ix'comc slakcil 
lime by combining with water. I'his is a chemical change. 

Quick lime -}- ^ater =-= slaked lime, 

(3i) Electrolysis of water.— When an electric current is passed 
through water, acidified with dilute sulphuric acid, it is decomposed 
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into two new substances hydrogen and oxygen. This is obviously a 
chemical change. Since water is a bad <'onductor of electricity, it is 
acidified with dilute sulphuric acid before 
electrolysis. Tlie electrolysis is carried out in an 
apparatus, called a voltameter (fig. 3 ); it consists of 
tliree glass tubes—the central one carrying a funnel 
acts as a reservoir of water, and the two graduated 
tubes at the bottom of which arc fused two 
platinum foils arc the collecting vessels. 'Ihe 
voltamet(T is filled with the acidulated water 
through the funnel, and the two platinum foils 
arc connected to the negative and positive poles of 
a battery. On passing the electric current, Imbbles 
of gas rise from each electrode and collect into 
the two side tubes —the volume of tlie gas at the 
negative electrode, called the cathode, is twice 
that of the gas at the positive electrode, known 
a^ the anode. 1 he gas liberated at the cathode, 
burns with a pale blue flame, and is knov/ii as 
hydrogen ; the gas that is liberated at the anode, 
rekindles a glowing chip of wood, and is called 
oxygen. Thus, waLr is decomposed by electrolysis , 
into two volumes of hydrogen and one volume of oxygen. 

(xi) Decomposition of mercuric oxide .—red oxide of mercury, 
also called mercuric oxide, is heated in a test tube, the colour changes 
to black, but on cooling th(i red coloxir of the substance is restored. 
No change has occurred in the mercuric oxide itself ; this is a physical 
change. But when strongly heated the mercuric oxide breaks up 
into two new substances mercury and oxygen : 

Mercuric oxide = mercury+oxygon 

A shining mirror of mercury is deposited on the upper part of 
the tube. A glowing splint held at the mouth of the tube, is rekindled 
showing that a gas, called oxygen, is given off. This is A chemical 
change. 

(xii) When some potassium chlorate is heated in a t<*St tube, it melts and 
effervesces, and decomposes into oxygen and potassiunl chloride. The oxygen is 
given off, and the potassium chloride is left as a residue. This is a chemical 
change. 

Potassium chlorate — potassium chloride + oxygen 

(xiii) A few crystals of iodine are sprinkled on small pieces of white phosphorus 
taken on a sand-tray ; the phosphorus readily takes fire, and a chemical change 
occurs. 

(xiv) When pellets of mercuric thiocyanate arc ignited by the flame of a taper, 
they burn, swelling into a curious worm-like structure, the so-called Pharaoh’s 
Serpent. This is a chemical change. * 

Characteristics of physical and chemical changes. —Some of the ifiain 
characteristics of physical and chemical changes are : 
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(i) A physical change alters only the physical properties of matter. Physical 
pro^rties of matter include the familiar properties directly perceptible to our senses, 
such as colour, odour, taste, size, shape, etc. which may be observed without 
transformation into new sut»tanccs. JVo new substance is produced in a physual 
chcmge. 


A chemical change alters the specific chemical properties of a substance. The 
chemical properties of a substance are related to its capacity for being transiormea 
into substances of other kinds. New substances with different properties are produced tn 
chemical changes. 

(ii) A phyfical change is usally temporary, and can easily be reversed by 
appropriately altering the external conditions such as pressure and temperature; 
the chemical change, on the other hand, is permanent and cannot be easily 
reversed. 


(iii) The weight of a substance remains unaltered in a physical change ; 
the weight of a material usually alters when it is transformed into a new substance. 


(iv) A physical change is not usually accompanied by marked evolution or 
abso^tion of heat, except when the latent heat is absorbed in the change of state 
auch^s melting and evaporation ; a chemical change, on the other hand is always 
attended with cither evolution or absorption of heat. 


^ The indestructibility of matter. —In 1774 the great Frenph 
savant Lavoisier put forward the law of conservation of mass which 
forms the basis of all quantitative works in chemistry. Matter can 
undergo changes or what are called transformations from one form 
into another. But the law states that : • 


The mass of a system remains unaltered by any change that lakes place 
within it. In other words, matter can neither be created nor destroyed. 
There is tlicrefoie, no change in the total mass of matter when a chemical 
change occurs, i.e., the total mass of matter before the change is equal 
to the total mass of matter after the change. Hence, within limits 
of experimental error, the sum of the weights of the products must 
be equal to that of the weights of the reactants in a chemical reaction. 
In other words there can be no gain or loss of matter accompanying 
a chemical change. Thus, when a certain weight of mercuric oxide, 
say 15 grams, is completely decomposed by strong heat into mercury 
and oxygen, the total weight of mercury and oxygen must also be 
15 grams., * 


Mescuric oxide = mercury -f- oxygen 
wt. of mCTCuric oxide = wt. of mercury + wt. of oxygen. 

The above principle *is usually referred to as the law of conservation 
of mass, or the law of indestructibility of matter, since the weight is 
proportional to mass, which measures the quantity of matter. 

lllnstrations : (i) Lavoisier’s experiment. —Lavoisier was the first to explain 
and establish the law of conservation of mass. In one of his experiments he heated 
a piece of tin in a sealed retort containing air, when a part of tin was calcined into 
its oxide. The apparatus^ was weighed before heating and was allowed to cool after 
heatit^ and weighed again. No change in weight was found proving that there was 
no loss or gain of matter during^ the calcination of tin which was a chemicai 
change. . 

CSha^&ml Experiment.— Wh^n a piece of charcoal is ignited, it continues 
bangj/sg a^^finally disappears Completely. This simple experiment suggests an 
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apparent loss of matter. But this is actually not the case. The piece of charcoal 
unites with the atmospheric oxygen during burning, forming carbon-dioxide gas 
which passes into the atmosphere, and hence the 
apparent loss of matter. But if the weight of oxygen X if 

us^ up is taken into consideration, there would occur f l i 

no loss or gain in weight as the charcoal burns—the T f r . . . 

sum of the weights of charcoal and oxygen would be I ^ Ic 

found to be equal to the weight of carbon dioxide 9 

formed. 

The following experiment on combustion of charcoal 
clearly demonstrates it. A piece of charcoal is burnt * 

in oxygen in a closed space so that no material 
can escape. A round-bottom flask (tig. 4) is provided 
with a tightly fitting rubber-stopper, through which 
pass two copper wires. One of the wires carries 
a spoon on which a piece of charcoal rests. A 
platinum wire, touching the charcoal, joins the two 
copper wires. The flask is filled with oxygen—the 
tubes A and B arc meant for filling the flask with oxygen, I 

and then carefully weighed in a balance. The two / ^ ^ 

copper wires arc then connected to the two terminals f c 1 

of a battery, and an electric current is passed through 1 r I 

th|: platinum wire which becomes red hot and ignites the \ J 

charcoal. The current is passed until the charcoal* \ y 

disappears completely with the formation of carbon 
dioxide : F,o. 4 


Char^al -j- oxygen = carbon dioxide ^ 

The battery is then disconnected, and the flask is cooled and weighed again. The 
weight is found to be the same as before. Hence matter is neither created nor 
destroyed during the transformation of charcoal into carbon dioxide. 

(iii) Candle Experiment. —^When a candle burns in air, it 
gradually disappears, leaving hardly anything. There is thtis an 
apparent loss of matter. But actually the material of the candle which 
is wax, is not lost on combustion. It is changed into two gaseous 
substances, carbon dioxide and water vapour, which escape into 
the atmosphere, and hence the apparent loss in weight. But it may 
be shown by tl\e candle experiment that the products of the change, 
the carbon dioxide and water vapour, weigh more than original 
candle itself, since a part of air, which is oxygen, is used up when 
the candle burns. If however, a j^roper balance sheet is .drawn up, 
it would be seen that the weights of materials used up on one side 
and those formed on the other do exactly blanee : 

Candle + oxygen = carbon dioxide -j- water vapour. 

In the candle experiment a small candle is placed an a perforated cork (to admit 
air) at die bottom of a glass chimney, the top of which is connected with a U-tubc 
containing pieces of caustic potash in one limb and fused calcium chloride in the 
other. The chimney with the U-tube is carefully weighed in a balance. Then 
the U-tube is connected on the other side with an aspirator full of water (fig. 5). 
The candle is now lighted and quickly replaced, and the water is allowed to run 
out the aspirator when air enters the ^imney through the perforations in the 
cork. The candle continues to burn in the draught of air caused by the suction in 
the aspirator. Afier a few minutes the tap of die aspirator is turned off and the 
candle goes out. The chimney with the U-tube is then cooled and weighed again. 
It is found that far from a loss of weight occurring when the candle bums there is 
actually an increase in weight. This increase tn weight is not, howpaOr, due to any 
creation of matter but due,to the fact that the . matter which is the dGuid% instead 
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of being destroyed during burning, has united with the oxygen of air to form carbon 
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dioxide and water vapour Which have been absorbed by the caustic potash and the 
calcium'^chloride respectively and hence the increase in weight. 

(iv) When a piece of iron rusts in moist air, it increases in weight. 
There is an apparent creation of matter in thisunstance. But the gain 
in weight is due to the fact that a part of air which is oxygen, is used 
up in the rusting of iron. The total weight of the iron and the oxygen 
consumed is, however, equal to that of the rust formed. 

‘ Iron + oxygen = rust. 

(v) Similarly, when a piece of magnesium ribbon is heated in air, 
it burns away to a white powder, called magnesium oxide, which 
! weighs more than the original magnesium. It appears to violate the 
[ law of conservation of mass. The gain in weight of magnesium when 
it bums is equal to the oxygen of air used up. Hence ,the total weight 
of magnesium plus oxygen used up is. equal to the weight of 
magnesium oxide produced: Magnesium 4-oxygen = magnesium oxide. 

(vi) Landolt’s Experiment. —^The law has been 
tested over and over again and hence the general validity 
, of the law. The law was put to the most rigid test by 
Landolt between the years 1899 and 1906. In one of 
his experiments, the reacting material, e.g., ferrous stdphate 
* and^silver sulphate solutions, in the two arms of an H-tube 
(fig. 6), was sealed off. It was then weighed very 
accurately. Then the solutions were mixed together by 
tilting the tube, when the reaction took place—the silver 
sulphate was reduced to metallic silver by the ferrous 
sulphate. The reaction over, the tube was allowed 
to cool for some time and weighed again. It was found 
to weigh the same as before. Hence the truth of the 
law. 

Similar experiments can easily be carried^ out in ^ 
FIO. b laboratory. In one experiment, some ferric chloride 

solution in a test tube is placed in a conical flask 
oonta^mAg potassium ferrocyanide solution. The flask is then corked and weighed. 
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The two solutions are mixed together by tilting the flask, when a deep blue 
precipitate forms. There is, however, no cliange in weight. The experiment may 
be repeated with solutions of mercuric chloride and potassium iodide ; on mixing 
the two solutions a yellow precipitate (which rapidly turns red) of mercuric 
iodide is produced—the precipitate, however, dissolves in an excess of potassium 
iodide solution. 

In the strictest sense the law of conservation of mass is also admitted to be inexact, 
in as much as many chemical changes are actually accompanied by a slight loss 
or gain of weight, the reasons being that mass and energy are interconvertible —the 
equivalence of mass and energy being expressed by the equation : 

E = me® m — E/c®. , 

where E = the energy and m = its mass equivalent in grams ; c — the velocity 
of light = 3 X 10®® cm. per sec. 

E = mx (3x10®®)® = 9x10*® m ergs. 

= 9x 10*® m/4.184 X10® = 2.15 x 10®®m calories 
(1 calorie = 4.184 X10’ ergs.) 

Therefore a chemical change attended by a loss or gain of energy E, usually as 
heat, would give rise to a corresponding loss or gain of weight m — E/c®. But since 
c is very large, the change of mass due to liberation of energy is insignificantly small 
and consequently negligible in ordinary reactions. The combustion of 1' gram 
atom, i.e., 12 grams, of carbon, for example, is accompanied by an evolution of 97000 
calbrics of heat, the corresponding loss of weight follows from the relation :• 
97000 — 2.15xl0®®m, .". m== 4.5x10'* gm. i.e., to produce a loss of 1 tPgm. 

it requires the combustion of about 2.7 tons of carbon—an infinitesimally small 
dtscrease in weight undetectable by any known means. The law of conservation 
of mass, in its simple form, therefore, holds good for ordinary jchemical reactions. 

The Law of Conservation of Energy. —Very much like matter, energy may 
be transformed from one kind to another without any gain or loss in the total amount 
of energy in the universe, i.e., the total amount of energy in the universe remains 
constant ; it can neither be created nor destroyed : but unlike matter, it possesses 
no weight nor does it occupy any space. The energy of a bo^y may be defined 
as its power to perform work. Heat, light, electricity, motion, etc., are the familiar 
forms of energy. Whenever one form of energy disappears, an equivalent amount 
of energy of other kind or kinds must appear. Heat under the boiler generates 
steam which drives the engine. The engine produces motion which is utilised in 
rtmning a dynamo. The dynamo generates electric current which may turn a motor. 

Matter cannot undergo any change by itself; the change is brought about by 
energfy. Natural phenomena are nothing but manifestations of interplay between 
matter and energy. 

Exothermic and endothermicjchanges. —^The chemical changes 
which matter undergoes are almost always attended with more or 
less marked changes in energy, which usually manifests itself with the 
evolution or absorption of heat. The chemical Changes which take 
place with evolution of heat are known as exotherniic changes» while 
those taking place with absorption of heat are referred to as 
endothermic changes. 

Goal is the transformation product from the vegetable matter of 
the remote past, and contains the stored-up energy of the sunlight 
which the plants absorb as they grow. Coal is the store-house of solhr 
energy. This energy is released and appears as heat when the coal 
bums in air. In like manner, when carbon burns in oxygen, forming 
carbon dioxide, the process is accompanied by evolution of much 
heat; thb is an exothermic reaction. „ The heat evolved is due to 
the release of energy contained in the reacting materials. Hei^ce 
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carbon dioxide contains less energy than the constituent elements. 
Compounds, such as carbon dioxide, water, hydrochloric acid, etc., 
which are formed from their elements with evolution of heat arc 

known as exothermic compounds. 

When sulphur vapour passes over red-hot eharcoal, a colourless 
liquid, called carbon disulphide, is formed. Its formation takes place 
with absorption of heat which is contained in it. Hence carbon 
disulphide contains more energy than its constituent elements. 
Gompounds,csuch as carbon disulphide, nitric oxide, and hydriodic 
acid, etc., which are formed from their elements with absorption of 
heat are known as endothermic compounds. 

Endothermic compounds arc very reactive, very easily decomposed, and are 
only formed from their elements at high temperatures. Exothermic compounds, 
on the other hand, are formed from their elements at low or moderate temperatures. 
They are less reactive and less easily decomposed than endothermic-compounds. 

VarietiesJ of matter. —^Although there are a vast number of 
different chemical substances, it is now realised that tlierc are only 

ninety-two distinct species from which 
these numerous substances are composed. 
The simple species or types of matter are 
called elements. Various forms of matter are 
classified into elenaents and compounds 
according to their composition. 

The era of modern chemistry begins with 
Robert Boyle who in the seventeenth century 
overthrew the theory of four elements of Aristotle 
by clearly distinguishing elements as 'substances 
which cannot be decomposed further' 

Element. —An element may be defined 
as a substance which cannot be decomposed 
into any simpler substances by means of ordinary 
chemical reactions. 

Magnesium is an element. It cannot 
be decomposed into anything simpler than 
magnesium. A piece of magnesium 
ribbon, weighing about 0.5 grams, is. 
slowly heated in a loosely covered porcelain 
drucible (fig. 7) till combustion vt 
complete. The crucible is then heated 
strongly for some time, cooled, and 
weighed. There is an increase in weight. The magnesium has 
combined with oxygen from the air to form magnesium oxide, which 
is a white powder : 

Magnesium + oxygen = magnesium oxide. 

If the magnesium were decomposed into simple* substances, the 
white powder and something, else, the white powder must weigh Icsa 
the magnesium. But the white powder weighs more, and hence 
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the ma^esium has become something more complex by takii^; 
oxygen from the air. We can, therefore, add to an element, but 
we cannot decompose it. 

Copper, silver, gold, iron, tin, lead, magnesium, aluminium, 
carbon, sulphur, hydrogen, oxygen, nitrogen, etc., arc few familiar 
elements. 

There are ninety-two (taking the elements beyond uranium, namely, neptunium, 
plutonium, americium, curium, berkelium, californium, einsteimum, fermium 
mendelevium and nobdium into account, the number is one hundred and two) 
elements but not a few of them are very rare—some are no more than laboratory 
curiosities. The distribution of elements in the earth’s crust is shown in the following 
diagram (hg. 8). The elements vary greatly in relative abundance. Oxygen, 
silicon, aluminium, iron, calcium, sodium, potassium, and magnesium are the eight 
most common elements which make up about 97 per cent of earth’s crust, the ocean 
and the atmosphere. 



Their relative abundance in percentages are as shown in iig. Q. Oxygen alone 
makes up about half of the weight of earth’s crust, eight-ninths of the ocean, and 
about a fifth of the atmosphere. ^ * 

Compound .—A compound may be defined as a substance which is 
formed by the chemical union of two or more elements in a definite proportion 
by weighty and as such it may be separated into two or more etements. 

Compounds may either exist in nature or.havd been prepared in 
the laboratory. Mercuric oxide, also called red oxide of mercury, is a 
compound, as it breaks up into mercury and oxygen by strong heat. 

About 2 grams of mercuric oxide are taken in a hard glass test 
tube (fig. 9) fitted with a rubber stopper through which passes a glass 
delivery tube leading to a pneumatic trough containing water, a gas 
jar full of water, is inverted in the trough,—the mouth of the jar 
being supported on a beehive shelf over the delivery tube. The test 
tute is clamped in a horizontal positiop. On heating the mercuric 
oxide, bubbles of gas collect in the jar, and at the same time a shinipg' 
mirror of mercury deposits on the copier part of the tube. The ^ 

2 
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rddndles a glowing, chip of wood, which burns with a brilliant flame, 
indicating that, the gas is oxygen : 

Mercuric oxide = mercury + oxygen. 



When an electriCf current is passed through water aridified with dilute sulphuric 
acid, it decomposes into hydrogen and oxygen, indicating that water is a compound. 
Fused common salt may be decomposed into sodium and chlorine by passing electric 
current throi^h it. 

Mixture. —A mixture, sometimes called a mechanical mixture, is obtairud 
by the mere blending, without any chemical union whatsoever, of different 
substances {elements or compounds), which are easily identified in the mixture 
by their respective properties which remain unaltered. 

The gun-powder is a mixture of three mateiials, nitre, also called 
potassium nitrate, charcoal, and sulphur. Air is a mixture of nitrogen 
and oxygen mainly. 

Mixtures and cempounds. —A mixture differs from a compound 
in the following respects : 

(i) The components, or what are called the ingredients, of a mixture retain, 
their specific propert'es ; a compound, on the other hand, possesses properties 
which are peculiar In .itself alone and are entirely different from those of its 
components. 

A mixture of 7 grams of clean fine iron filings and 4 grams of 
flowers of sulphur is heated in a test tube, when the whole mass glows— 
the change takes place with evolution of much heat. ^ .When cold, 
the tube is broken in a mortar, and the resulting bldck mass is 
powdered. When the powder is examined under a lens, no particles 
of sulphur or iron are visible in it, although these can be seen in the 
mixture. When a magnet is brought before the new substance no 
irc^ is attracted, as it is from the mixture. Carbon disulphide, a 
liqiiid which dissolves sulphur, does not dissolve out any sulphur 
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ironi the new substnnce. Hence iron End sulphur huve disEppeurcd 
as such, forming a new substance, called ferrous sulphide, which is 
. a chemical compound. 

When a mixture of iron filings and sulphur is treated with dilute sulphuric acid 
• a gas is givai off which bums with a pop. The gas is hydrogen, and is formed by 
the action of the aad upon the iron filings. The sulphur is not attacked and is left 
over when all the iron has dissolved. When, however, the iron sulphide, also caUed 
ferrous sulphide, is acted upon with dilute sulphuric acid, a gas is evolved which 
smells of rotten eggs. The gas is hydrogen sulphide ; it burns but not#vith a pop. 

These experiments show that the new substance is entirely different 
from its constituents in properties. 

(ii) The components of a mixture are easily separable by physical means • 

a, compound however, be separated into its constituents by chemical means 
hut not by any physical method. * 

If a mixture of iron and sulphur is shaken with carbon disulphide, 
and filtered and the filtrate is allowed to evaporate, yellow crystals of 
sulphur are deposited. A magnet can attract the iron fiUn^ from 
the mixture. Thus, sulphur and iron can be removed from the 
miAure by physical means. But it is only by chemical methods that 
iron and sulphur can be obtained from iron sulphide. Thus, to get 
sulphur from iron sulphide the substance is treated with dilute 
hydrochloric acid, and tjie foul-smelling gas that evolves is burnt 
and if a cold crucible lid is held in the flame, sulphur is deposited. * 

(iii) The composition of a mixture is variable but the composition of a 
compound is fixed and definite. Fixed composition is one of the best 
tests for a compound. 

In whatever way the iron sulphide is prepared it must always 
contain 7 parts of iron to 4 parts of sulphur. When more iron th^ 
what is required by this proportion is heated with sulphur, the excess 
iron remains over, mixed with iron sulphide, and can be removed 
from it with a magnet. When an excess of sulphur is used, it does 
not combine ; it burns away or remains mixed with iron sulphide 
from which it can be dissolved out with carbon disqlphide. ^ 

(iv) Heat is either evolved or absorbed during the formation of a Compound 

from its elements ; but when a mixture is made there is usually no heat 
change. • 

Much heat is evolved during the formation of iron sulphide, but 
not when iron filings and sulphur are merely bl^ded together. Heat 
change sometimes accompanies the formation of a solution which is 
a mixture, e.g., much heat is absorbed when ammonium chloride is 
dissolved in water ; when water is added to sulphuric acid the solution 
becomes extremely hot. 

(v) A mixture is usually heterogeneous i.e., not perfecUy uniform, whereas 
a compound must be always homogeneous, i.e., the same throughout. 

This critd-ion obviously does not hold fof solutions which arc 
homogenous matures. A magnifying glass reveals distinct particles of i 
and sulphur m their mixture, but not m iron sulphide. 


perfectly 
m filings 
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^ (vi) A compound^ being a pure substance^ has fixed melting and boiling 
points, whereas a mixture usually has no definite melting or boiling point. 

A Homogeneous Substance is one in which every part of the subst^cc has 
exactly the same composition and properties as every other part. Crystals ol copper 
sulphate, common salt, etc., are homogeneous bodies. A compound must be 
homogeneous since it contains only one kind of substance. 

A Heterogeneous Substuce exhibits different properties in its different 
Gun powder is a heterogeneous mixture of nitre, sulphur and charcoal, .v 
hcterogeneousnubstance must be a mixture. 

Metals and non-metals. —^Thc elements arc divided into two 
main classes, viz., metals and non-metals, on the basis of their properties. 
The classification, though convenient, is somewhat arbitrary, since 
their properties sometimes overlap. Thus, there are elements which 
exhibit more or less the properties of both metals and non-metak,. 
they arc referred to as metalloid. 

Potassium, sodium, calcium, magnesium, aluminium, zinc, iron, tin, lead, copper, 
mercury, silver, platinum, and gold are some of the familiar^ metals. Hydrj^en 
oxygen, nitrogen, phosphorus, fluorine, chlorine, bromine, iodine, carbon, silicon, 
, bomn, and sulphur are examples of non-metals. Arsenic and antimony are 
metalloids. • ' 

The main features of difference between metals and non-metals are : 


Physical differences 


Metals 

1. Metals possess lustre, described as metallic 
lustre, and reflect light from polished 
or freshly cut simace. 

2. Metals usually/unw high densities with 
several exceptions; lithium, for 
example, is a light metal with a density 
of 0.53 only; sodiiun, potassium, 
calcium, magnesium and aluminium 
also have low densities. 

Metals with densities greater than 
5 are <^lled heavy mentis —osmium Mth 
a density of 21.3 to 24 is the heaviest. 

3. Metals are usuaUy good conductors of 
heat and electricity. Silver is the best 
conductor ;. copper is the next best. 
Mercury is not a very gpod conductor. 

4 . Metals possess tenacity and toughnes, i.e., 
possess resistance to rupture by a 
stretching force and twisting 
respectively. 

Metals also possess malleahility and 
ductility, i.e., p^ess the property of 
being hammered into thin sheets and 
drawn into wires respectively. Some 
metals, e.g., bismuth and antimony, 
are brittle. 

Gold is the most malleable*metal— 
gold leaf 1/280000 of an inch in thidkness 
* may be znade by hamrpering. 


Non-metals 

Non-metals have no lustre (except 
graphite and iodine which arc 
lustrous) and do not reflect light. 

Non-metak have low densities, all 
below _ 5—liquid hydrogen, density 
0.076, is the lightest, and iodine with 
a density of 4.93 is the heaviest. 


Non-metals are poor conductors of 
heat and electricity except graphite. 
Arsenic has also marked conductivity. 

Non-metals possess none of the 
propertija of t^acity, toughness 
malleabjhty and ductility—non-metals 
are brittle, if solid. 
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5. Metals are solids with the exception of 
mercttty which is a liquid at the ordinary 
temperature. 

Gallium (m.p. 29.75*’) and caesium 
(m.p. 28.45°) are low melting solids. 


Non-metals are usually gasest or 
volatUe solids or liquids ; thus amonj^t 
the members of halogen family, fluorine 
and chlorine are gases, bromine is a 
liquid, and iodine a volatile solid. 

The non-metals carbon, boron and 
silicon are non-volatile solids. 


Chemical di£ferences 


Metals 


J. Metals are eUctropositioe elements 
(i.e., they carry positive charges during 
electrolysis) ; in other words, they form 
cations, c.g., Zndg ^=5 Zn++ + 2C1'. 

Metals may sometimes form part of 
complex anions, e.g., 

KAg(C3^), K+-|-Ag{CN),'. 


2. Metals generally dissolve in HCl or Mute 
HiSOt, giving off hydrogen—metals 
which are less electro-positive than 
hydrogen arc, however, exceptions. 

3. Metals usually form basic oxides, e.g., 
CuO, FcjOs, CaO, but some oxides 
such as ZnO, and AltOj are 
amphoteric ; some metallic oxides of 
higher valency are, however, acidic, 
e.g., CrOa and MntO,. 

4. Metals form halides which are stable in 
presence of water, e.g. NaCl, GaCla, etc., 
but some are partially hydrolysed i.e., 
decomposed by water—the hydrolysis 
is reversible, e.g., 

FeCl,-|-3H,0 Fe(OH),+3HCl 
Metallic halides are mostly non- 4 
volatile, and conduct electric current 
in solution in water. 

_ S^nic chloride, SnCIt, is a volatile, 
liquid, and a non-electrolyte. 

5. Metals generally form complex salts in 
• which the metal may be in the cation, 

lCu(NH,)4]SOa % [Gu(NHa) J++-I.SO4", 

or in the anion 

K*[Fe(GN)J 4K+ ■ 4 - [Fc(CN),] " " , 


Non-metals 


Non-metals are electro-negative 
elements, i.e., they form atuons (i.e., 
they carry negative chaiges during 
electrolysis), or hardly show any 
electro-chemical character, e.g., carb<m. 

Hydrogen, though a non-metal, is 
generally electro-positive and forma a 
cation, e.g.j HCl «=? H+- 1 -Cr. < 

Non-metals do not dissolve in HGl 
or dilute sulphuric acid. 


Non-metals form acidic oxides, e.g., 
SOt, GO„ P 1 O 4 ; some oxides such 
as NjO, NO, CO, etc., are neutral. 
PjO, -f. 3H,0 = 2H,P04 


Non-metals form halides which are 
usually unstable towards water, —most 
of them are decomposed by water ; 
the decomposition is irreversible : 
PC1,+3H,0 = H,POa-h3HCI. 
SiCl4-1.4H*0 = Si(OH)4+4Ha 
Carbon tetrachloride, GCI4, is stable 
towards water. • 


Non-metals do not uswdly form 
complex salts ; boron ' and silicon, 
however, may form complex fluorides, 
e.g., KBF 4 and K,SiF,. - ’ \ 


The constitadoia of matter. —^Mass of a body is the matter 
contained in it, but what constitutes a mass of matter ? Several 
Greek^philosophers, over 2,000 years ago, suggested that all kinds of 
materials in the universe, however continuous diey may appear to be. 






22. ntTERMEDIATK GHtMISTRY 

aupc composed of very minute particles, called moleculesj which 
are much too small to be perceived individually. 

Molecule.— A molecule may be defined as the smallest ^ 

element or a compound which can exit in the free state. A molecule p 
the chemical properties of a given type of matter. 

According to the atomic theory put forward by Dalton in 18 , an 
element is assumed to consist of extremely minute particles 
atoms. The atom of each element has a characteristic weig 

Atpiti.-^i4n atom may be defined as the smallest particle of an elemnt 
which ban take part in a chemical change. 

Molecules are composed of atoms. The smallest unit ® ^ ^ 
compound is a molecule ; this can exist as such in the free state. i 
an element it is necessary to distinguish between atoms and raolecu ts, 
because the atom may not be always capable of any prolonged existence 
in free state. In the case of inert gases of the atmosphere, viz.., 
helium, neon, argon, krypton and xenon, and vapours rfmost mctai^ 
mercury for example, the atom is quite stable and capable of free ana 
independent existence. For these elements, therefore, the atom and 
the molecule are identical. Usually, however, two or more atoms 
compose a molecule of an element. The molecules of the common 
gases hydrogen, eweygen, nitrogen and chlorine contain two atoms, 
and the molecules of phosphorus and arsenic contain four atoms. 

A molecule of an element contains like atoms only. A molecule 
of a compound is composed of one or more atoms of each of two or 
more different elements. An element, therefore, is a substance that 
consists of atoms of one kind only ; a compound is a substance that 
consists of atoms of two or more different kinds. Since a compound 
has a definite composition, a molecule of compound must contain a 
fixed number of atoms. 

For example, a molecule of water consists of 2 atoms of hydrogen and 1 atom 
of oxygen ; a nHLotecule of sulphuric acid contains 2 atoms of hydrogen, 1 atom of 
sulphur, and 4 atoms of oxygen ; a molecule of potassium chlorate is made up d' 
1 atom of potassium, 1 atom of chlorine, and 3 atoms of oxygen. 

Atoms remain unaltered in all ordinary chemical transformations. 
During at chemical change molecules of reacting substances first 
separate into atoms which then combine to form new molecules of 
the product. Henee : 

A chemical change ^*000 in which the atoms of the reacting molecules 
are regjcpuped. form new molecules ; a physical change does not affect 
a mokcule/and hence no new molecules are produced in a physical changef 

Aleime> weight.— Every kind of atom, according to Dalton’s 
atofioietheory, hasji definite and constant weight, The atoms of any 
one clement all have the same {weight,* but thc^atoms of different 
dements have different weights. 

As the atoms arc extremdy minute, their mass is exceedingly 
^1 bdng of the order 10““ grams ; the mass of an atom of 5ie 
fightest element hydrogen is*only 1.67x10““ grams ; tht mass of 
att atom of uranium is 3.95x10“** grams only. The smallness of 
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an atom is rather, difficult to grasp easily—about 3x10^® atoms of 
hydrogen are contained in 1 c.c. of the gas. 

It is, therefore, difficult to find out the actual weight of an atom 
of an element. But the weight of the atom of the element relative to 
that of a standard atom can be easily found out—this relative weight 
is stated as the atomic weight of the element. 

At one time the weight of the hydrogen atom, the lightest known atom 
was chosen as the standard by Dalton and its atomic weight was taken as unity. 
The atomic weight of an element relative to that of hydrogen as«unity, therefore, 
showed how many times an atom of the element was heavier than the hydrogen 
atom. 

The atomic weight is now-a-days determined in terms of the 
clement oxygen as the standard—the atomic weight of oxygen is 
arbitrarily taken as 16.0000. 

The atomic weight of an element is the weight of an atom of the element 
relative to the wei^it of the oxygen atom taken or 16. 

The .atomic weight of an element is, therefore, the number of 
tildes one atom of it is heavier than the sixteenth part of the atom 
of oxygen. On the oxygen standard the atomic weight of hydrogerf 
is 1.008. 


Exercises 

ytSo you consider the following to be physical or chemical changes : 

' (a) common salt is shaken with water until no further solid remains, 

(b) a magnesium ribbon is heated in air until it takes fire, C-4% 

(c) a piece of sodium floats on water. Anally disappearing.^Y^ 

(d) the dissolution of sugar in a cup of tea, (’Mjk 

(e) ammoniumchloride, when heated in a test tube, vaporises and condenses 
as a solid on the cooler part of the tube ? Give reasons. 

What are the diflerences between physical and chemical changes ? 

In what ways does a mixture of iron filings and sulphur differ from iron 
sulphide ? 

- 3. A piece of iron rusts on exposure to the air and increases in weight, while 
a piece of charcoal when ignited, bums away leaving a litt^^ash of negligible 
weight. How would you reconcile the above facts wit|^ the law of conservation 
of mass ? • 

Describe a suitable experiment to prove conclusively that matter is 
indestructible. 

4-. Define (a) element, (b^ compound. State if each of the following is an 
element, a compound, or a mixture : common salt, water,,mercuric oxide, sugar, 
gold, brass, a silver coin, potassium chlorate, air. 

What are the chief differences between compounds and mixttures ?, 

5. What do you understand by the atom, atomicity, atomic wetg^; and' molecuU ? 

The atomic weight of chlorine is 35,5. What does .this statcfix^t oonv^ 

to you ? -• • , ' '*4 

6. Glasufy the following changes as purely chemical, purely phyii^,. or as| 
belondhg to both : (a) burning of kerosene oil, (b) distillation of water, (c) melting ] 
of lead, (d) magnetising a knife blade, (e) heating a piece of limestone, (!) souring 
of milk, ^g) sending electric current through fu^ common salt, (h) dissolution 
of copper m nitric acid. 

7. What is meant by exothermic and endothermic reactions ? Give two 
examples of eadi. 

Woen some camphor is left in the air *it complcfdy disappears. Does this 
contradict the law of conservation of mass ? t 
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III 


Symbols^ Formulae & Equations 


Symbols auid formulae. —In order to describe the chemical 
composition of a substance involving certain ones of the elements a 
chemist prefers to use, for llie sake Oi convenience, abbieviations for 
the full name of each element concerned, since they are more quickly 
written. Thus, the letter H is written for the word hydrogen ; the 
abbreviation for oxygen is O ; and for nitrogen N. These arc referred 
to as symbols of elements. Usually tlic symbol is the initial letter 
of the English name for which it stands ; when, however, more than 
one element has the same initial letter, a pair of letters are neccssOTy ; 
thus, G stands for carbon ; Cl represents chlorine, and Ca is calcium. 
Ni is the symbol for nickel, and He for helium. Sometimes the 
symbols are derived from the Latin name of the element. *Ibc 
present system of chemical notation was introduced by the Swedish 
chemist l^rzclius in 181 i. * 


Symbols of a few elements with their Latin names in italie$ arc 
given below : 


Antimony {Sttbtim) 
Ciopper (Cuprum) 
Gold (Aurum) 

Iron (Ferrum) 

Lead (Plumbum) * 


Aluminium 

Barium 

Boron 

Bromine 

Calcium 

Carbon 

Chlorine 

Chromium 

Fluorine 

Hydrogen 


Sb 

Mercuiy (l^dtareyrum) 

Hg 

Gu 

Potassium (halium) 

K 

Au 

Silver (Argentum) 

Ag 

Fe 

Sodium (Natrium) 

Na 

Pb 

Tin (Stannum) 

Sn 

derived from the German name woliratn. 


nents 

are as follows . 


A1 

Iodine 

I 

Ba 

Magnesium 

Mg 

B 

Manganese 

Mn 

Br 

Nitrogen 

N 

Ga 

Oxygen 

O 

G 

Phosphorus 

P 

GI 

Platinum 

Pt 

Gr 

• Silicon 

Si 

F 

Sulphur 

S 

H 

Zme 

Zn 


See the table oU International Atomic Weights. 

The symbol of an element does not only stand for the name but 
also represents one atom dr one atomic weight of the element. Thus 
O does not stand merely for oxygen ; it represents one atom of oxygen 
^nd also 16 parts by weight of oxygen. The letter N stands for 
nitrogen. It also means one atom of nitrogen and 14 parts by weight 
of mtrogen, and so on. 


Formulie.— Every substance, be it an clement or a oimpound 
has a definite chemical formula—a combination of symlwls and 
numerals written in such a way as to indicate what kinds of atoms and 
how nua^ of each are present in eoBh molecule of the subtancc. A ehemicat 
forttiula ^mbolicaUy represents the composition of a substance. 



SYMBOLS, FORMULAE & EQUATIONS 


25 


The chemical formula of an element is denoted by ite symbol 
^ith a numeral placed to its right and a little below it to show how 
many of its atoms are contained in a molecule. The number of atoms 
•contained in the molecule of an element is known as its atomicity. 
Molecules of common gases oxygen, hydrogen, nitrogen and chlorine, 
each contain two atoms, i.e., their molecules are diatomic and 
consequently their formulae are written as O 2 , and Cl^. A 

molecule of phosphorus contains 4 atoms, and hence its formula is P 4 
But the inert gases argon, helium, and neon, etc., and mast metallic 
vapours such as mercury and zinc, etc., are monoatomict i.e., their 
molecules are composed of one atom only, and therefore, their formulae 
arc A, He, Ne, Hg and Zn, etc. 

A molecule of a compound contains a fixed number of atoms of 
its constituent elements. Its chemical formula is designed by writing 
down side by side the symbols of its constituent elements, with a 
numeral to the right and slightly below each symbol in order to show 
how many atoms of it are contained in the molecule. Thus, a 
molecule of sulphuric acid contains 2 atoms of hydrogen, I atom of 
sulphur and 4 atoms of oxygen, and hence its formula is written as 
H 2 SO 4 —the numeral 1 being always understood. The formula for 
chalk, also called calcium carbonate, is CaC 03 , since it contains 1 
atom of calcium, 1 atom of carbon, and 3 atoms of oxygen. Nitre, 
also known as salt-petrc,*is denoted by the formula‘KNO*. H 3 O 
stands for the formula of water. 

The chemical formula of a substance does not merely denote 
its compositioHy it also represents one molecule or one molecular weight 
of it. Thus, water is represented by the formula HgO ; it means that 
each molecule of water is composed of 2 atoms of hydrogen and 
and one atom of oxygen, and that its molecular wdght is 
18(2 X 1 +1 X16 = 18) parts by weight. 

The molecular weight of a substance is the sum of the weights 
of atoms present in a molecule ; thus, the molecular weight of sulphuric 
acid, H 2 SO 4 , which contains 2 atoms of hydrogen, 1 atom of sulphur, 
and 4 atoms of oxygen, is ; 2 X1 -f 1 »< 32 +4 x 16 *= 98. 

The formula for oxygen is O 2 , and consequently, its molecular 
weight is 32(2 X16 — 32) parts by weight. , 

The molecular weight of a substance expressed in* grams is called 
the gram molecule or sometimes the gram .moleccdar weight; 
thus 1 gram molecule of sulphuric acid is 98 grams ; one gram 
molecule of water is 18 grams, and one gram molecule of is 
100 grams, and so on. ^ 

A number placed to the immediate left of a chemical formula 
indicates the number of molecules of the substance. 511 ^ 804 , for 
example, denotes 5 molecules of sulphuric acid; 6H|0 means 6 
molecule of water. 

Two atoms of nitrogen are contained in a molecule of nitrogen, and .its formula 
is wirtten as N|; 2N, however, means 2 atoms of nitrogen; SNt stan^ ftst 5 
molecules of dtrogen which contain 10 atoms of nitrogen; 10 atmns of nitrogen 
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are ^pressed as ION. 70, stands for 7 molecules of oxygen j 70 means 7 atoms 
of oxygen. 

Valency.—CShemical affinity between, substances is a measure of 
their tendency to undergo a chemical change. Quite commonly 
dissimilar substances exhibit greater chemical alHnity-Vsubstances of 
opposite chemical nature easily enter into a chemical reaction ; thus 
a metal generally reacts easily with a non-metal. > Again, it is found 
that the relative affinity of an element is not the same for different 
elements. *Thus, chlorine is said to possess a greater affinity for 
sodium than for copper, since it reacts more readily and vigorously 
with sodium than with copper. 

Chemical compounds are formed by the union of atoms of difftrent elementr 
in simple numerical proportions. It is, however, found that the combining 
power of atoms of different elements is not the same. Thus, if one 
atom of oxygen is considered, it is impossible to make more than 
2 atoms of hydrogen combine with it. Tliis holds good for all other 
elements. There is, therefore, a certain number of atoms of hydrogen 
with whieh one atom of an element would eombine (if it combines 
with hydrogen at allj. Thus, in the following compounds one sijtom 
of the elements combines with 1, 2, 3 or 4 atoms of hydrogen : 

Hydrochloric acid HGl Ammonia NH, 

Water H,0 Methane CH, 

• • 

In these instances one atom of each of the elements chlorine,, 
oxygen, nitrogen, and carbon are capable of combining with 1 , 2 , 
3, and 4 atoms of hydrogen respectively, and consequently their 
combtsiing capacities, or what is called valency, are 1, 2, 3, and 4 
respectively. It is found that in none of the compounds of hydrogen 
docs an atom of hydrogen combine with more than one atom of any 
element—^the only exception in which one atom of hydrogen unites 
with more than one atom of another clement is hydrazoic acid, N^H ; 
and consequently an atom of hydrogen has the least combining 
capacity. Hydrogen has therefore, been chosen as the standard of 
valency, and its valency is taken to be 1. The valency of other 
elements is referred to that of hydrogen. 

Valency.— valency of an element denotes the combining capacity 
of its atoms and iS nuasured by the number of hydrogen atoms with which 
one atom of the etement in question would combine. ^ 

v/ifhe examples cited above, therefore, tell us that chlorine, oxygen, 
nitrog^, and carbon are univalent^ bivalent^ trivalent^ and quadrivalent 
respectively. 

When an dement does not directly combine with hydrogen, its 
valency is determined with reference to other elements, of known 
.valency. Thus, aluminium does not combine with hydre^n, but it 
combines with chlorine, forming the compound aluminium cWoride, 
AICI 3 . Hence aluminium is trivalent, since one atom of It combines 
^th three atgms of univalent •chlorine. Oxygen is bivalent, and conse-. 
qoently when it combines with one atom 01 another dement, the 
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latter is also bivalent ; e.g., magnesium is divalent in magnesium oxide. 
MgO. The following oxygen compounds arc highly illustrative : 

Sodium monoxide NajO, Magnesium oxide MgO, 

Aluminium oxide Silicon dioxide SOj, 

Phosphorus pentoxide PgOs, Sulphur trioxidc SO3, 

Chlorine heptoxide GlfC),, Osmium tetroxide OSO 4 . 

The above examples show that sodium, magnesium, aluminium, sbl^n, 
phosphorus, sulphur, chlorine, and osmium are univalent, bivalent, trivalent, 
quadrivalent, pentavalent, hexavalent, hcptavalcnt and octavalent respectively. 
8 is the highest valency known. • 

The inert gases argon, helium, neon, etc., form no compounds with any elements, 
and as such they exhibit no valency. They are elements of zero valency. There 
are, therefore, nine valencies including zero, in all, which are exhibited by various 
elements, c.g., 0, 1, 2, 3, 4, 5, 6 , 7 and 8 . 

Valency of metals may be determined by allowing their equi-gram atoms to act 
on hydrochloric acid and collecting the hydrogen evolved in graduated tubes. 23 mg. 
of Na, 24 mg. of Mg and 27 mg. of Al, for example, yield 11.2, 22.4 and 33.6 c.c.’s 
of hydrogen at N.T.P. respectively. Therefore, 1 gram-atoms of the said metals, 
i.e., 23 g. of Na, 24 g. of Mg., and 27 g. of AI, would yield 11.2,22.4 and 33.6 litres 
of hydrogen at N.T.P. respectively. But 1 gram molecule of Hj occupy 22.4 litres 
at N.T.P. Hence 11.2 litres correspond to 1 gram-atom of hydrogen. Thus, 1 
gragi-atom of Na, Mg, and Al displace 1,2, and 3 gram-atoms of hydrogen respectively, < 
and hence their valencies are 1, 2 and 3 respectively^. 

v/variablc valency. —^The valency oi many elements may vary in 
different compounds, element may exhibit more than one 

valency either (i) in its compounds with the same element ; thus iron 
is bivalent in ferrous chloride, FeClg, and trivalent in ferric chloride, 
FeCl8 ; phosphorus is trivalent in phosphorus trichloride, PGI3, but 
pentavalent in phosphorus pentachloride, PCI5 or (ii) in its compounds 
with different elements ; thus nitrogen is trivalent in ammonia, NHj, 
but pentavalent in nitrogen pentoxide, NgOg ; sulphur is divalent in 
hydrogen sulphide HgS, and hexavalent in sulphur hexafluoride, SF*. 


The valencies of some 

common 

elements arc given below 

• 

• 

Element 

Symbol 

Valency 

Element 

Symbol 

Valency 

Aluminium 

Al 

3,5 

Iron 

Fc 

2,3 

Antimony 

Sb 

3,5 

Lead 

Pb 

2,4 

Arsenic 

As 4 

3,5 

Magnesium 

• Mg 

2 

Barium 

Ba' 

2 

*Manganese 

Mn , 

2,3,4,6,7 

Boron 

B 

3 

Mercury 

Hg 

1,2 

Bromine 

Br 

1,3,5,7 

Nitrogen 

. N 

1,2,3,4,5 

Calcium 

Ca 

2 

Oxygen 

0 

2 

Carbon 

C 

4 

Phosphorus 

• P 

3,5 

Chlorine 

a 

1,3,5.7 

Potassium , 

K 

1 

Chromium 

Gr 

2,3,6 

Silicon 

Si 

4 . 

Copper 

Gu 

1.2 

Silver 

Ag 

1 

Fluorine 

F 

Sodium 

Na 

1 

Gold 

Au 

,3 

Sulphur 

s 

2,4,6 

Hydrogen 

H 


Tin 

Sn 

2,4 

Iodine 

I 

,3.5,7 

Zinc 

Zn 

2 

Variable valency of few metals and 
reference to chlorides are noted : 

nomenclature 

of their compounds with 


Metal 

Oiprotts copper 
Cvprie copper 
Mmmm mercury 


Valency Chloride 

1 ^ Cuprous chloride, GuGl 

2 Cupric chloride, OuCl| 

1 Mercurous chloride, HgiClg 
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Metal 


Valency Chloride 


Merettrie mercury 
Ferrous iron 
Ferric iron 
Chromous chromium 
Chromic chromium 
Manganous manganese 
Manganic manganese 
Stannous tin 
Stannic tin 
Plumbous Icbd 


2 Mercuric chloride, HgCl^ 

2 Ferrous chloride, FcClj 

3 Ferric chloride FeCla 

2 Chromous chloride, CrCl* 

3 Chromic chloride, CrClj 

2 Manganous chloride, MnClj 

3 Manganic chloride, MnCla 

2 Stannous chloride, SnCla 

4 Stannic chloride, SnCl* 

2 Plumbous chloride, PbClj 


Plumbic lead 4 

11 Radicals. —In many compounds a group m atoms of different 
dements behaves collectively like a single atom and takes part as a 
whole in chemical reactions ; such a group of atoms is called a radical 
(also called compound radical). Thus, ammonia reacts with hydro¬ 
chloric acid producing ammonium chloride, NH4CI, where the group 
NH4, plays the part of a univalent metal and is called an ammonium 


radical. 


The formula for sulphuric acid is H 2 SO 4 —the sulphate group 
SO4, is bivalent since ct combines with 2 hydrogen atoms. Similafly, 
the carbonate group GO3, is bivalent in the carbonic acid, H2CO3 ; 
the nitrate group NO3, is univalent in the nitric acid, HNO3 ; tlic 
phosphate group PO4, is trivalcnt in phospjioric acid, H3PO4. 

The hydroxyl group OH in bases is a radical ; it is univalent ; 
c.g., caustic soda, NaOH. 

Some common radicals with their valencies are as follows : 


Radical 

Valency 

Radical 

Valency 

Ammonium NH4 

1 

Carbonate CO, 

2 

Sulphate SO4 

2 

Bicarbonate HCO3 

1 

Bisulphate HSO4 

1 

Hydroxyl OH 

1 

Sulphite SO3 

2 

Perchlorate CIO4 

1 

Bisulphite HSO, 

1 

Chlorate CIO3 

1 

Nitrate NOj 

1 

Chlorite ClOg 

1 

Nitrite NO, 

1 

Hypochlorite CIO 

1 

Phosphate PO4 * 

% 

Chromate Cr04 

2 

Phosphite PO^ 


Dichromate CrjO, 

2 

Borate BO3 

3 

Manganate Mn04 

2 

Ferrocyanide Fe(CN)« 

4 

Permanganate Mn04 

1 

Ferricyanide Fe(^N), 

3 

Thiosulphate S3O3 

2 


Except ammonium NH 4 which is a positive radical, the rest arc 
negative radicals and'play the part of a non-metallic element in 
a compound. 

Stractaral Formulae. —^The formula of a compound may be designed graphically 
indicating how the atoms are linked in a molecule. For this purpose each atom 
of an element is assumed to possess one or more hand, which are represented 
by bonds or short straight lines, drawn from the symbol of the atom—the number 
of lines drawn corresponds to the valency of the element. The valency of hydrogen 
ox^^en, nitrogen, and carbon, for example, are graphically design^ as ; * 

H- -0-* ~l!l- 
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These bonds unite in pairs in chemical combination, i.e., the hand on one atom 
holds the hand on another ; thus the formulas for water HjO, hydrogen peroxide 
H|Oa, methane, CH4, and ammonia, NH3, are represented as : 


H—O—H 


H—O—O—H 


H 

1 

H—G—H 


H 

H—N—H 


The sulphate group has 2 valency bonds so that the structural formula or 
sulphuric acid is : * 

H-SOj-H 

A pair of mutually satisfying bonds produce a single bond in a compound, as 
illustrated in the above compounds. In like manner, two pairs of bonds produce 
a double bond, and three pairs a triple bond. 

A compound is said to be saturated when all the valencies of the constituent 
atoms are JuUy satisfied, and unsaturated when the valencies are only partially satisfied. 
Water, hydrogen peroxide, methane and ammonia, all in the alwve illustrations 
are saturated compounds. Ethylene, C{H 4 , and acetylene, GjHa, are unsaturated ; 
they are represent^ as : 


H-C==G-H H-G=~^G-H 


Ethylene 


Acetylene 


Ethylene contains a double b^nd, and acetylene a triple bond. Double and triple 
bonds in compounds indicate unsaturation in them. • 

The names of compounds. —Compounds are generally given 
such names as to indicate their composition. The following examples 
would clearly indicate the system of chemical nomenclature, i.e., naming 
of substance. 


Compounds of two elements are called biniury compounds. In 
naming such compounds, the name of the metal (or the more positive 
element) appears first, followed by the name of the non-metal (or the 
more negative element) with the termination -ide. 


An oxide is a binary compound of an element with oxygen ; a 
chloride is a compound of an element with chlorine. In like manner 
the binary compounds in which one of the elements is sulphur,, 
hydrogen, bromine, iodine, nitrogen, etc., arc given tlfe names^ 

snlpldde, hydride, bromide, iodide, nitride, etc., respectively, e.g. 


Magnesium oxide MgO 
Hydrogen sulphide H,S 
Potassium iodide KI 
Magnesium nitride Mg,N, 
Carbon tetrachloride CCI4 


Aluminium chloriik AlCl, 
Calcium hydride CaH, 
Sodium bromide NaBr * 
Chlorine monoxide CljO 
Calcium carbide CaC, 


In binary compounds when an element combines with another 
forming more than one compound, the suffix -ous, or -ic is added to 
the metal (or less electronegative element) to denote the lower or 
higher proportion of the element respectively. Examples are : 


Ferrous chloride FeCl, 
Stannous chloride SnCI, 
Mercurous oxide HggO 
Cuprous oxide CuaO 
Nitrous oxide N|0 


Ferric chloride FeCl. 
Stannic chloride SnU 
MeA:uric oxide HgO 
Cupric oxide CuO 
Nitric oxide NO 
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The prefixes mono-, di-, tri-, etc., arc sometimes added to the 
non-metal or to the more negative element denoting the number of 
its atom in the molecule. In a series of oxides the prefix pei> is 
usually, but not always, added to the one containing most oxygen, e.g. 


Sodium monoxide Na,0 Sodium peroxide Na,0| 

Chlorine monoxide GljO Carbon dioxide CO, 

' Chlorine heptoxide 01,0, Chlorine dioxide CIO, 

Phosphorus trioxide P,0, Phosphorus pentoxide PgOj 

Sulphur dioxide SO, Sulphur trioxide SO, 

Compounds containing three elements are called 
compounds ; e.g., sulphuric acid, H 2 SO 4 ; potassium 
KGIO 3 ; calcium carbonate, GaCOg. 


ternary 

chlorate, 


How to write a fornaula. —^When an element A reacts with 
another element B to form a compound, the valency of A must balance 
that of B such that the valency of the compound as a whole is nil ; 
consequently valency of A must be equal and opposite to that of B, 
or in other words ; 


total valency due to A ~ total valency due to B 
* i.e., no. of atoms of A x valency of A=no. of atoms of B x valency of B 

number of atoms of A _ valency of B 
number of atoms of B valency of A 

Hence, the eleirfents A and B unite in the nmple inverse ratio of their 
valencies. The relation holds equally good when radicals are involved 
in a chemical change. 

To arrive at a formula of a compound, therefore : 


(i) Write the symbols of A and B side by side—the metal or the more positive 
dement or radical to the left and the non-metal or less positive dement 
or radical to the right, and 

(ii) Indicate by numerals their valencies at the top ; finally 

(ui) Shift the valencies cross-wise to the lower right of the opposite partners. 
Examples are : 


Compound Symbol with valency Formula 

Aluminium A1*0* AltO, 

Aluminium sulphate • Al'SO,* AljfSO,), 

Cddum phosphate • Ca*?©** CajfPO,' 

Copper mtrate Cu*NO,^ Cu(NO,, 

When the valencies are divisible by a common factor, they 
first reduced to a pimple ratio and then the method is applied : 


is 

lls 


are 


Compound Symbol with valency Simple ratio Formula 

Aluminium phosphate • • Al*?©,* AUPO,^ AlPO, 

Magnesium oxide Mg®0® Mg®0® MgO 

Carbon dioxide C*0* C*0® CO, 

• Bicarbonates contain the univalent radical, HGOs, as in NaHGOj, 
Ca(HGOj )2 and Fe(HG 08 ) 2 , whereas the Msulphates contain the 
univalent radical, HSO 4 , as in the compounds NaHSO^ and KHSO*. 

WOiemical eqaation8.~A chemical change that matter undergoes 
’ is called a chemical reaction, and may be represented by equations 
involving symbols of atoms of ihe elements and formula of molecules. 
A chemical equation, therefore, represents with the aid af^mbols and formulae, 
4 dmical reaction. In writing a chemical equation the formula of 



Formulx of the followup impounds further illustrate the method—the 
number within bracket denotes the valency. 
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the reactauits arc connected by plus ( +), signs, so also the products 
of the reaction—the set of the reactants being separated from the 
set of the products by a sign of equality ( =). For example, 
j^tassium c^orate, when strongly heated, loses oxygen, and is 
-Converted into potassium chloride : 

Potassium chlorate == potassium chloride + oxygen. 

Replacing each name by the formulae of the substances, the 
equation becomes : KClOg — KCl + Og. 

This ^nation is incomplete,, and is said to be unbalanced, since 
3 atoms of oxygen sure contained in KCIO 3 but only 2 are accounted 
for among the reaction products. This cannot be remedied by 
.writing O 3 on the right instead of Og, fSr this would mean writing- 
an incorrect formula for oxygen. By doubling the whole expression 
'WC get : QKGlOj — 2KC1 + SOg, for a balanced equation. The 
equation reads thus ; potaissium c\doTa.te yields or produces (which the 
sign of equality denotes) potassium chloride and (plus is read ‘and’) 


oxygen. 

. ^ S^^ficance of a chemical equation.—A chemical equation 
nas a qualitative as y^ell as quantitative significance. It indicates- the 
nature and the relative amounts by weight (and also by volumes, in thc- 
case of gases) of different substances involved in a chemical reaction. 
3 Lct us consider the equation G + Og = G 02 - 

It reads in 'a purely qualitative way as ‘*carbon reacts with oxygen 
to form carbondioxide.” But its quantitative meaning is : “one 
atom pf carbon unites with one molecule of oxygen to yield one 
moleciiie of carbondioxide.” Also 


G 4- O 2 = CO 2 
12 32 44 


Expressing the atomic weights and molecular weights in grams, we 
may interpret the equation thus : one gram atomic weight of carbon 
unites with one gram molecular weight of oxygen to produce 1 gram 
moteeulof weight of carbondioxide. The gram atomic weight of carbon 
is 12 ; the gram molecular weight of oxygen is 32 and that of carbon 
dioxide 44. Consequently the full significance of- the equation is : 
12 grams of carbon unite witht32 grams of oxygert to give 44 grams 
of carlSon dioxide. It will be established later that one gram 
molecular weight of any gas occupies a volume of 22.4 litres at 0‘*C 
and at a presswe of 760 mm. of mercury, i.e., at N.T.P. 

C + Oa = COa 
12 22.4 litres 22.4 litres 


'The equation may, therefore, also be interpretted as : “12 grams of 
carbon unite. with 22.4 litres of oxygen at- N.T.P. to produce 2^.4 
litres o£ carbon dioi^de at N.T.P.” , 


. s f 
“i. r, 

4 


xjynltaliotw ut a chemical equation.—It cannot provide informations on the 
ij|y|lSfwhig anHmg othor pfinnts : » . 

Energy changes, i.e., if the reaction is exothermic or endothermic ; . 

state of the reactants and the products ; ' 

CutMUmst e.g., temperature, pressure and ^talyst, and modtu Oj^andr 
cC the reaction. . r 

Jtiite . at -whid) a reaction pn^eds and the time required |br its 
etmrMmi. > 


;*■ 


(?■ j 
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'l^alaaciag 

A chemical equation must satisfy the following points t 




(i) It should represent a* chemical change that tjoes reaUy take 
place. 

(ii) It must balance, i.c., it must conform to the law of conservation 
of mass and as such the number of atoms of each element on 
«thcr sides of the sign of equality must be. same. 

(iii) All the substances appearing in equation should be 
represented by their molecules —^representation of elements 
must also be molecular and not atomic, except in the case of 
monatomic molecules like Na and Hg etc. Usual practice is 
to represent elementary gases by their molecular formulas 
c.g., Hj, O 2 , N 2 , CI 3 , F 2 » Solid elements in the uncombined 
state are denoted by ^eir symbols only, such as the metals 
Zn, Al, Fe, Sn, Pb, etc., and the non-metals C, Si, B, Si 
etc., since the number of atoms in a molecule of a solid 
clement is sometimes though not always^ variable or indefinite. 


niastratlons.- 
first: 


-For simple reactions such as formation of water from its elements. 


molecular 


(2) Write a skeleton equation denoting-the compounds by their 
formulae and the elements by their symbols, as 

Hydrogen + oxygen « water 
H -b O « H,0 

(ii) Balance the equation such that every atom on the left is found on the right 
of the eqiiation, hence 

2H + O « H,0 

(iii) Finally, represent every substance by its molecule, thus 

2H, + O, » 2H,0 

The steps involved in arriving at a balanced chemical equation are frlustrated 
by the following examples : 

(i) Iron reacts with oxygen to yield ferric oxide. » 


Iron 

+ 

oxygen 

-» •ferric oxide 

Fe 

+ 

0 

■cs Fc,0, 

2Fe 

+ 

30 

« Fe,0, 

4Fe 

+ 

30, 

- 2Fe,0, 


Equation (iii) is the properly balanced equation. 

(ii) Nitrogoi combines with red-hot magnesium to produce magnenum 
nitride. 


Magnesium 

+ 

nitrogen 

» magnesium nitride 

Mg 

+ 

N 

- MgJ^, 

3Mg 

4- 

^5;5■2N 

Mg,N, 

3Mg 

+ 

' N, 

- Mg,N, 


The last equation is'the properly balanced one. Ma^esium nitride is ^tecomposod 
by water to ^eld magnerium hydroxide and ammonia. 

Mag n es i um mtride + water magnesium hydroxide d* ammonia 

Mg,N, + HOH - Mg(OH), s + NH, ... (i) 

MftN, + 6HOH - SMg(OH), + 2NH^ ... (S) 

Equation (ii) is properiy balanced—water u writteh here as HOH for convehieiiiB.. 
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(uQ Ckimmoa salt reacts vvith hot ud strong sulphuric acid to produce sodium 
sulphate and hydrochloric acid. 

Common salt 4* sulphuric acid » sodium sulphate 4* hydrocliioric add 

NaQ 4- HjSO* = NajSO, 4- HCI ... <i) 

2Naa 4* H,S 04 =. Na,SC^ 4- 2Ha ... '(li) 


H,S 04 


NajSGi 


2Ha 


(iv) Carlin dioxide turns lime water milky due to the formation of a white 
precipitate of calcium carbonate and water. 


.Lime water 4- 
Ga(OH)a c4- 


carbon dioxide 
GO, 


Calcium carbonate 4* water 
CaCO, 4* H|0 


«(v) Chalk dissolves in hydrochloric add with an effervescence of carbon 
dioxide : 

Chalk 4* hydrochloric acid = calcium chloride 4- water 4* carbon dioxide, 
CaCO, 4- HCI = GaCl, 4- H,0 4- CO, ... (i) 

CaCO, 4- 2HC1 « CaCl, 4- H,0 4- CO, ... (li) 

Equation (ii) is properly balanced. 

(vi) Ammonium chloride reacts with slaked lime giving ammonia : 

Ammonium chloride 4* slaked lime caldum chloride 4- water 4- ammotua 

NH 4 a 4- Ca(OH), = CaCI, 4- H,0 4- NH, ... (i> 

‘Balancing, 2NH«a 4- Ca(OH), CaCl, 4- 2H,0 4- 2NH, ... (i^ 

Balancing by Partial Equations. —When it is comparatively difficult to balance 
a diemical equation by impection, it is advisable to arrive at the balanced equation 
by writing down the equation in steps—the steps representing the possible course 
of re^tion. Each sc^ is represented by a separate partial equation, and the partial 
equations are finally' added to get the balanced equation—^if and when necessary, 
the partial equations are multiplied by suitable ^integers, for correctly balancing the 
final equation. The method is illustrated by a few examples ; ' : 

(i) Hot and concentrated sulphuric acid reacts with copper turnings to {iwoduce 
sulphur dioxide : 

Sulphuric acid decomposes into water, sulphur dioxide and oxygen. The 
oxygen then converts copper into copper oxide which dissolves in the sulphuric 
aad to give copper sulphate and water. 


HjSO, 
Cu 4- O 

=> H,0 

= CuO 

4* 

SO, 

4- O 

CuO 4* HjSO, 

*= CuSO, 

4* 

H,0 


Cu 2 H,S 04 

=a GuSO,* . 

4* 

2H,0 

+ SO, 


{u) Copper reacts with moderately strong nitric acid to yield nitric oxide. 

• 2HNO, « H,0 4-2NO 4* 30 
• 3Cu 4- 30 « 3CuO 
3CuO 4- 6HNO, » 3Gu{NO,), 4- 3H,0 


3Cu 4- 8HNO, = 3Cu(NO,), 4- 4H,0 4-2NO 
,(ffi} Sodium decomposes cold water to yield caustic soda and hydrogen. 

H,0 4'2Na « H, 4-N%0 

Na,0 4- H,0 2NaOH 


2Ha 4>2H,0 


2NaOH 
2NaOH 4- H* 


(hr) Hydrogen peroxide reacts with a solution ^potassium 
with culute sulphuric acid, evolving oxygen in the cold. 

,! Potassium permwganate decomposes in die acid solution 
and. fiogmint osddes of potassium and_jnangi^ese wbi<^ are nmtrwued 
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by svJphuric acid to give salt and water. Hydrogen peroxide also brealcs 
op releasing oxygen. The equation may be built up as follows : 

2 KMn 04 = K,0 + 2MnO + 50 
KjO + H,S04 « KjSO* + H,0 
2MnO + 2H,SO* = 2MnSO* + 2HaO 
5H,0, = 5H,0 + 50 
50 + 50 =* 50, 


2KMn04 + 3H,S04 + 5H,0, = K,S04 + 2MnS04 + 8H,0 + 50, 

(v) Potassium iodide reacts with hot and concentrated sulphuric acid, evolving 
violet vapours of iodine : 

2KI + 2H,S04 *= 2 KHSO 4 + 2HI 
H,S04 »= H,0 + SO, + O 
2HI + O = H,0 + I, 

2KI + 3 H,S 04 = 2 KHSO 4 + 2H,0 + SO, + I, 

(vi) . Sulphur dioxide reduces a solution of potassium dichromate acidified with 
dilute sulphuric acid—the colour of the solution changing from orange 
yellow to green. Potassium dichromate breaks up giving oxygen and oxides 
of potassium and chromium which dissolve in acid to produce salt and water. 
The liberated oxygen converts sulphur dioxide into sulphur trioxide which 
with water gives sulphuric acid. 

K,Gr ,07 *= K.,0 + Cr,0, +30 
K,0 + HjSO, = K,S04 + H,0 
Cr,0, + 3 H,S 04 *= Cr,(S 04 ), + 3H,0 
3gO, + 30 = 3SO, 

3SO, + 3H,0 « SHjSO, 


K,Cr,0, + H,S 04 + 3SO, = KjSO, + Cr,(S 04 ), + H,0 

(vii) Chlorine oxidises sulphurdioxide water into sulphuric acid. 

Cl, + H,0 2HC1 + O 
SO, + O = SO, 

SO, + H,0 = H,S04 

Cl, + 2H,0 + SO, = 2HC1 + H,S04 
(viii) Ozone liberates iodine from potassium iodide solution : 

O, =» O, + O 

2KI + O = K,0 + I, 

K,0 + H,0 « 2KOH 

2KI + O, + H,0 » 2kOH + O, + I, . 

(ix) Sulphur dioxide reduces cupric chloride into cuprous chloride. 

2CuCI, = 2CuCl + 2G1 * 

H,0 + SO, + 2G1 *= 2HC1 + SO, • 

SO, + H,0 = HjSO, 

2Gua, + SO, + 2H,0 « H,S 04 + 2HG1 + 2GuCl 

Exercises 

What do you imderstand by the terms tOom, molecuU, vaUtuy ? 

Write down the formulae, and calculate the molecular weight of the following 
compounds : cappei sidphate, calcium bicarbonate, ferric sulphate, ferrous sulphate, 
aodium tnsuk^te, ammonium mbonate, stannic chloride, mercuroui dhiorid^ 
aluminium ferric hydroxide. 

2. Write down the equations for the following reactbns : 

t irofii h heated in a current of chloriiK. 

the^aedpn of ainc on copp» sulphate solution, 
the bt^ihg phosphorus in air. 
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a knife blade is dipped into copper sulphate solution, 
the combination of phosphorm and i<^ine, 
the decomposition of limestone by heat, 
the action of dilute sulphuric acid on iron filings, 

(h) the action of heat on imtassium chlorate. 

Translate the following equations into symbols : 

(i) limestone + hydrochloric add « calcium chloride + water + carbon 
dioxide, 

(ii) barium chloride + sodium sulphate » barium sulphate + sodium 
chl«ride, 

(iii) sodium chloride + sulphuric acid « sodium bisulphate + hydrochloric 
acid, 

(iv) silver nitrate 4* sodium chloride s silver chloride + sodium nitrate^ 

(v) sodium + water — caustic soda + hydrogen, 

(vi) sulphuric add + iron •= ferrous sulphate + hydrogen, 

(vi" calcium oxide -f water » slaked Itme, 

(vii ferric oxide + aliuninium >=> aluminium oxide + iron, ^ 

(u sodium hydrixode + hydrochloric acid >= sodium chloride + water, 

(3 lead nitrate lead monoxide + nitrogen dioxide + oxygen. 

Explain why both sides of a chemical equation must balance, Ralann* thi* 


follow equations : 


« (a) Fe,0, + CO = Fc + CO, ; (b) Ca + H,0 =* Ca(OH), + Hu 

(c) KCIO, = KCl O, ; (d) Sn + Q, = SnCl, 

(e) PbS + H,0, =. PbSO, + H,0 ; (f) H, + O, = H,0. 

What information does the equations : (a) 2H, + O, » 2H,0 ; 
(b) C + O, CO„ convey to you ? Balance the following equations : 

(i) Fe + Hd » FeCl, + ; (ii) Ca(OH), + HCl « GaCl, + ; 

(iii) P + O, = ; (iv) Pb(NO,), - PbO + NO, + ; 

(v) CuSO, + Fc *= FeSO, + j (vi) A1 + Cls = AlCI,. 

What is a chemical equation ? On what principles is it formed and what does 
It convey ? What information it does not convey ? {/. P. Boardf *31 

7. What are the essential characteristics of a chemical equation ? What are 
its drawbirnks ? Balance the following equations. 


(i) KMnO, + H,S 04 + H,0, = K,S 04 + MnS 04 + H,0 + O. 

(ii) As,0, + SnCl, + HCl = SnC^ + As + H,0. 

(iii) C,H, + O = H,0 + CO,. 

(iv) Cu + HNO, = Cu(NO,), + H,0 + NO. 

8. Discuss the importance of a chemical equation. Write equations for the 
following reactions : (a) action of chlorine on caustic soda solution, (b) action of 
nitric am on copjxr, (c) action of ozona on potassium iodide solution, (d) acdon 
of catnfic sodi solution on phosphorus, and (e) action of heat on barium carbonate. 


IV 

ACIDS, BASES, AND SALTS 

Adds. —is found that certain properties are shared by all adtii; 
all acids, for example, have a sour taste*-*the very name acid coibcs 
£n>m a Ladn word meaning sour. Adda timi bine Utaosui fid | 
thts* wiMsn a few dro];» of blue litmus soludon are added to a litde 
dilute sulphuric^.acid in a test tube, the entire solutibrn tumg 
Magiy adwb» acting on certain metals, wodd liberate gHi. 
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When a little dilute sulphuric acid, for example, is added to a piece 
of granulated zinc in a test tube, there is a brisk evolution of hydrpgcn 
gas. The gas may be burnt in a jet with a pale blue flame. The 
above properties are not, however, sufflciently precise to define an 
add. 

fltcid is a compound containing one or more replaceable hydrogen 
atoms which may he partially or wholly replaced by a metal forming a salt, 
when acted upon by certain metals, metallic oxides, and hydrr^des. * 

Thus, iron reacts with dilute sulphuric acid, producing ferrous sulphate and 
liberating hydrogen ; ferrous sulphate is the salt of sulphuric acid. 

Fe + HjSO, = FeSO* + H, 

Zinc o»de reacts with sulphuric acid producing zinc sulphate (which is a salt 
of sulphuric acid), and water : 

ZnO 'f' H,S 04 » ZnS 04 ■f’ HjO 

Calcium hydroxide dissolves in nitric acid forming calcium nitrate and vmter ; 
calcium nitrate is the salt of nitric acid. 

Ca(OH )4 + 2HNO, = Ca(NO,), + 2H,0 [ 

• The acids are divided into two classes : the hydracids and the* 
ozyacids. The hydracids do not contain oxygen—^besides hydrogen 
they contain another non-mctallie clement (or radical) only. 

They take the affix pic and the prefix hydro- in their names c.g., 
hydrofluoric acid, HF ; hydrochloric acid, HCl ; Ifydrobromic add, 
HBr ; hydriodic acid, HI ; Hydrocyanic acid, HCN. 

The oxyacids contain oxygen—^besides containing both hydrogen 
and oxygen they contain another element (or radical). 

The ending -ic or -oas are used to denote acids containing more 
or less oxygen respectively,^.g.. 

Sulphuric acid H,S 04 Sulphurous add H^SOs 

Nitric acid HNOa Nitrous acid HNOj 

Chloric aied HaO, Chlorous acid HCIO, 

Phosphoric acid HaPOa Phosphorous add HjPOs 

The oxyacids containing less oxygen than the -ous acid, have the 
affix -ons and the prefix h 3 rpo- in (heir names. * The oxyacids having 
more oxygen than the -ic acid, carry the affix -ic and the prefix; per- 
in their names, e.g.. 

Phosphorous add HjPOa Hypophosphorous add HaPO| 

Chlorous acid HClOa Hy^chlorous acid HCIO 

Chloric acid HaO, Perchlorit; acid HClOt 

The common mineral adds are hydrochloric acid, HQa 
sulphuric acid HjSO^, and nitric acid, HNOa* 

Thloacida.— ^Thio adds are derived from oxyadds by partial ox complete 
replao^ent of ojw^n by sulphur. Thiosulphuric, HiSjOa, may be considered 
as derived firom sulphuric add HaSOa, by the replacement of one oxy|^ atom by 
one sulphur atom. Sodium thiosulphate, NaaSaOa, SHjO, also callra hypo, is the 
wdl-known salt of thiosulphuric add. Cyanic ac^ is HCNO ; tUocyamc add 
a HCNS ; potassium thiocyanate, also called potassium sulphocyanide, is KGNS; 

S«lt®.|-Thc term salt is commodly applied to sodiujm diloride 
N^Cl, also known commn sdt* But the term salt in ehemisti^ 
refers to ^e products formed by the displacement of rqplmeeablb 
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hydrogen atom of acids by mctak— normal salts arc produced by 
the complete replacement, and acidl or bisalts by partial replacement 
of the rqplaceable hydrogen atoms. A salt is, therefore, a compound 
in which the replaceable hydrogen atoms of an acid have been 
replaced by a metal. Thus, sodium sulphate Na 8 S 04 , is a salt, since 
it is ^phuric acid H 2 SO 4 , in which two hydrogen atoms have ibeen 
rq>laced by two atoms of sodium. Similarly, sodium chloride NaCl, 
is a salt, because it is hydrochloric acid HCl, in which the hydrogen 
atom has been replaced by sodium. Salts of hydracids end in -Ide* 


Acid 

Hydrochloric acid HCl 
Hydrobromic acid HBr 
Hydriodic acid HI 
Hydrofluoric acid HF 
Hydrocyanic acid HCN 


Sodium salt 
Sodium chloride NaCl 
Sodium bromide NaBr 
Sodium iodide Nal 
Sodium fluoride NaF 
Sodium cyanide NaCN 


1) 


The ter min ation -ite is affixed to the name of the salt of any -ous 
sudd, and -ate to the salt of any -ic acid. 


Acid 

Sulphuric acid HiSO« 
Sulphurous acid H2S94 
Nitric acid HNOs 
Nitrous acid HNOg 
Carbonic acid H^COa 
Phosphoric aci^ H3PO4 
Hypochlorous acid HOCl 
Chlorous acid HCIOg 
' Chloric acid HClOs 
Perchloric acid HCIO4 


Sodum salt 

Sodium sulphate Na 2 S 04 
Sodium sulphite NaaSOy 
Sodium nitrate NaNOy 
Sodium nitrite NaNOa 
Sodium carbonate NajCOy 
Sodium [^losphate NayPOa 
Sodium hypochlorite NaOCl 
Sodium chlorite NaClOa 
Sodium chlorate NaCIOa 
Sodium perchlorate NaClOa 


Salts may contain metals wliich exhibit variable valency. In 
inch cases, when the metal shows the lower valency, the metallic 
portion of the name ends in -ousj and when it exhibits higher val«icy, 
it takes the affix -ic, c.g. 


Ferrous sulphate FeSOa Ferric sulphate FctfSOa)* 

Stannous chloride SnCly Stannic chloride SnCla 

Cuprous chloride CuCl Cupric chloride CuCly 


Sodium hydrogen ^mlphate^ NaHS 04 , is an acid salt of sulphuric 
acid ; it ^11 contains replaceable* hydrogen, and a solution of it turns 
blue litmus red. It is also called sodium bisulphate ; it contains the 
univalent bisulphafc radical HSO4. 

The formula tor. sodium bicarbonate is NaHCOs ; it is an add salt 
of carbonic acid HgCO^. The bicarbonates contain the, bicarbonate 
. racUcal HCO 3 , which is univalent. Calcium bicarbonate has the 
ibrnivla Ca(HG 08 ) 2 . 

Base 8 »-\]\ base is a compound (the oxide due hydr(»dde qt a 
xnetal) whi(^ reacts with an acid to produce a salt and water oilly. 

(IV Guixie oxide dissolves in sulphuric acidl, prddudng cupiie sutphal^ “and 
f CuO + H,S 04 =* CUSO 4 + H,0 1; 

.-' t (Uy Sodiwtn hydroxide reacts vrith sulphuric add, forming ib^um tdh^te 
: 2NapH + HaS 04 «»fta,S 04 + 2 H ,0 

’ ;.*lW.achitaIt sodium bbulphate is fiDrmed whealeiier amount of locfiumrlwdvt^tt 
+‘B^O*«NsH$04 + H,0. . 7 - ,,I’:. 5. 
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(iii) Aluminium oxide reacts with stilphuric add producing aluminium sulphate 
-and water : Al^Os + SHtSOf « Ala(S 04 ), + 3H,0 

(iv) Ferric oxide dissolves in hydrochloric add, forming ferric chloride and 
water : Fc,0, + 6HC1 =* 2FeGl, + 3H,0 

An oxide of a metal, if soluble in water produces hydroadde* 

Na^ + HjO •= 2NaOH (sodium hydroxide) 

K^O + HgO 2KOH (potassium hydroride) 

CaO + HjO =• Ca(OM)a (calcium hydroxide). . 

The hydroxides of met^s are compounds of metals with the 
hydroxyl group, OH ; the metallic hydroxides are basra. ) 1' 

Soluble hydroxides are called alkalis. —The tarm alkali is, 

therefore, applied to bases which are soluble in water. In addition 
to their property of forming salts with acids, the alkalis possess the 
following properties ; (i) their solutions turn red litmus solution blue ; 
(ii) their solutions have a soapy feel when rubbed between the fingers. 

Such substances as sodium hydroxide (also called caustic sodeC), 
potassium hydroxide (also called caustic potash) ^ and calcium hydroxide 
which are soluble in water, are called alkalis. A solution of calcium 
hydroxide is known as lime water. « 

Insoluble hydroxides, such as aluminiitm hydroxide Al(OH )9 
and ferric hydroxide Fe(OH) 3 , are not alkalis, but they are bases ; 
and consequently, all bases are not alkalis, but al l alkalis are bases.. 

Ammonia NH, dissolves in water producing ampionium hydroxide 
which is alkaline : NH 3 + HgO = NH 4 OH (ammonium hydroxide). 

Exercises 

1. Write down the names and formulx of the sodium salts of the following acids : 
nitrous, hypophosphorous, perchloric, hypoclilorous, carbonic, sulphuroiu, hyd^iodic, 
and sulphuric. 

Name three most important mineral acids. 

2. What is meant by a trise ? Is there any differmce between a base and 
an alkali ? Is sodium carbonate a base ? 

Explain what happens when : 

fa) water is slowly added to a Itunp of quick lime, 
m dilute sulphuric acid acts on granules of zinc, 

(c) concentrated hydrochloric acid acts on ferric oxide, 

(d) caustic soda solution is slowly added to some hydrochloric add which 

has been coloured red with litmus solution, • 

(e) strong hydrochloric acid acts on tin, 

Cf) dilate h^rochloric acid acts on sodium carbonjite. 

3. Define the terms ocu/, daw, and seUl. What are th^ properties of an add ? 

A solution turns blue litmus red. Is this a sufficient inormation to call the solution 
an add ? • 

What informaUon does this equation— 

NaOH + Ha = Naa + H,0 

ctmvey to you ? 


V 
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Matter consisting of one substance only is said to be pm. Thus, water is a pxire 
fUbitano^ since it contains nothing but water. A sample of mtiddy water, on 
other lumd, is impure, sqtce. it contains other thinn besides water. In order to 
study the properties of a substance it must be obtained in the pure state. A speqiinan 
dt a pure substance is simply a collection of identical mole^es. * 
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Solution. —When a little common salt is shaken in a test tube 
with water, it seems to disappear, giving a homogeneous i.e., |a 
uniform mixture. No trace of the salt can be found, when the liquid 
is examined imder the most powerful microscope. The common 
salt is said to be dissolved in the water, and a solution has been 
formed. When, however, the common salt is added in successive 
small amounts to water, and the mixture is stirred, the salt dissolves 
up to a certain point only, forming a uniform mixture ; after this the 
salt no longir passes into solution, but settles down unchanged. There 
is thus a limit to the amount of salt that may be dissolved by a given 
quantity of water at a particular temperature. The composition of a 
solution is variable^ because the quantity of salt that dissolves in a given 
amount of water may vary. The composition of a solution may vary within 
certain limits^ but that of a compound is fixed and definite and can not vary. 

A solution is a homogeneous mixture of two or more substances which 
has the same composition and physical properties in every part, the composition 
of the mixture being, however, capable of variation within certain 
^ limits. The different substances arc uniformly and intimately mix^d 
with each other in a solution. 


The common salt that has dissolved in the water, still exists as 
salt and may be easily recovered by driving off the water by boiling 
« the solution in art evaporating dish or basin, 

usually made of porcelain. When all the 
water is driven off as steam, a white 
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deposit of common salt is left in the 
dish ; a deposit such as thb, is called a 
residue. The solution is said to have been 
evaporated to dryness, and the process 
is Imown as evaporation. The solution 
is evaporated on a water-bath (fig. 10) to 
avoid any loss by spirting. 

A solution may be a solid, liquid, or a gaseous 
mixture. Air which is a mixture of nitre^n 
and ox^en mainly, is a gaseous solution. The 
addition of alcohol to water produces a homogeneous 
mixture of two different chemical substances 
uniformly and intimately mixed with each other ; 
this is a liquid solution. 


It b obvious that a solution must consbt of at least two 
substances—tlic substaifce which has dbsolved and that which 
dissolved it. The dissolved substance is called the solute, and the 
dissolving medium b called the solvent. It may, therefore, be 
written : 


solution = solute -f- solvent. 


^ The solute distributes itself uniformly throughout the solvent 
without having any tendency to settle on standing. A solution b 
,;taid to be dilute or concentrated according as the amount of solute 
ib relatively small or large. Sometimes the terms weeds or strong are 
1 ) 8 ^ in a similar sense. 
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A much more precise meaning is conveyed by what is called 
concentratioii of the solution, which b generally expressed as the 
number of grams of dissolved substance per 100 grams of the solvent. 

Q/iite commonly when one substance dissolves into another, it is a convendon 
to designate as the solvent that component which is present in larger proportion, 
and to name the other component the solute. But this designation is rather arbitrary, 
particularly when two liquids are miscible in all proportions. 

Water is a very common solvent. But it must not be assumed that water is the 
only solvent. Many substances like rubber, oils, grease, wax, tar, etc., are not soluble 
in water. Tar, oil and grease are, however, readily soluble in petrol, and hence 
the use of petrol in the dry cleaning of dirty clothes. Varnish is a solution of shellac 
in methylated spirit. Petrol, benzene, methylated spirit, and turpentine are a few 
solvents of everyday use. Alcoholic solutions of m^icines are called tinctorcs or 
«pirits, e.g., tincture of iodine ; spirit of camphor. 

It must be remembered that when a solution is referred, it is not necessarily a 
solution of a solid in a liquid. Gases may dissolve in liquids ; carbon dioxide, for 
example, is appreciably soluble in water—‘aerated waters* such as lemonades and 
soda waters are but aqueous solutions of carbondioxide under pressure. Some 
liquids will dissolve each other. Alcohol dissolves in water in all proportions. Gases 
always dissolve each other in all proportions. The air is a gaseous solution. Many 
solids dissolve some other solids producing a homogeneous mixture of solids, referrea 
to as solid solutions. When gold is melted and some silver is added, the silver dissolves 
in the gold, and on cooling, a solid solution is produced. Solids may also dissolve 
gases ; palladium dissolves hydrogen forming a solid solution. 

There arc may substance which do not dissolve in watci^; they are said to be 
insoluble. Thus, chalk, glass, stone, most metals, sand, cotton, paper, etc., are 
but few of the insoluble materials. 

Filtration. —^When a mixture of some sand and common salt is 
shaken with water, the salt goes into solution while the sand particles 
remain in suspension. On standing, however, the sand, being heavier, 
slowly settles down to the bottom, finally leaving a clear liquid at 
the top, sometimes called the supernatant liquid. The settled solid 
is known as the sediment, and this process of settling down of heavy 
solids is referred to as segmentation. 

The clear supernatant liquid at the top may be carefully poured 
off without disturbing the settled solids at the ^wttom. This process 
of pouring off the supernantant liqtiid without disturbing tjie sediment 
is known as decantation. 

• 

When a sample of turbid muddy water is allowed to staiti undistiu-bed for some 
time, the suspended particles of sand and clay, etc., slowfy settle and sink to the 
bottom, and consequently the tiu:bidity clears. , 

But like such materials as sand and clay, there are many 
insoluble solids which do not settle quickly. Their separation is 
effected by filtration. 

Filtration is a process in which a liquid is separated from insoluble 
solids by pouring the mixture {of liquid and insoluble substance) into some 
porous materialt such as filter paper^ cloth^ etc.f which allows the liquid to 
pass through but retains the suspended solid particles. 

In the laboratory a special blotting paper, known as filter paper, 
is usually employed as the porous medium. A circular piece of ilto: 
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paper is folded into quarters, and then opened out with three quarters 
CMi one side and one on the other (fig. 11). It is then fitted in a glass 



Fig. 11 

funnel, which may be held in a filter stand. On pouring the mixture 
of liquid and insoluble 
solid into the filter paper, 
the liquid passes through 
the pores of the paper 
and is collected in a 
beaker below—the sus¬ 
pended solid particles are 
too large to pass through 
the pores and are held 
back. 

The * liquid passing 
through the filter paper is 
called the filtrate and the 
solid retained on the filter 
paper is called the reslcfiie. 

Hot solutions filter more 
rapidly than cold ones. 

Figure 12 is a hot filter. 

Filtration under reduced 
pressure is a much quicker 
process. 

For quick filtration in the laboratory a fmuiel with a perforated dis^ usually 
a Buchner funnel, is fitted into a oiosed flask in which a partial vacuum is creatra 
. by a water suction pump. The filter paper is laid on the disc. The atmospheric 
pressure acting on the surface dT the liquid in the funnel farces it through filter 
pfl^ into die flask (fig. 13). 
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yaaam fillers used in industrial processes act on the same principle. 

To aeparate a mixture . 

of Chalk and common T 

mlt—Chalk, also called calcium 
carbonate, is insoluble in 
water; salt dissolves. Some t 

of the mixture is stirred with 
water, using a glass rod, in a 
beaker, and poured in thin 
stream into the filter paper 
fitted in a glass funnel and 
moistened with water—care 
being taken that none comes 
over the top of the paper. 

The filtrate is collected in an 
evaporating dish, and evapo¬ 
rate over a wire gauge on a 
tripod stand. The common 
salt is left as a residue after 
evaporation. Fig. 13 

The chalk is retained on the filter paper. Several portions of water are pou^^ 
over the chalk to wash it free from any adhering salt solution. The filter paper 
the funnel is then dried, and the residue of chalk is separated from the filter paper. 

Sand (insoluble in water) and common salt can be separated in the same vray 
(h>m their mixture. 

To separate gan powder into its constituents. —Gunpowder 
is an intimate mixture flf about 6 parts of potassiunj nitrate, one part 
sulphur, and one part charcoal. Of these, only potassium nitra^, 
also called nitre or saltpetre, is soluble in water. Sulphur dissolves in 
carbon disulphide, but charcoal is insoluble in this reagent. 

To obtain all three constituents from a given sample of gun 
powder, some of it is shaken with sufficient quantity of carbon 
disulphide to dissolve out all the sulphur, and filtered. The ffiirate 
is collected in an evaporating dish, and allowed to evaporate by itself. 
Lemon-yellow crystals of sulphur will deposit in the dish. Carbon 
disulphide being very inflammable^ should be kept away from flames. 

The residue of nitre and charcoal is held back on the filter oaj^r ; 
this is dried to remove any adhering carbon disulphide. The residue 
is then separated from the filter paper and stirred with sufficient hot 
water to dissolve out the nitre and filtered. • 

The filtrate is collected in a basin, and evaporated to dryness, 
when the potassium nitrate is obtained as a coloml«s residue. The 
charcoal is left as a black residue on the filter paper ; it is washed with 
water to free from nitre solution, dried in a steam oven and separated 
from the filter paper. 

GUNPOWDER 

A mixture of nitre, charcoal and sulphur. Add carbon disulphide ; shake ; filter. 


Nitre and charcoal; dry ; treat with 
boiling water ; filter. 


Filtrate 

Solution of sulphur ; evsyoratc ; residue 
yellow crystals of sulphur. 


Rendue 

Charcoal; wash with water ; 


j_. > ..... 


Filtrate 

Solution of nitre ; evaporate ; 
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Asbestos, sand, cotton, glasswool, etc. are often used as filtering 
medium. 

Solution of solids in liquids. —^The most important solutions 
are formed by dissolving solids in liquids. As already mentioned, 
there is a limit to the amount of solute that may dissolve in a given 
quantity of water at a particular temperature. When, for example, 
sugar is ac|ded gradually in successive small amounts to water, and 
stirred, it dissolves in water up to a certain extent only ; after this, 
the sugar no longer passes into solution but simply settles out 
unchanged. The solution is then said to be saturated with sugar 
at the temperature of the experiment. 

A solution is said to be saturated at a given temperature when it can exist 
unchanged in contact with the excess of th. undissolved solute. 

A saturated solution, therefore, contains the maximum amount of 
a solute in the dissolved state at a given temperature ; if the solution 
contains less, it is said ^ unsaturated. An unsaturated solution, 
therefore, dissolves more of the solute when brought in contact with it. 

A solution is said to be super-saturated, i.e., more than 
saturated, when it somehow holds more ‘solute than what should 
be present in its saturated solution at a given temperature. 

Sometimes it happens that when a hot saturated solution is cooled in absence of 
any dust or undissolvcd solute, the excess of the solute (i.e., the amount of substance 
which can no longer be held in solution in the lower temperature) is not thrown out 
of the solution ; the solution is then said to be super-saturated. Such super-saturated 
solutions are very unstable. Stirring and scratching the wall of the container or 
the presence of a little dust throws the excess solute out of the solution. An infallible 
method of making a super-saturated solution throw the excess solute is to drop in 
a small crystal of the solute into the solution ; the added crystal provides a centre 
about which the excess solute separates. 

To make a super-saturated solution of hypo. —A super-saturated solution 
of sodium thiosulphate,* Na,S,03.5H,0 also called hypo, is very easily obtained 
by simply heating the solid substanc^. Hypo contains combined water ^own 
as its water of crystallisation, and when heated it dissolves in this water. 

A large test tube is half filled with crystals of ‘hypo’, and its neck plugged with 
cotton wool to prevent the entrance of dust. The tube is then heated in a beaker 
of boiling water. The hypo melts in its own water of crystallisation and forms a 
super-saturated solution. When this solution is carefully cooled, this remains liquid, 
and no hypo is deposited—and this is in spite of the fact that initially the entire amount 
of hypo was present as dry crystals. On removing the plug and putting into the 
liquid a small crystal of hypo, the liquid at once begins to solidify. 

Liquid honey is a super-saturated solution of sugar mainly ; on long standing 
the sugar will crystallise. 

SolnlriUty. —Solubility depends much upon the chemical nature 
of the solute and of the solvent. Common salt, for example, is soluble 
in water, but not in alcohol % while in the same solvent water, hypo 
is much more soluble than the common salt. Substances differ 

ariv in the extent to which they dissolve in water. 
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Increasing the surface area of solid by powdering hastens its 
solution greatly. An a^aU mortar and pestle (fig. 14) is generally 
used to powder a solid in the laboratory. 

The solubility of a solid generally increases with 
the increase of temperature. The solubility of different 
solutes may not increase to the same extent with the 
rise in temperature ; the solubility of nitre, for example, 
incre ases much^ mo ic r apidly. with tempe rature than 
^t of Ac common-salL. The solubility of some Fig* 14 
substances, such as sodiun^i^phatc, first incr<Mses and A^.dec rcascs 
wiA temperature. "Tor 'ev^y temp^atiife thwe is a maximum 
saturation solubility. It is, Aerefore, convenient to have some 
standard to compare the extent of solubilities of different substances 
in solvents. 



The solubility of a solid in a solvent at a given temperature is the number 
of grams of the solid which dissolves in 100 grams of the solvent to give a 
saturated solution at that temperature. 

Let X gm. of a solute saturate y gm. of a solvent at <®C, Aen its. 
solubility at fO = 100 xfy. ^ 

ff m gms. of solute be present in w gms. of its saturated solution 
at <®C, then its solubility at = 100 ml{w-m). 


When it is mentioned that (fie solubility of common salt in water is 36.0 at 20”C 
it means that 100 gm. (or 100 c.c., since I c.c. of water weighs, tcry nearly, 1 gm.) 
of water will just dissolve 36.0 gm. of common salt at 20°C to yield a saturation at' 
the said temperature. 

Determlaation of solubility of nitre. —Suppose it is required to determine- 
the solubility of potassium nitrate, also called nitre, in water at the temperature 
of the room i.e., it is required to find out the weight of potassium nitrate which will 
just saturate 100 gm. of water at the temperature of the laboratory. 

For this, a saturated solution of potassium nitrate is first prepared by stirring 
some powdered potassium nitrate with water in a test tube at the room temperature 
so that some excess solid is left over at the bottom of the tube—a fact that ensures 
that the solution is saturated. 

The saturated solution is then filtered into an evaporating dish or basin, which 
has been weighed previously. The whole is then weighed again. The rantents. 
of the dish are then carefully evaporated to dryness over a small flame or on a water* 
bath—care must be taken to avoid loss of salt by spiriting^ and to ensure that the- 
residue is perfectly dry at the end of heating. The dish with the dry salt is th«i 
cooled in a desiccator and weighed again. * 

Let Weight of dish a gm. 

Weight of dish + nitre solution b gm. • 

Weight of dish + nitre c gm. • 

.*. weight of nitre (c—a) gm. 

.’. weight of water (b—e) gm. 

i.e., (b—c) gm. of water dissolves (c~a) gm. of nitre 

/c— 

100 gm. of water dissolve X100 gm. of nitre, whiA is, therefon^ the 
solubility of nitre. 


Solubility of common salt can be similarly determined. 

The experiment may be repeated to determine the solubility at different 
temperatures, using a thermostat, which is an arrangement to obtain constant 
temperatures. The following resulte for potassium nitrate and sodium sulohata^ 
(Glauber’s salt) are'illustrative. 

Temperature 0* 10* 20* • 40* 60* 80* 100* 

Potassium nitrate 13.3 20.9 32 64 110 169 246 

Gla«ibar’s s^t 5.0 9.0 19.4 49 45 44 43 
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The solubilities in grains per 100 gm. of water, are plotted against the temperatures. 
<ng. 15). 



Fig. 15 


Solubility curves.—The 

dependence of solubility on 
temperature is represented 
graphically by means of 
solubility curves, in which 
the abscissae represent the 
temperatures, and the 
ordinates the solubilities. The 
figure 15 gives the solubility 
curves of some salts in water. 
It is seen that the solubility 
ciurvcs of different salts are 
different in type. The solubi¬ 
lity of some salts, e.g., 
potassium nitrate, increases 
rapidly with temperature, and 
hence their curves slopp 
upwards. The curve for 
common salts is very nearly 
horizontal, showing that it is 
hardly* more soluble in hot 
water than in cold. Some salts, 
such as sodium sulphate, be¬ 
come less soluble at high 


temperatures. 

The solubilii^ curvesj, the refor e, give dircedy the splubility_j5f a 
substence ..at a fdv en' tcinpcratm-e, anif also hcTp us to make ^ 
comparativ e i dea of the .solubilities, of different s ubstances. 

^The solubility curve also tells us how much of the substance will 
[ be thrown out of solution, when its saturated solution at a higher 
temperature is cooled to any lower temperature .') Thus the solubility 
curve tells us that the solubility of nitre is 110 at 60®C, and that at 
20®G is 32, and consequently whep. a saturated solution containing 
100 gm. of water is cooled from 60® to 20®, the amount of nitre 
deposited will be 110—32 == 78 gm. 

The curves alsQ give information as to which will deposit first 
when a mixed solution is subjected to evaporation. Thus, when a 
solution containing potaksium chloride and potassium chlorate in 
equal proportions, is being evaporated at 50®C, the curves tell us that 
the solution gets saturated with potassium chlorate first as its solubility 
is less than that of potassium chloride. Hence the potassium chlorate 
will be deposited first, and until the solution also gets saturated wi^ 
potassium chloride. 


Freedng mfaetnre.—When any soluble substance is added to water, the freeziiw 
point is lowered. If a dilute solution of common salt is cooled, the temperature fkU 
until pure ice bqpns to separate jiut below 0*G. The removal of water as ice 
increases the concentration of the solution, so that the freezing point falls progreuivdy, 
ainoe th^ lowering of freezing point is proportional to the concentration of the solution 
A ptylnf-.i^ however, soon reached when the water left in the solution is only just 
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sufficient to keep the salt in solution. On further cooling, both ice and salt separate 
together the temperature remains constant until the solidffication is complete. 
This minimum temperature at which the ice and salt separate tn masse is called the 
autectic temperature and the mixture of ice and salt separating is known as eutectic mixture. 
The eutectic temperature of ice and common salt is —21.2°C. So if ice and salt 
are mixed in the proportion required to form eutectic mixture, the temperature falls 
to —21.2®C, and ice and salt form what is called a freezing mixture. The temperature 
of a freezing mixture of ice and calcium chloride in the ratio 1 : 2 falls to — 55°C. 

Solutions of gases in liquids. —Liquids can dissolve gases. Carbon dioxide 
is fairly soluble in water. Air is slightly soluble in water—the dissolvqgl air supports 
the life of aquatic animals. 

Some tap water is taken in a large beaker, 
and a test tube full of water is inverted over the 
stem of a funnel placed in the beaker, as shown 
in the figure 16. The beaker is placed on a 
wire gauze over a tripod stand ; on heating 
bubbles of gas are collected in the test tube ; 
such water therefore contains dissolved gas. 
The dissolved gas in ordinary water is mainly 
air. 

Unlike solids the solubility of a gas in 
liquids decreases with rise in temperature. The 
solubility of gas, l^owever, increases with 
pressure. Soda-water is a solution of carbon 
dioxide in water under pressure ; when a soda- 
water bottle is opened the dissolved gas escapes 
in bubbles as effervescence owing to the reduction 
of pressure. • 

Solution of liquids in liquids^ —^Alcohol 
dissolves in water m all proportions, i.c., it 
is completely miscible. But there are liquids 
such as water and mercury, which are completely 
immiscible. Some liquids are partially miscible. 

Fig. 16 Thus, when ether is gradually added to water, 

it at first dissolves but up to a small extent only ; 
after which two distinct layers separate—the top layer is ether with a trace of water 
dissolved in it, while the bottom layer is mainly water containing, 
however, a little dissolved ether. The two layers can be separated 
by a separating funnel (Fig. 17). 

When the two layers of ether and water are shaken with a little 
iodine in a separating funnel, it is foimd that the iodine is 
shared between the two liquids, but m«st of it is dissolved 
out by the ether, as is evident from the darker brown colour 
of the ether layer. Ether may, therefore, be used to extract iodine 
from its solution in water. Carbon disulphide also extracts 
iodine—^thc solution in this case assumes a beautiful violet colcwr ; 
the carbon disulphide forms the bottom layer, as it is heavier than 
water. • 

The method is widely used for extracting many substances from 
their solutions in water. 

Suapeiiaioua uad emnlalons.— When such substances as 
particles of clay, flour, etc., which are insoluble in water, are 
shaken with water and allowed to stand—the solid particles 
slowly settle down to the bottom. Such mixtures are obviously 
heterogeneous and are called suspensions.^ 'l^en a liquid is 
suspended in minute drops into another liquid, the mixture is 
called an emulsion. Milk is an emulsion of J>utteifat, etc., in 
water. Fig. 17 

Distillation. —When an aqueous solution is evaporated it is 
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found that the water escapes as steam ; the steam may be condensed 
back into water by cooling. 

Distillation is the process of converting a volatile liquid into its vapour 
by boilingy and then condensing the vapour back to the liquid state by the 
application of cold : 

The process is useful in separating a volatile liquid from a non-volatile 
solid in solution or suspension. 



Fig. 18 

A sample of muddy water may be purified by distillation. The 
water is poured into the retort through an opening at the top, called 
the tubulure. The retort is then set on a wire gauze on a tripod 
stand, clamped in position and carc.ully heated by a Bunsen burner. 
The water boils, giving off steam which is condensed back to water 
in the receiver placed at the end of tlie stem of the retort ; this is 
pure water and is called the distilled water. The water collecting 
in the rccfiver is called the distillate. The dissolved solid and the 
muddy suspensions remain behind in the retort as a residue. 

After a time the stem of the retort and the receiver get warm, 
and the condensation of steam is not efficient. Hence, when larger 
quantities of liquid are to be distilled it is convenient to use a 

liebig’s condenser. 

The muddy water for distillation is taken in a flask (called a distilling flask) with 
a side tube fused on to the neck. The side tube is connected by means^ of a cork 
with the inner glass tube of a Liebig’s condenser, itself’surrounded by a wider jacket 
through whicli a cozistant stream of cold water is passed—the cooling water is passed 
in at the bottom, and out at the top of the condenser (fig. 19). The mouth of the 
flask is closed with a cork— z. thermometer may be inserted in the vapour conung 
fnmi the liquid. The flask is set up on a wire gauze on a tripod stand, clam]^ 
in position. On heating the flask, the liquid boils, and the vapour, while passing 
through the cold inner tube of the ^condenser, condenses back to Ae liquid state 
and collects in the receiver placed at the end of the condenser tube—me liquid 
coU^ctibgipli the distillate, the dissolved solid left behind in the flask is the residue, 
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Distilled water is taken ui a wash bottle (fig. 20) for common 
laboratory use. 



Fig. 19 


When stirred with water potassium permanganate gives a pink solution. The 
•coloured solution on distillation, produces a colourless distillate of pure water ; the 
pot.assium permanganate renikins behind in the flask. 

Fractional distillation. —The process 
of distillation is useful to separate not only 
solution of solids in liquidSy but also 
solutions of liquids in liquids, sometimes 
partial'y only. 

, When a solution of two volatile liquids 
w'ith boiling points fairly apart, say, 
benzene and toluene with boiling points 
80” and 110°G respectively, is heated in a 
distilling flask, each cf the liquids gives 
off its V£ff)our—the vapours forpaed will, 
however, contain a greater proportion of 
the more volatile benzone and a smaller 
proportion of the less volatile toluene than 
thD original solution. The vapours on con¬ 
densation give the distillate ; consequently 
the distillate is richer in benzene, and the 
liquid that remains behind in the flask is 
Fig. 20 richer in toluene. This first distillate on 

second distillation, gives a second distillate 
which is still richer in benzene—the process may be repeated to finally 
yield a distillate which is pure benzene. 

The residual liquid in the flask after the first distillation, when 
put to distillation, again, leaves a resfduc still richer in toluene— 
repeated distillation of the residual liquid, therefore, yields pure 
toluene as the residue. By repeated distillation, therefore, benzene 
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and toluene can be completely separated. To improve the 
separation, a fractionating column (fig. 21) is 
usually employed. 

The fractionating column is inserted between the 
distilling flask and the condenser. 

Such a process of separation of volatile liquids 
by repeated distillation is known as fractional 
distillation. ^ 

Sometimes the separation is partial only ; thus when 
a dilute solution _ of hydrochloric acid is fractionally 
distilled, it is possible to separate pure water on the one 
hand, and a mixture of hydrochloric acid and water 
containing 20.2 per cent hydrochloric acid by weight, 
on the other. 

A dilute solution of alchol on fractional distillation, 
yields pure water, and a mixture of alcohol and water 
containing 95.57 per cent alcohol by weight. 

Vacuum Distillation. —^The vapour pressure of a 
liquid increases or decrease as the temperature rises or 
falls. A liquid boils when its vapour pressure becomes 
equal to the superincumbent pressure of air on its surface. 

The boiling point of a liquid, therefore, rises or falls 
according as tiie super-incumbent pressure is increase^ or 
decreased. Hence when the pressure on the surface of a 
liquid is reduced by creating a partial vacuum inside the 
Htstilling flask, the liquid boils and distils at a temperature 
less than its normal boiling point—the extent of lowering 
depends upon the degree of vacuum created. The 
d istilla tion unit for this purpose is connected through a manometer to a pump (fig. 22). 
Substances which decompose near about their boiling points at atmospheric pressure 



Fig. 22 


are usually distilled under reduced pressure. This is known as distillation in vacuum. 
Glycerine, for example, boils at 290‘’C with decomposition at atmospheric pressure, 
but when it is distilled under reduced pressure, its boiling point is reduced and the 
decomposition avoided ; glycerine, for example, distils undecomposed at 180° under 
under 12 mm. pressure. For a similar reason hydrogen peroxide is concentrated 
by distillation in vacuum. It may<be safely distilled under reduced pressure—^the 
lytHififf point at 68 mm. pressure is 84°, and at 26 mm. is 69° ; but it decomposes 
OldiuS^ly into water and oxygen at 151°, which is its boiling point at 760 mm. 
eff^oated Dyx3 trapolation. 
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Destructive distUlation.— -When coal is heated out of contact 
with the air in a closed vessel, it decomposes into several volatile and 
non-volatile products, thus a gas is given off, called coal gas, a tar 
is driven off, and an ammoniacal liquor collects ; the non-volatile 
products are the coke and the gas carbon. 

Such a process of heating a substance like coal out of contact with the air, 
when it decomposes into volatile and non-volatile products, is known as destructive 
distillation, also called dry distillation. ,, 

The dry distillation of coal may be demonstrated in a very simple way. A hard 
glass test-tube is fitted with a cork and a delivery tube, as shown in the fig. 23—the 
end of the delivery tube leads into a test-tube which * 

acts as a receiver. Some coal chips are put in the 
hard glass tube, and then heated fairly strongly : 
a brown coal tar collects below an aqueous liquor in 
the receiver test-tube ; a gas issues out through the 
exist tube, which may be burnt witli a sooty flame. 

The solid residue left in the hard glass tube is tire 
coke. 

Sublimatio n. —It is a common 
experience that most solids when heated 
long enough, first melt into a liquid which 
then vaporises. But there are certain 
volatile solids such as ammonium chloride, iodine, camphor, etc., 
which when heated pass directly into the vapour state without ever 
becoming a liquid—the vapour condensing irto the same solid on 
cooling. The condensed solid is called the sublimate and the process 
sublimation. The sublimate has the same composition as the 
original substance. Thus when some ammonium chloride, also 
called sal-ammoniac, is heated in a dry test tube, the substance disappears 
from the bottom of the tube and reappears as a white deposit on the 
cool sides at the upper end of the tube ; ammonium chloride is said 
to sublime, and the white depo.sit is the sublimate. The peculiar 
thing to notice is that ammonium chloride daes not melt, but turns 
into vapour without ever becoming a liquid, and the vapour condenses 
to the solid directly. 

Sublimation is, therefore, a process of vaporisation of cerUiin solids 
without previous fusion. 

The process of sublimalion is sometimes used in the 
purification of substances. Iodine, for example, is purified 
by sublimation. Volatile and non-volatile solids may be 
separated by sublimation. 

To separate a mixture of ammonium 
cbloride and sodium chloride. —Some of tJie 
mixture is put in a porcelain basin, and covered 
with an inverted funnel—the end of the stem of 
the funnel being closed with a paper plug. The 
basin is then slowly heated over a wire gauge 
(fig. 24). The ammonium chloride volatilises 
and collects as a white sublimate on the inner 
wall of the funnel. When no further sublimation Fig. 24 




1 


H 
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occurs, the flame is removed and the sublimate of ammonium chloride 
is scraped off on to a filter paper. The nonvolatile sodium chloride 
remains behind in the basin. 

To scpaiato a miartnre of sand, common salt, iron filings, and 
sal*ammoniac. —Some of the mixture is spread on a sheet of paper, and the iron 
filings are completely removed by brining a magnet several times over it—the iron 
filings alone are attracted by the magnet. The rest of the mixture, after the removal 
of iron filings, is put into a basin and covered with a funnel the stem of which is covered 
with a paper £>lug. On heating, the sal-ammoniac alone sublimes and deposits on 
the inner wall of the funnel. When no further sublimation occurs, the basin is allowed 
to cool ; the funnel is removed and the sal-ammoniac scraped off. The residue of 
common salt and sand in the basin in shaken with sufficient quantity of v/arm water 
to completely dissolve out the salt, and filtered—tlie sand is the residue ; this is dried 
and separated from the filter paper. The filtrate on evaporation gives the common 
salt. 


Iron filings, sal-ammoniac, common salt and sand in a mixture. 

Bring a magnet 


iiii 


Iron filings 

Separated by the magnet 


Residue 

Sal-ammoniac, sand and 
common salt ; sublime. 


White sublimate * 
Sal-ammoniac 


Residue 

(Common salt & sand ; add water ; 
stir ; filler. 


Filtrate ; evaporte ; 
residue is common salt 


Residue 

Sand 


Crystallisation. —A cold saturated solution of copper sulphate is 
prepared by stirring the powdered salt with water, so tliat an excess 
of solid is present ; the saturated solution is then warmed until all the 
solid remaining over has completely dissolved— a. few drops of dilute 
sulphuric acid is added to the solution to prevent the decomposition 
of the sulphate.- The hot solutlbn is poured into a basin and then 
allowed to cool slowly, when it is found that a portion of the 
copper sulphate deposits by itself from the solution in the form 
of solids with a regular and definite geometrical shape ; such 
deposited solids are called crystals and the process is known as 
crystallisation. 

A crystal is a homogeneous solid body bounded by perfectly plane faceSy 
and having a regular and definite geometrical formy spontaneously assumed 
during its formation from a solution or from gaseous or liquid state. The 
geometrical form is an expression of the internal arrangement of the 
atoms. 

Most substances in the solid state are crystalline. A crystal of 
conp^n salt is cubic, while glum forms octahedral crystals. Usually 
a piece of solid substance consists of a large number of small crystal 
wjpeh have stuck together. 
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Grystalllae aad amorphoua solida. —Solids are classified as ctystalline or 
amorf^ms. Many substances, uich astalum, common salt, sulphur, and ice, separate 
in the form of crystals when deposited in the solid state from a solution or from a 
homogeneous melt. Crystals, as already stated, have a eharaclerisHe geometrical form — 
crystals are bounded by plane faces which cut one another at definite* angles. The 
atoms are arranged in a definite order, constantly repeated, in a crystalline solid. 

Amorphous solids, as their name implies, have no definite crystalline form. 
Pitch and glass are typical examples of amorphous solids. 

When a pure crystalline solid is heated there is a sharp change from the solid 
to the liquid state at a definite temperature, called the melting pont^ A aystalline 
solid has a definite melting point. 

The melting point of a pure solid is remarkably constant—the melting point 
of ice, for example, is used to fit the zero of a Centigrade thermometer. When an 
amorphous solid is heated it does not melt sharply at a definite temperature, but 
it gradually softens, becomes mobile, and eventually acquires the properties of a 
liquid ; amorphous solids can, therefore, be regarded as super-cooled liquids. 

When broken by a sudden blow, a crystal most easily breaks along certain planes ; 
a piece of mica splits up easily into thin sheets ; rock-salt breaks up easily into cubic 
or rectangular pieces. An amorphous solid, on the other hand, does not cleave 
along any particular plane when broken by a sharp blow, but fractures with equal 
ease in any direction. 

•The preparation of crystals.—Crystals, may be prepared : 
(i) hy concentrating a dilute solution^ usually by heat, and then cooling. When 
a 'hot saturated solution of a substance, say potassium dichromate, 
is cooled slowly, the substance deposits in the form of orange-red 
crystals i.e., in the form of solids with regular and definite geometrical 
forms ; such deposits are called crystals and the process is known as 
crystallisation. In order to obtain crystals from a dilute solution the 
solution is taken in a basin and heated on a wire gauze until a drop * 
of the liquid removed on the end of a glass rod begins to crystallise, 
indicating that tht solution is saturated at a lower temperature. The 
substance then crystallises on cooling. Large crystals are not formed 
on rapid cooling. Slow and uniform cooling only gives large crystals. 

Seeding with a crystal of the solid in question often breaks 
super-saturation and hastens crystallisation, depositing large crystals. 
Thus, in order to prepare a large crystal of alum, a perfect crystal of 
alum is suspended into a clear solution of alum by means of a thread 
from a glass rod. As the solution slowly evaporates the soli(^ deposits 
on the suspended crystal, which gradually grows in size. 

Evaporation of a solution at the ordinary temp*erature also yields 
crystals ; thus a solution of sulphur in carbon disulphide deposits 
pale yellow rhombic crystals (fig. 25) of sulphur, by the spontancoics 
evaporation of the volatile solvent. 

(i) by solidifying certain fused substances : thus molten sulphxiil- 
separates out in the form of needle-shaped crystals of monoclinic 
sulphur on solidification (fig. 26). 

(ii) by condensing the vapours of volatile solids : thus iodine sublimes 
on heating, giving violet vapours, which condense to the solid directly 
yielding dark-grey, shining crystals of iodine. 

Hydrates and anhydrws substances. —^There aie many'salts 
which form crystals of definite composition containing water ; such,- 
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crystals are called hydrates. The water of hydration is commonly 
known as water of crystallisation. When copp-sr sulphate, for 



example, deposits in the solid state from its solution in water, it 
separates in tjic form of glistening blud crystals of blue vitriol, 
CuS 04 , 5 H 20 , which contains five molecules of water for every molecule 
of cx)ppcr sulphate that separates. I’he water of crystallisation, 
therefore, forms an essential part of the composition of hydrates. 
Many salts, while crystallising from their aqueous solutions, scpaiate 
in the form of hydrates, e.g., blue vitriol, CuS 04 , 5 H 20 ; green vitriol, 
FeS 04 , 7 H 20 ; potash alum, K2S04,Al2(S04)3,24H20 ; washing soda, 
NaaCOajlOHgO ; Epsom salt, MgS 04 , 7 H 2 O. 

The crystalline shape of the hydrates depends upon their water of 
crystallisation. A hydrate may often be made anhydrous by heating, 
when the water of crystallisation is driven off ; thus when some crystals 
of blue vitriol are Jicated in a test tube, steam is driven off, and the 
crystals fall to a white powder* of anhydrous copper sulphate. When 
moistened, the white substance at once takes up water, and the blue 
copper sulphate ,is re-formed. The fact that anhydrous copper 
sulphate turns tyiue in presence of a trace of water is used as a delicate 
test for water. 


The piak solution of cobalt chloritle is sometimes used as 'invisible' or 'sympathetic' 
ink. Any writing done on a paper with weak cobalt chloride solution *s practically 
mvisible, but when the paper is held over a small flame the water of hydration of 
cobalt chloride is driven off, and the letters appear distinctly green or blue. 


Water is not an essential part of all crystals. Common salt, NaCl, 
potassium nitrate, KNO3, potassium chlorate, KCIO3, and ammonium 
chloride, NH^Cl, are all anhydrous ; these salts crystallise without 
taking any water of crystallisation, and are, therefore, said to be 

anhydrous. ^ 

. \x^ractional crystallisation. —Solids having different solubilities 
often be separated from their mixed solutions and obtained in 
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the pure state by a process, called fractional crystallisation. When such 
a solution is concentrated by heat, and allowed to cool slowivi it first 
gets saturated with the least soluble of the substances in solution, the 
excess of which, therefore, first deposits as crystals. Thus, when equal 
parts of common salt and potassium chlorate are dissolved in the 
minimum quantity of boiling water, and the solution allowed to cool 
it is found that the less soluble potassium chlorate separates first as crystals. 
These are filtered off, washed with a little water to dissolve out any 
adhering common salt, and dried. When not sufficiently pure, 
the crystals are often purified by re-crystallisation—the crystals are 
dissolved in a further quantity of boiling water and allowed to stand 
to cause re-crystallisation. 

The filtrate, on concentration and cooling, gives crystals of 
common salt which are similarly filtcnxl, re-crystallised, washed, and 
dried. 

A further crop of crystals is often obtained on slight evaporation 
of the mother liquor, as the filtrate from the first deposit of crystals 
is commonly called. ^ 

* The process of crystallisation is very often used in tlfc laboratory to obtain a solid 
in the pure state--the process may have to be repeated several times before a pure 
crystalline solid is obtained ; a crystalline solifl is characterised by a sharp melting 
point. 

Madame Curie of radium-fame obtained a fraction of a (gram of radium salt 
from a ton of pitch blende by this process of fractional crystallisation. 

Determination of water of crystallisation. —^Thc percentage 
of water of crystallisation in a given sample of a hydrate, say barium 
chloride crystals, BaCJ 2 , 2 H 20 , may be found out in the following 
way ; 

A porcelain crucible together with its lid, is carefully cleaned and dried. It 
is then heated on a clay-pipe triangle with a Bunsen flame (fig. 7), and allowed to 
cool in a desiccator. The crucible with its lid is then weighed in a chemical balance. 
About 1 gm. of barium chloride is then put into the crucible and weighed again. 
The crxicible is then heated on the triangle, first gently and then strongly for about 
20 minutes, with the lid kept partially open for ihe steam to be driven off. After 
the heating the crucible is allowed to cool in the desiccator, and the crucible with 
its lid and the contents is weighed again. The crucible* is again heated for about 
10 minutes, cooled and weighed again. This ■weight should be the sa^ne as before ; 
if not, the process is repeat^ till the weight is constant. The results are entered in 


a table as follows : • 

Weight of crucible + lid * . a gm. 

Weight of crucible -h lid + barium chloride crystals b gm. 

Weight of crucible -f- lid + anhydrous barium chlbride c gm. 

Weight of barium chloride crystals (b—a) gm. 

Weight of water of crystallisation (b—c) gm. 

Weight of anhydrous barium chloride (c—a) gm. 


.'. percentage of water of crystallisation -= lOO x (b—c)/(b—a) 

Formula of barium chloride crystals. —Let the formula be BaCl„nH,0, 
i.e., anhydrous BaCl, : HjO = 1 : n. Therefore, as per above analysis ; 

weight of anhydrous BaCl, ^ 1 Xmol. wt. of BaCl , 
weight of water of crystallisation n X mol.^wt. of H,0 

i.e., [mel. wt. of BaCl, = 208.3]. 
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The water of crystallisation in barium chloride crystals is 14.73 per cent. 
100-14.73 208.3 

"14.73 18n 


« = 2 


the formula is BaClj, 2 H 2 O. 


The water of crystallisation of copper Bulphate crystals. —It is usually 

determined by carefully heating the crystals on a 
watch glass in an air oven (hg. 27), because the 
copper sulphate itself is decomposed in strong 
heating over a direct flame. 

About 1 gm. of powdered copper sulphate 
crystals is put into a watch glass provided with a 
cover watch glass and a clip—the pair of watch 
glasses together with the clip being weighed 
previously, and weighed again. The watch glass 
with its content of copper sulphate crystals is then 
heated in air oven to nearly 25()°G for about 15 
minutes, with the upper watch glass and the 
clip being taken out—the water of crystallisation 
is driven off as steam. The watch glass with its 
content of anhydrous copper sulphate is then 
cooled in a desiccator and weighed together with 
the upper watch glass and the clip. The watch 
glass is again heated for about 5 minutes, anjd 
cooled and weighed again as before. The weight 
should be the same as before, if not, the process 
of heating, cooling and weighing is continual till 
the weight is constant. 

'rhe results are entered 
allows 



in 


table 




Fig. 27 

Weight of watch glasses + clip a gin. 

W'^eight of watch ghrsscs + clip + coppi r sulphate crystals b giu. 

\Veight of watch glasses + clip + anhvdroiis copper sulphate c gin. 

Weight of copper sulphate crystals (b -a; gm. 

Weight of water of crystallisation (b - c) gin. 

Weight of anhydrous copper sulphate gm. 

percentage of water of cristallisation = 100 X (b -cV(b —a) =3G‘07 
Formula of blue vitriol, —Let the formula be CuS 04 ,nHiO, i.e., I he ratii 


of anhydrous CuSO* to HjO — 1 
weight of anhydrous GuSO* 


; n. Therefore, as per above analysis 
1 X mol. wt. of GUSO 4 


wt. of water of crystallisation 
(c-a) ^ 159.5 
(b-c) 18n 


i.e.. 


[mol. 


n X mjl. wt. of H 2 O 
wt. of CUSO 4 is 159.5] 


100-36.07 
'36.07 " 


*18n 


n 


blue vitriol is CuSCl 4 , 5 H 20 . 


E£ELoresceiice. —^Thc stability of a hydrate depend.s on the 
pressure of water.vapoui in the atmosphere vvitbjyhidtLU Js in confaett 
.EvSfy liydrate exhibits a definite vapoui* pressure at the temperature 
of the room ; w h e n th is pressure is greater than the pressure of the 
wat er vapour ir. air, th*; hydrate T n qu est ion loses fts water of 
cr) st^lisation, '^hd falb to a powder. T'fius, the clear transparent 
crj stals of washing soda, when exposed to the air, become opaque and 
white and crumble to powder. There is also loss in weight. The 
ch tngc is due to the loss of water from the crystals—^wasliing soda, 
losses 9 molecules of its water of crystallisation and 
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become coated with an opaque layer of the monohydrate NaaCOgjHoO. 
I’he washing soda is an efflorescent substance, and the phenomenon 
is called efflorescence. 

Efflorescence is a phenomenon in which a hydrate crumbles to powdery 
when exposed to the air^ due to the loss of all or part of its water of crystallisation. 

Deliquescence. —T he vapour pressure of a sol ution is less than 
that of pure wate r—the more concentrated the solutioriTs^'ttieTesris 
ils Vapour pressure^ The vapour pressure of very solublq substances, 
such as calcium chloride and caustic soda, for example, is very small 
indeed. It may be even 1< ss than the vapour pressure of watei* vapour 
in the air : in such a case, the solids, when exposed to the air absorb 
moisture from the atmospnere and gradually dissolve in' it. They are 
known as deliquescent substances. Thus, when some calcium 
chloride is put on a watch-glass on the bench, it quickly draws moistiuc 
from the air, becomes sticky and finally dissolves. It is a good 
example of a deliquescent substance. Magnesium chloride, calcium, 
cliloridc, and caustic soda, etc., are all deliquescent. 

• Deliquescence is a phenomena in which a solid, when exposed to the 
atmosphere, dissolves in the moisture it absorbs from the air. 

It is worth remembering that pure common salt is not a deliquescent substance. 
The impure common salt contains small quantities of calcium and magnehiun-.. 
chlorides, and as such it becomes damp or deliquesces, when exposed to the air. 

( Some substances such as quick lime, glass, porcelain, black copper 
oxide, and anhydrous copper sulphate, aborb moisture on exposure to 
the damp air but do not dissolve in it : these are called hygroscopic 
substances.''', Deliquescent and hygroscopic substances arc 
consequently kept in closed bottles. 

Desiccation. —It is a process of drying, i.e., removing moisture 
from substances. Deliquescent substances like fused calcium chloride, 
fused zinc chloride, solid caustic potash, and 
phosphorus pentoxidc, etc., are the usual drying 
agents. Quick lime and concentrated sulphuric 
acid are also commonly employed. Silica gel is 
often used to remove moisture from substances. 

I'lie desiccating agents should be capable of absorbing 
moisture only but having no chemical action on the suljstances 
to be dried. • 

Gases are usually dried by passing through such drying 
agents as quick lime, phospnorus 
pentoxidc and fused calcium chloride, 
etc., contained in drying towers (fig. 28) 
or U-tubes or by sending a stream of 
gas through wash bottles (fig. 29) 
containing sulphuric acid or a drying 
tower packed with pieces of pumice 
soaked in the acid, liquids are best 
dried by keeping them in contact 
, with a suitable solid drying agent, 

Fig. 28 which is subsequently jemoved by 

filtration. Solids are di*i€«, according Fig. 29 

to their nature, in one of the following ways : 
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(a) At the room temperature for substances to unstable to be dried by 
■heating. Such substances are dried in a desiccator (Hg. 31) which is an air-tight 
thick-walled glass vessel provided with a lid which fits accurately and perfectly air-tight 
-on the upper ground rim of the desiccator, which is greased. The desiccator is 
•contracted at the middle—a circular perforated zinc-sheet placed on a shelf above 
■the constriction, separates the upper from the lower half. The air inside the desiccator 




Fig. 3cr Fig. 31 

is kept dry by putting such drying agents as fused calcium chlorid*; or concentrated 
sulphuric acid at the bottom. The substance to be dried is kept on a clay-pipe 
triangle in the upp^' half. A vacuum desiccator (fig. 30) is often used for quick drying. 
A desiccator not only dries a substance but also prevents it from coming in contact with 
atmospheric moisture. Hence hygroscopic substances arc kept inside desiccators after 
they have been dried by heal. 

(ii) At steam heat. —Steam oven (fig. 32) is used for drying up to 100°C. It 
is a doublc-walled copper vessel with a hinged door and a movable ix;rforated 
shelf inside. The hollow space between the two walls is partially filled with water 
through an opening at the top—the w'ater is kept boiling by heating the oven 
w'ith a gas-burner from below, 
when the upper portion of the 
hollow casing j.s filled with steam. 

The substance to be dried is 
put on the shelf inside the oven 
where the temperature is nearly 
100"C. 

(iii) AImve steam-heat — Air- 
■oven (fig. 2?) is used for drying 
above 100°C. It is a copper 
vessel with a hinged *door and a 
movable perforated shelf. The 
desired temperature is obtained 
by regulating the gas-burner with 
which the oven is heated. A 
thermometer inserted through a 
cork on the top of the oven records 
the temperature. 

Selection of drying agents 

depends on the nature of the 
•sutetances to be dried. Drying 
agents .should only absorb the moisture but must not react with the substance to 
be dried. Basic substances are, therefore, usually, but not always, dried by basic 
substances ; and the acidic substandes usually by the acidic drying agents. An acidic 
oxide such as carbon dioxide, for example is dried by strong s^phuric acid or 
phosphorous pentoxide which are themselves acidic or by fused calcium chloride 
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which does not absorb the gas. Sulphuretted hydrogen is acidic ; it is either dried 
by calcium chloride or phosphorous pontoxide, but not by sulphuric acid, since the 
latter reacts with sulphuretted hydrogen. Ammonia is basic and is best dried by 
quick lime which is also basic. It is not dried by means of calcium chloride since 
it absorbs the gas. Neutral gases like oxygen, nitrogen, carbon monoxide, nitrous 
oxide, etc., may be dried by any of calcium chloride, sulphuric acid, phosphorus 
pentoxide, etc. 

,, Sepstradon of ingredients of a mixture.— (t) Solids in a mixtnre.— 

Separation may be effected in different ways, e.g., 

(a) By solution. —When a mixture of sand and sulphur, for example, is shaken 
with sufficient carbon disulphide, sulphur dissolves. The solution is filtered—the 
filtrate on evaporation gives crystals of sulphur. The residue on the filter paper 
is sand. 

(b) By sublimation. —When a mixture of quick lime and iodine is heated, iodine 
forms violet vapours which may be condensed to a deep violet shining sublimate ; 
lime being non-volatile is left behind. 

(c) By difference in density.—Tin stone (a mineral of tin) is separated from earthy 
impurities by washing with a stream of water which carries away the lighter earthy 
matter (specific gravity 2.7), while the heavier tinstone (sp. gr. 7) is left behind. 

(d) By floatation. —When air is sent through a suspension of finely pulverised 

sand and zinc blende (a mineral of zinc) in water to which a little oil is added, a 
Ijfoth forms. This catches the zinc blende which floats, while the sand is wetted by 
water and sinks to the bottom. • 

(e) By magnetic attraction.—-.K magnet separates a magnetic substance from its 
mixture with non-magnctic substances. Iron filings, for example, may be thus 
separated from sand. 

(f) By fusion. —^When a mixture of sand and lead is heated, the latter melts to 
a iiquitl upon which sand floats. Easily fusible solids like sulphur (m.p. 1 H^G), 
tin (m.p. 232°C), etc., may be separated from rocky impurities by this mean#. 

(ii) Solids and liquids in a mixture. —Separation may be effected by : (a) 
Sedimentatwn and filtration. Coarse suspensions deposit on standing, the clear 
liquid from the top may then be decanted off carefully ; the liquid is, however, filtered 
from the insoluble solids for complete separation : (b) Distillation : Non-volatile 
solids in solution or suspension arc separated by distillation. 

(Jii) Liquids in a mixture. —Separation is usually effected : (a) by fractional 
dhtillation, (b) by means of a separating funnel when the liquids arc immiscible 
and form separate layers, such as mixture of ether and water. 

(iv) Gases in a mixture. —Separation may be effected by : (a) liquefaction. — 
When a mixture of hydrogen and carbon dioxide, for example, is cooled and 
compressed to a few atmospheres only, carbon dioxide ^lone liquefies and may be 
easily removed. When a mixture of sulphur dioxide and oxygen is cooled in a freezing 
mixture of ice and common salt, the sulphur dioxide alone liquefies. • 

(i) Different solubilities in liquids. —^Traces of hydrochloric acd, for example, is 
removed from its mixture with chlorine by passing the iTiixcd gases through water 
in which the hydrochloric acid is much more soluble than chlorine. 

(c) Chemical absorbents. —^Absorbents whicli selectively react with certain gases, 
forming non-volatile products. Acidic gases such &s carbon dioxide and sulphur 
dioxide, for example, are separated from their mixture with neutral gases like 
hydrogen, oxygen, carbon monoxide, etc., by washing with a solution of caustic 
pota.sh. 

The gases may also be separated by diffusion. 

Extraction with a liquid. —A solution is sometimes extracted with another 
liquid which preferentially dissolves the solute. When an aqueous .solution of 
hydrogen peroxide, for example, is shaken with ether in a separating funnel, the 
hydrogen peroxide dissolves mostly in the ether. Two distinct layers are formed— 
the top ether layer contains most of the hydrogen peroxide ; this is separated and 
taken into a basin. On keeping for somethne the ether which is highly volatile 
evaporates by itself, and the hydrogen peroxide remains behind as a colourless 
liquid. 
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LixiviaticMt.—Lixiviation refers to extraction, i.e., dissolution of the soluble 
component of a solid mixture by means of a suitable solvent; the term is usually 
used for large scale extraction only, e.g., lixiviation of kxlp or black ash with water. 
The term leaching also refers to extraction widi a solvent. 

Types of chemical reactions. —^Different types of chemical 
changes are usually distinguished thus—(i) Syndesis. —It is a 
process in which a compound is formed bv direct union of its 
constituents. Heated sodium burns in chlorine forming sodium 
chloiide. When heated in air, mercury forms mercuric oxide. 
Water is proauced when hydrogen and oxygen are sparked together. 
Ammonia combines with hydrochloric acid giving ammonium 
chloride. Carbon dioxide combines with heated quick lime 
forming calcium carbonate. 

2Nr + CI 2 = 2NaCl ; 2Hg + 03 = 2HgO. 

2 H 2 + O 2 - 2 H 2 O ; NH 3 + HCl = NH 4 CI. 

GaO 4- CO 3 = GaC 03 . 

(ii) Analysis (also called decomposition).—It is a process in wheih 
u compound breaks up into two or more simpler substances. It is 
thus reverse of synthesis. When strongly heated mercuric oxide 
flccomposes into mercury and oxygen. Acidulated water decomposes 
into hydrogen and oxygen on electrolysis. Chalk breaks up into 
calcium oxide an/i carbon dioxide on heating. Potassium chlorate 
yields potassium chloride and oxygen on heating. 

2HgO = 2Hg + O 2 : CaCOg = CaO + CO 2 

2 KCIO 3 (potassium chlorate) — 2KC1 (potassium chloride) H-SOj 

(iii) Displacement. —It is a process in which one element 
displaces anotlier from a compound and takes its place. A clean 
piece ot iron dipped in copper sulphate solution gets coated with a 
red deposit of copper, while iron goes into solution as ferrous sulphate. 
Zinc displaces hydrogen from sulphuric acid, forming zinc sulphate. 

Fe+CuSO^ (copper sulphate) = Cu+FeSO^ (ferrous sulphate). 

Zn+HgSO^ (sulphuric acid) =H 2 4 -ZnS 04 (zinc sulphate). 

(iv) Isomerism. —^A compound is said to undergo an isomeric 
change when it changes by internal rearrangement of its atoms into 
another substance wifh different properties but having the same percentage 
composition. Ammdnium cyanate changes into urea on heating. 
Ammonium cyanate and* urea are said to be isomers. 

NH 4 CNO (ammonium cyanate) =H 2 N—CO—NHg (urea). 

(v) Double decomposition or metathesis. —It is a process in 

which two compounds, usually acids, bases and salts, react chemically 
so as to exchange their constituent parts or radicals, producing two 
qicw compounds. When a solution of common salt is added to silver 
nitrate solution, they react chemically, producing a curdy white 
precipitate of silver chloride, and sodium nitrate which remains in 
sdlution : • 


NaCl + AgNOa -= AgCl + NaNO^ 
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Calcium chloride solution reacts with a solution of sodium carbonate, 
giving sodium chloride and a white precipitate of calcium carbonate : 
CaCla + NaaCOa = 2NaGl + CaCOa 

Precipitatioii.— ^When solutions of two substances are mixed 
together, an insoluble solid sometimes separate by double 
decomposition—the solid separating is called the precipitate and the 
process is known as precipitation. A heavy white precipitate of 
barium sulphate is produced by mixing together solutioi^s of banum 
chloride and sulphuric acid : 

BaCla + H 8 SO 4 = BaSO* + 2HC1 

A black precipitate of copper sulphide is produced by passing a 
stream of hydrogen sulphide gas into copper sulphate colution : 

CUSO 4 + HgS = CuS + HaSO* 

When hydrogen chloride (HGl gas) is passed into a saturated solution of common 
salt, pure sodium chloride, NaCl, precipitates out in the form of colourless transparent 
crystals. 

(iv) Hydrolysis.—^A compound is said to undergo hydrolysis 
when it is split up by water, either completely or partially, producing , 
n^w substances. • 

PCI 3 + 3 H 3 O — H 3 PO 3 (phosphorous acid)+3HCl 

NagGOs + HgO NaHGOj (sodium bicarbonate) -{• NaOH 

There are many other types of reactions such as dissoication^ disproportionation, 
neutralisation, oxidation, reduction, catalytic reaction, etc. 

Modes of bringing about chemical action. —Chemical changes are brought 
about by one or more of the following means : 

(i) Contact. —^Yellow phosphorus takes fire in contact with iodine. Few 
crystals of iodine and small pieces of yellow phosphorus are placed in different parts 
of a basin—on bringing them in contact phosphorus catches fire. 

P + 31 = PI, 

(ii) Solution. —Substances are brought into closer contact in solution and hence 
react readily. Baking powder contains tartaric acid and sodium bicarbonate which 
do not react when dry ; on adding water a brisk reaction occurs with evolution of 
carbon dioxide. 

(iii) Hent. —Heating expedites most chemical changes, but there are reactions 

which occur only on the application of heat. Decomposition of hydrogen peroxide 
into water and oxygen is accelerated by h^t. Mercuric oxide, potassium chlorate, 
etc., decompose only when heated. , 

2H,0* = 2HaO + O, ; 2HgO = 2Hg + O, 

(iv) Light. —Certain reactions occur only in presence <Jf light. When exposed 
to sunlight a mixture of hydrogen and chlorine explodes violeatly to form hydrogen 
chloride, but no action takes place in the dark. H, + Cl, = 21101. 

Silver salts arc affected by sunlight and so also the photographic films which 
contain silver halides. 

Souad.—When mercury fulminate is exploded near acetylene, CiH,, the latter 
is decomposed into carbon and hydrogen. 

(vi) PvMBure or percussion.-;—Chemical action may sometimes be induced 
under the influence of pressiue. Finely powdered lead and sulphur may be made 
to combine together u^er high pressure, forming lead sulphide : Pb + S — PbS. 
Crackers which usually contain a mixture of arsenic sulphide and potassium chlorate, 
explode with a loud report on percussion. Gunpowder also explodes on percussion. 

(vii) Electricity. —Many chemical changes are brot^ht about by electricity. 
Acidulated water separates into hydrogra and\>x)^en on electrolysis. Nitric oxide 
is formed from its elements under the influence in dectric sparks. 

N, + O, « 2NO 
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(viii) Ciatalyvt.—Many chemical reactions are influenced by catalysts. Decom> 
position of hydrogen ^roxide into water and oxygen is greatly increas^ in presence 
of flnely-divided platinum which acts as a catalyst. 

2H,Oa = 2HaO + O* 

Solution of ||;a8eB in liquids. —Gases are only partially miscible with liquids. 
Carbon dioxide is fairly soluole in water. Air is only slightly soluble in water— 
dissolved air supports the life of aquatic animals. The amount of gas that would 
dissolve in a given quantity of water depends on : (i) the nature of the gas, (ii) the 
temperature and (iii) the pressure of the gas in contact with water. 

The ncutralsgases, c.g., hydrogen, oxygen, nitrogen, etc, are only slightly soluble 
in water ; the acid (e.g., hydrogen chlonde, sulphur dioxide) or alkaline gases (e.g., 
ammonia) are highly soluble in water, as they react chemically with it. Unlike solids, 
the solubility of a gas in liquids decrease with rise in temperature. The solubility 
of a gas, however, increases with pressure. 

Henry’s law. —^The effect of pressure on the solubility of gas in liquids is given 
by Henry’s law which states : “the amount of gas dissolved by a given volume of liquid at 
constant temperature is proportional to the pressure." 

If w is the mass of gas dissolved by unit volume of liquid, i.c., concentration of 
gas in solution, at a pressure p, then 

w oc p, or w = sp, i.c., w/p = s, 

Hvhere r is a constant ; also concentration of gas in solution — r X pressure. But since 
pressure is a measure of the* concentration of the gas in the space above the liquid, 
Henry’s law is also stated thus : at a given temperature 

concentration of gas in solution 

--r— = constant = s. 

concentration of gas in gas phase • 

s is called solubility coefficient of the gas in the liquid for the given temperature, and 
may be defined as the volume of gas dissolved by 1 c.c. of the liquid at the temperature 
of the experiment. If v be the volume of gas absorbed by V c.c. of liquid at t'’ 
then solubility co-cflicicnt s ~ vjV. 

'Reduced to N.T.P. s becomes equal to 273 xs/(273 + i). 

This is referred to as absorption coefficient of the gas which may be defined as the volume 
of gas, reduced to Pf.T.P., that is dissolved by 1 c.c. liquid at a given temperature and 
and under a pressure of 1 atmosphere ; solubility of a gas is often expressed by 
its absorption co-efficient S which is related to s by the expression : 

.S = 273 X sl(273+t). 

The solubility may also be expressed as weight of gas dissolved by 1 c.c. of liquid. 

Henry’s law is very nearly true for sparingly soluble gases. For carbon dioxide, 
the law holds at small pr&sures, but wide variations arc found at high pressures. 

Tlic law tdoes not apply to very soluble gases, such as ammonia at ordinary 
temperature or hydrogen chloride, in water. At 100°G when ammonia is much 
less soluble Henry’s law i< nearly true. 

Solability of mixture of gases.— According to Dalton’s law of partial pressures, 
the partial pressure of a gas is unaffected by the presence of other gases, hence its 
solubility would also be unaffected. Therefore, in a mixture of gases, the solubility 
of each gas is proportional to its partial pressure. 

Exercise. —^The absorption co-efficients of nitrogen, oxygen and argon at 0°C, 
and the composition by volume of these gases in dry carbon dioxide-free air, are 
mven. Find the percentage composition by volume of the gas expelled by boiling 
from water saturated with air at 0°C. The partial pressures of these gases in air 
at 1 atmosphere are proportional to the volume percentages. 


Gas 


Nitrogen 

Oxygen 


Percentage 
by volume. 
. 78 
21 
1 


Partial pressure 
in atmospWe 
0.78 
0.21 
0.01 


Absorption 

co-efficient 

0.0239 

0.0489 

0.0530. 
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These gases dissolve in water in amounts proportional to their absorption 
co-eiHcients and to their partial pressures. 

Therefore, 1 litre of water dissolves from air at 0®G and 1 atmosphere. 

Nitrogen ... 1,000 x 0.0239 x 0.78 = 18.65 c.c. == 63.3% 

Oxygen ... 1,000 x 0.0489 X 0.21 - 10.27 c.c. = 34.9% 

Argon ... 1,000x0.053 xO.Ol = 0.53 c.c. = 1.8% 

Total volume of gas dissolved = 18.65 + 10.27 + 0.53 — 29.45 c.c. 

/. %N, = 18.65 X 100/29.45 = 63.3 ; %Oj = 10.27 X 100/29.45 = 34.9, etc. 

When the dissolved gas is expelled by boiling, its percentage composition by volume- 
is 63.3% N„ 34.9% O* and 1.8% A. It is richer in oxygen and argon than original, 
air, since they have higher absorption co-efficients than nitrogen. 

Exercises 

1. What do you understand by the terms solution and solubility 

Describe fully how you would determine the solubility of potassium nitrate at 
the temperature of the room. Why is it necessary to specify the temperature while 
referring to the solubility of a substance 

2. Explain the terms saturated solution and super-saturated solution. How docs 
a solution differ from a compound ? 

One hundred grams of water dissolve the following weights of ammonium chloride 
at the temperature named : “ 

Temperature 0“ 10’ 20’ 30° 40° 50° 60° 80° 100° 

Substance 28.4 32.8 37.3 41.4 46.2 50.6 55.0 64.0 72.8 gram. 

Construct the solubility cupve of the substance, and from the curve determine- 
the solubility of ammonium chloride at 24° and 70°. ' 

What information can be obtained from the study of solubility curves ? 

3. What is meant by (/) crystal, («) crystallisation ? 

Explain how you would grow a large crystal of alum. Has tlie rate of cooling 
any effect on the size of crystals deposited ? 

You are given a mixture of common salt and potassium nitrate. How would 
you obtain pure specimens of both the materials from the solution ? 

4. What is meant by water of crystallisation ? Describe how you would 
determine the percentage of water of crystallisation in copper sulphate crystals. 
Copper sulphate crystals contain 36.07 per cent of water of crystallisation ; 5 grams 
of copper sulphate crystals are heated. Calculate the loss of weight. A«j. 1.8 

5. Explain the terms (i) efflorescence and deliquescence, (iij hydroxide and 
hydrate. Illustrate your answer with suitabje examples. 

How would you find out if washing soda is efflorescent or deliquesce at ? 

6. Explain fully what is meant by (a) distillation, (b) sublimation. 

How would you separate a mixture of ammonium chloride^and common salt ? 

A sample of muddy water is provided. How would you find if the water 
contained any dissolved salt in it, and how would you obtain a sample of pure water 
from it ? 

7. Describe how you would separate the ingredients in each of the following, 
noting the properties of the ingredients whicli help you in separating them ; 

^i) a mixture of common salt and nitre, 

(li) a mixture of silver chloride and lead chloride, 
fiii) a mixture of iron filings and sulphur, 

(iv) a mixture of sand and chalk. 

(v) a mixture of sand and lead shavings. 

8. How wotild you separate : • 

a mixture of sand, chalk, and common salt, 

(li) a mixture of bromine, sodium sulphate and sand, 
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Stated in the symbols, 


5= v-f-v. 


_ 

273 ”■ 


{ 


V 1 + 



where v is the initial volume of the gas at 0*’G and Vx is the volume 
after the temperature has been raised to ti®G. 

It is found that when tj = —273°G, the volume becomes zero, 
that is, if a gas were cooled to —273®G, it would have occupied no 
volume at that tempcrature> which is called the absolote 
tempcratnreJ l^Thc absolute temperature is obtained by taking 
—273°G as zero degree absolute. This is denoted by T. 

Thus, 0®C = 273® absolute ; t®G = (t+273)® absolute. 

Let Vx and Vj be the volumes of a given mass of a gas at temperatures 
tx®G and tj®G respectively ; then : 


Vl 


\ 273 J 


^273+ti 
'273 
273+ti Tx 


and Va = V 


/273+tA 
V 273 / 


• • vj ^ 273+ta ~ Ta »t ~ 

Gonsequcntly, v oc T, when pressure remains constant. 

The volume of a given mass of any gas at constant pressure^ therefore, 
is directly proportional to its absolute terriperature. This is'an alternative' 
expression for Gharles’s law. 

luation of state.— ^The results of Boyle’s law and Gharles’s 


law may be combined in an expression giving a relation between 
temperature, pressure and volume of a given mass of a gas—such an 
equation is known as an equa tion of state. “ 

Sinre for a given mass of a gas : 

(i) V oc 1 /p, when T remains constant (Boyle’s law) ; 

(ii) V oc T, when p remains constant (Charles’s law) ; 

V oc T/p, when both T and p vary. 

.*. V = k , where k is a constant, i.e., ^ = constant • 

p » » y 

for given mass of a gas. , 


This equation of state, pv/T = constant, implies tfiat for a given 
ma^ of gas, -any change of temp>erature and pressure would cause 
a correspondine change in volume, so that the quantity pv/T remains 
constant. 

If Pi, Vx, Tx and p®, Vj, T^ are the pressure, volume and temp^ature 
of a given mass of a gas under two sets of conditions then 

PiVi _ P«Va 

Tx T, 

This equation enables us to find out the volume of a given mas s 
of gas if its temperature and pressure are changed. 

For any conditions of temperature and presg&re pv/T » constant. When the 
mas of gas taken is 1 gram molecule, the constant, then known as the osobtr gna 
conatskn^ is written as R. Hence the ideal gas law equation for 1 mole is pV » RT^ 

5 


4 
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wbere V is the volume of 1 gram molecule of the gas, i.e., the molar volumCf^ at the 
pressure p and the temperature T. Value of R may be found out from the fact that 
one gram molecule of a gas occupies 22.4 litres at O^C and 1 atmosphere pressiure. 
Then T =* 273® absolute, p =» l |itmospl^e, V = 22-4 litres. 

, R 1X 22.4/273 = 0.082 litre-atmosphere per degree absolute per gram 
molecule. 

For n gram molecules of a gas, at the same temperature and pressure, the volume 
would be n times as great as for 1 mole ; let this volume be v, then thd above equation 
becomes :.p^ =* nRT. C.T 

Now, h = w/M, where w «= maa of gas, and M =s molecular weight of the gas. 
.\ pv = nRT = wRT/M ; M = wRT/pv. 

'/^n, mass per unit volume, w/v == density of gas, d. 


9 • 


M = 


wRT 

pv' 



. From the above relations molecular weight of a gas can be calculated. 
Density of a gas* —^Density of a gas is the mass per unit volume. 
Stated in symbols, d = w/v, or w == v X d. 


where w is the mass, v the volume and d the density of gas. 

At constant temperature the density of a given mass of gas is inversely proportional 
to its volume, i.e., if the Volume increases, the density will correspondingly decrease, 
i*e., docl/v. 

Now, at constant temperature v oc 1/p ; hmes at eonslant temperature density, of given 
mass of gas is directly proportional to pressure, 

i.e., T remaining constant, d oc p. 

Again, at constant pressure v oc T ; hence, p remaining constant, d oc 1/T. 

.'. d oc p/T where both T and p vary, i.e., d = constant X p/T. 
p/dT = constant, Pi/diTj = Pj/djT,. 

The density of a gas, also called its normal density, is the weight 
in grams of-1 litre measured at a temperature of 0®C, and under a 
pressure of 760 mm. of mercury. 

Qm litre of hydrogen at ff.T.P. weighs 0.089873 gram. 

Normal temperature and pressure. —^In order to compare the 
results on gaseous volumes measured under different conditions it is 
necessary to refer to some standard conditions of temperature and 
pressure under which the volumes are reduced. These standard data 
arc 0®G and a pressure of 760 mm. of mercury. They arc called 
standard (or normal) temperature and pressurCy and arc generally written 
asS.T.P. (orN.XP.). 

' SiUwratlon Psessare.—-^A little ether, when, exposed to air, passm rapidly 
mtoi the Vapow state by quick evaporation while mercury remains as it is^ under 
a sipiiitu* condition, wi^oht evaporation. Ether is said to be a volatile and mercury 
a fun-volatile liquid. Liquids differ in their volatility : ether is more v(datile than 
water. Vapours of liquids also exert pressure just like gases. When a closed space 
contains the maximum amount of vapour of a liquid at a certain tentperature, the 
space is said to be saturated with the vapour and the pressure it thenexertsit its saturated 
vapour pressure. The saturated vapour pressure of a liquid is conslmit at a certain 
temperature but is independent of the volume change. Just as there sat unsaturated 
ai^ supersaturated solutions, so there are unsaturated and supenktu^tod yapours. 
SaUiram vapbucs do not obey Boyle’s and Charles’s laws but the unBat«3ij|||ted vapours 
ooi' --■■■■ 

IHdltoiL’* law of partial preasurea*— ^In a mixture o£ gases vdtich 

not react cheimcally, the total pressure exerted by l^e mature, is 
s^'of lite partial ^ipsute of each gas—the ptetial 1^ 
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pressure each gas would e»:ert if it were separaUfy confined in the 
entire volume occupied by the mixture.^^ Thb is Dalton’s law of 
partial pressures. tciT»|i 

Suppose a vessel of volume v contain and ni moles respectively of two gases 
A and B under a pressure p and at a given temperature T. Let p' and p' be the 
psu-tial pressures of the two gases, i.e., p »= p' + p*. 

V = Vj (volume of gas A) + v* (volume of gas B). 

By Boyle’s law, p V = pvi, and p'v = pV|, 


.. . P 


Vl 


vi+yt 


p;p' 


Also, p'v = niRT ; pV = n,RT 

(P' + P')v == (ni + n,)RT, i.e., pv 


nj + n. 


P ; P 


uj+n. 





Altemativeljf let two gases of volumes Vi and V| at pressure pi and p, respectively 
are mixed together ; let the volume after mixing be v, i.e., v « Vi+v^. Let the total 
pressure of the mixture be p, and the partial pressures of the two gases p' and p' 
respectively ; hence p = p' + P*- 

By Boyle’s law, p'v = PiVj ; p'v = PaVt. 


• • 


P' 


Xi 

V 


Pi 


Vl 

Vl + V, 


Pi; p' 


V 


Ps 


Va 


Vl + Vai 


Pi* 


Pressure of gases collected over water.—^When a gas is 
collected over water in a jar, the total pressure inside the jar b equal 
to the atmospheric pressiqe, when the levels of water inside and 
outside Ihe jar are the same. Since the gas collected b moist and 
saturated with water vapour i.e., it is a mixture of gas and water vapour, 
the atmospheric pressure (P mm. of mercury) b equal to the sum 
of the partial pressure of the dry gas (p mm of mercury) and the 
partial pressure of saturated water vapour, ako known as aqueous 
tension (f mm. of mercury) at the temperature at which the gas b 
collected. 


Stated in symbok, P = p+f; p = (P—f), 

i.e., pressure of dry gas=atmospheric pressure—aqueous tension at t®C. 

t®G is the temperature at which the gas b collected. 

Let the volume of a mobt gas at t®G = v c.c. ^ 
the barometric pressure = P mm. of merem v ; 
the aqueous tension at t®G ?= f mm. of mercury, 
the pressure of dry gas = (P—f) mm. of mfreury. 

Let the gas occupy a volume of v’ c.c. at N.T.P., then by Boyle’s 
law, 

’ v’x760 v(P-f) , v.(P-f3.273 

273 273 4-t’°''^ ““(273+t).760 

Another case arbes when the levcb of water inside and outside 
the jar are not.^e same. Suppose the water stands at a height h mm , 
above the wat^ in the trough, then the atmospheric pressure the 
pressme of dry gas + the aqueous tension + the pressure of h mrr^ , 
of water.' ' Symbolically stated, Pssp+f-fh/13*59, 
since the density of mercury is 13.59 gm. "per c.c. 
p=(P-f-h/13-59). 

Kfaedc Ttwery «f Gaacs^The phyiiesl propertioi of gases may, be expbuaed 
In temts Of the kinetic theory whidi b ba^ on the following assumptions : 
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(i) A gas is composed of a large number of minute particle, called mtitwUs, 
which are moving at random in space, continually colliding with one another or 
with the walls of the containing vessel. 

(ii) The molecules are supposed to be perfectly elastic, i.e., they possess eneigy 
only in virtue of their translational motion and suffer no loss of translational energy 
due to inter’molecular collisions. 

(iii) The molecules are so small that their actual volume is negligible compared 
to the total volume of the gas. 

(iv) The actual volume of the molecules is very small compared to the space 
they occupy, i.e., the total volume of the gas, and the distances between them are 
so large tl^t inter-molecular forces are negligible, i.e., there is no force of attraction 
or repulsion acting between the molecules. 

(v) The pressure exerted by a gas is due to the impact of the molecules on the 
walls of the containing vessel, while the gaseous diffusion is due to their random 
motion. 

(vi) Two gases are at the same temperature when the average kinetic energy 
of the individual molecule of each gas (which is a measure of its temperature) is the 
same. 

All the gas laws, viz., Boyle’s law, Charles’s law, Avogadro’s law and Graham’s 
law of diffusion, find adequate explanations in terms of the kinetic theory of gases 
from which they can be deduced mathematically. 

Diffusion of gases. —^The molecules of a gas are not in a state 
of rest, but arc rcaRy in a state of ceaseless chaotic motion. Thus, 
when some chlorine gas is led into the bottom of a gas-jar (which 
presumably contains air), it is found that the gas quickly spreads out 
into the jar so that its contents appear uniformly greenish-yellow, 
although it is about two and a half times as heavy as air ; this is 
because its molecules are in rapid and random motion. 

When a gas-jar is filled with hydrogen and held mouth down¬ 
wards, the hydrogen rapidly passes out and air enters, as is evident 
from the observation that if a lighted^aper is applied to the jar, it 
is found that no trace of the gas remain—the hydrogen, if present, 
would have burnt with a pale blue flame. This is another illustration 
of the random motion of the molecules ; the movement has taken 
place in opposition to gravity , since air, the heavier gas, moves upward 
and Hydrogen, the lighter gas, moves downward. 

Exactly for the same reasons, when a jar of hydrogen is inverted 
over ajar of carbon dioxide which is twenty-two times as heavy as 
hydrogen, the molecules of the two gases so intermix together that 
a perfectly unifprm mixture is obtained. Such an intermxtwre of 
different non-nacling gases without the aid of outside agencies is due to the 
perpetual random motion of their molecules, and is known as the phenomenon 
of diffusion. Regardlbss of densities, all gases possess the property 
of diffusion ; the phenomenon of diffusion is independent of gravity. 

The foul smell of hydrt^en sulphide in a chemical laboratoiy is ait upmistakable 
proof of its diffusion in air. It u diffusion that spreads the tezgram^ of flowers. 
Tear gas pervades a locality while used in dispersing a chaotic mob, , ' 

Graham’s law of diffasion. —light gas diffuse more rapidly 
than a heavy gas. ^ 

At a given temperature and pressure the rate of diffusion of a gas isinversefy 
proportional to the square root of its density. 

" Thus, oxygen is 16 times as heavy as hydrogen, and flierefore diffuses V16 4* 

^ms^asdowly. 
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Carbon dioxide is 22 times as heavy as hydrogen, and therefore diffuses ^22^4.69 
times as slowly. 

Mathematically} the law is stated as : r oc ll^/d. 

Consequently} —= 



where and dg are the densities of two gas^, for which the rates 
of diffusion imder identical conditions are r^ and rg. 

The rate of diffusion means the volume-rate, and IS measured 
by the volume of a gas diffusing per unit of time, and is usually 
expressed as : 


rate of diffusion 


volume of di ff used gas in c.c . 
time in seconds. 


Experiments illustrating diffusion. —The phenomenon 
diffusion may be demonstrated with the following 
experiments 

(i) A porous clay pot is fitted by means of a 
rubber bung to the longer limb of a bent tube 
containing some coloured liquid, such as a solution 
of potassium permanganate—the shorter limb of the 
tube ending in a fine jet (^g. 33). On inverting a 
beaker full of hydrogen over the porous pot, it is 
found that the coloured liquid spurts out through 
the jet in the form of a fountain. The explanation 
is simple. The molecules of hydrogen, the lighter 
gas, diffuse into the pot more rapidly, and therefore 
in larger numbers, Aan the molecules of air, the 
heavier gas, can pass out; consequently, there 
occurs an increase of pressure inside the pot, and 
hence the liquid is forced out. 



Fig. 33 



Fig. 34 

and the bell, which starts ringiitg- 


(ii) One limb of a glass U-tube (fig. 34) 
is connected through a rubber bung to a 
porous ,pot G, contsuning air. The other 
limb h» two platinum wires fused into it, 
A being in contact with the mercury in 
the U-tube, while B is just above it. On 
inverting a jar of hydaogen over C, the 
lighter hydrogen diffusing more quickly 
into the porous p6t than the air out of it, 
forces the mercury level in the right limb 
higher and higher up, ultimately causing 
it to touch B—the bell starts ringing at 
this moment as A and B form a circuit with 
an electric bell and battery. The marsh 
gas detector in coal mines work on the same 
principle. In the event of any marsh gas 
escaping from a *coal fissure into die mine, 
the level of mercury in the right limb rises 
and establisnes a contact between the battery 
-Uus serves as a warning to the miners. 
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DifiuaiQn finds educations (i) in determining the relative densities and molecular 
weights of gasesj particularly when available in small quantities only : 

(ii) in the separation two gases of different densities—the process is called 
atmfysis : 

(iii) in marsh gas ekUctors in oial mines. The spread of foul gases in air by diffusion 
is the cavm for the necessity of good ventilation in rooms and mines which 
greatly dilutes the deleterious effect of such gases. 

Effiaaba of Gsmm. —Efiusion is a process in which a gas is forced tmder pressure 
through a small aperture in a thin metal plate exposed to the air. 

Graham'^ law applies equally to the rates of diffusion and effusion. The law 
holds good whether ^e gas densities are expressed as normal or relative densities. 

Since twice the relative dezisity of any gas is its molecular weight. 



where Mx and Mg are the molecular weights of the two gases. 



The process of effusion is utilised to compare the 
molecular weights of different gases in Bunsen’s efftisiomeier. 
It consists of a glass tube open at the lower end and placed 
in a cylinder m water (fig. 35). The upper end of the 
tube is closed by a stopcock which is attached to a glass 
•tube closed by a thin platinum plate in which a "very 
fine hole has been pierced—^the stopcock communicates 
with the free air through this fine aperture. The tube 
is filled with a i^as under examination to a level below 
A and the tap is opened—the gas streams out through 
the hole and the time taken for the water level to 
pass from A to B is noted by a stop watch. The 
experiment is repeated with a gas of known density, say 
oxygen. 

Let tx and ta are times of effusion of equal volumes 
of two gases of densities dx and da and molecular weights 
Mx and Ma. 


Let the volume of gases effused : v c.c. and rx and r| are the rates of effusion, 
then Tx <=» v/ti and r, = v/t,. 



For gases soluble in water, mercury is the liquid used. 


« 

Exercises 


1. A gas occupies 100 c.c. at a pressure of 340 xnm. of mercury. What will 
be die volume at a pressure of 1000 mm., assuming the temperature to be constant ? 


We use Boyle’s law ; pressure x volume » s constant; 

.*. 100 X 340 = 1000 XX, whence x ^ » 34 c.c. 

2. A litre of gas is measured at 20°C. At what temperature will its volume 
bel750c.c. ? 


We use Charles’s law 



Vl 


1000 C.C. j Tx 

«t= — 


or X 


273 + 20 « 293 ; v, 
a 512.8'* absolute. 


1750 c.c. ; T, X. 


Jjct the temperature be t^’C, then 
T» « (273 + t)” absolute - 512.8'* aba. or t > 239.8'’C. 
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3. Correct a volume of 234 c.c. measured at 756 mm. and 12°G to standard 
conditions. 

Standard temperature is O^C <= 273” absolute. 

Standard pressure is 760 mm. of mercury. 


we apply me gen 

Pi => 756 mm. j Vi 
p, =« 760 mm. ; v, = * i x, == .t/o ; 

756x234 v,x760 . 

” ~ 285— ~—273~ 


234C.C. ; Tj = 273+12 = 
X ; T, = 273 ; 


= 285 ; 


4. 110 C.C. of hydrogen were collected over water at 18®C and 740 mm. pressure. - 

Calculate the volume of the gas at N.T.P. (a) taking account of pressure of water 
/apour.(15.4 mm. at 18°C), (b) neglecting the effect of the water vapour. 


(») Fr<,mth.rdatioa'!^='^^ 

viP-f)273 110.(7 40-15.4)273 _ qp . ^ ^ 

‘ (273+t)760 “ (273+18)760 

273~ (ITSTt) tension neglected) 

_ p.P.273 lia740.273 _ 

~ (273 + t).760 “ (273 +' i8).766 ‘ 

5. If the densitjr of hydrogen is 0.09 gm. per litre at N.T.P., what is its Idensity 
at 15®C and the pressure 750 mm. ? * 


P,v, P*v, - P, Pg 

- TTarr. ” d^iT 

WORSTS 

6. A gas u collected over water in a jar. The volume measured is 270 c.c. 
The height of water in the jar is 2|7>2 cm. The temperature of the eas is 27”C. Aqueous 
tension at 27°C is 26.75 mm., and atmospheric pressure is 156.15 nun. Calculate' 
the volume of the gas at N.T.P. Density of mercury is 13.6 gm. per c.c. 


Pressure of water column in the jar = 27.2/13.6 = 2 nun. 
Pressure of moist gas collected = 756.75—2 = 754.75 ^.m. 
pressure of dry gas = 754.75—26.75 =* 728 mm. 


VX760 _ 270 X728 
273 ”(273.+27)’ 


or V = 235.4 c.c. 


7. A spherical balloon of 21 cm. diameter is to be filled ifl) with hydrogen at 
N.T.P. from a cylinder containing the gas at 20 atmospheres and 27®G ; if the cylinder 
can hold 2.82 litres of water, calculate the number of balloons that can be filled up. 

Volume of a sphere = ‘/swr*. 


Volume of spherical b^oon = ‘/s x **/» X (*Vs)* — 4851 c.c. 


Capacity of the cylinder = 2820 c.c. 


volume of Hg at N.T.P. 


2820 x 20 x 273 
300x1 ” 


51330 c.c. 



Of this total volume, 2820 c.c: of Hg (at 1 atmosphere) remain in tlie/l^lihder, so 
that only (51330—2820) = 48510 c.c. ot the gas are available for filling the ^lloons. 

number of balloons = 48510/4851 = 10 only. 
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35. At 17*'C 40 gm. of electrolytic gas are contained in a 60 litre gas-holder.' 
What are the partial pressures of hydrogen and oxygen ? 

Hydrogen, 0,8807 atmos. ; oxygen, 0.4403 atmos. 

36. The weight of 1 litre of a certain gas at N.T.P. is 1.44 gm. Hem many c.c. 

of hydrogen (normal density of 0.09) will diffuse in the same time that 20 c.c. of 
the gas diffuse under the same conditions ? 80 c.c. 

37. -If 374.2 C.C. of hydrogen diffuse through a crack in 10 seconds, how much 

ethylene (density 14) wUl diffuse in the same time ? 100 c.c. 

38. Time of effusion of the same volume of pure oxygen and a mixture of oxygen 

and ozone are 100 and 105 seconds respectively. Find the percentage by volume 
of ozone (density y 4) in the mixture. 20.5 

39. Explain what is meant by diffusion of gases. State Graham’s law of 
diffusion. Describe an experiment to illustrate the phenomenon of diffusion. The’ 
speeds of diffusion of carbon dioxide and ozone were found by Soret to be 0.29 : 0.27. 
Determine the density of ozone, that of c:arbon dioxide being 22. 

Allahabad Inter. Board, *46 ; 25.37 

40. _ In 50 seconds 300 c.c. of oxygen diffuse through a porous plate. How 
long will it take 500 c.c. of chlorine to diffuse through the same plate ? Take the 
molecular weights of oxygen and chlorine to be 32 and 72 respectively. 

125 seconds 

41. Ladenbutg found that ozonised oxygen containing 86.16 per cent ozone 
by volume required 430 seconds to diffuse, whereas the same volume of oxygen 
required 367.4 seconds under the same conditions. Find the density of ozone. 22.9 

42. 220 c.c. of a gas are collected over mercury in a tube of which the top is 

closed by a plug of plaster of Paris. The gas diffuses on standing, and the mercury 
level then stan^ at 297 c.c. Calculate the molecular weight of the gas if the amount 
of it which diffused («it was 126 c.c. Density of air » 14.4. 74.76 

43'. 300 c.c. of gas measured at 740 mm. pressure are passed into a vessel of 
500 C.C. capacity, which has been previously evactiated. What will be the pressure 
in the new vessel ? 444 mm. 

44. What is Graham’s law of diffusion ? Describe an experiment to show 

that hydrogen diffuses more rapidly than air. 16 c.c. of hydrogen were found to 
diffuse in 30 seconds. What volume of sulphur dioxide womd diffuse in the same 
time under the same conditions. U. P. Board, ’51 ; 2.8 c.c. 

45. A soap bubble of 8 cm diameter, containing air at 27'’C and 760 mm. pressure, 

is expanded until its radius is 8 cm., the temperature and pressure remaining constant. 
How many c.c.’s of air at N.T.P. are required for the expansion ? 1709 

46. 40 c.c. of oxygen measured at N.T.P. were confined in a tube of cross-section 

1.2 sq. cm. sealed at upper end, and standing in a trough of mercury, the column 
of which stood at a height* of 15.6 cm. The pressure of the atmosphere was found 
to be 756 mm. and the temperature of*die laboratory was 31°G. Calculate the 
length of the ftibe containing the gas. 47 cm. 

47. A cylinder of 10 litres capacity which contains oxygen under a pressure 

at 20 atmospheres at 27'’G, is leaking at a constant rate of 5 c.c. of the gas (N.T.P.) 
per minute. Calculate the fall in pressure (in atmmpheres) in the cyhnd«' at the 
end of 10 hours. , 0.23 atmospheres 

48. How much additional pressure in atmospheres is to be applied to compress 

a gas contained in a spherical balloon at la tmosphere in order to make it fill another 
b^oon 'vrith 1/4 the diameter ? 63 atmospheres 

49i- A given mass of a gas occupies a volume of 2.5 litres at 0°C and 76 cm. 
preasuie of mercury. Find its volume at S^fi^G and 150 cm. pressure of mercury. 

3.8 litres 
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THE LAWS OF STOICHIOMETRY & 

ATOMIC THEORY 

As a result of the quantitative study of chemical changes the following 
Laws of Chemical Combination by weight, also called the Laws 
of stoichiometry, were arrived at towards the end of the 18th and 
the beginning of the 19th century. 

(i) The law of conservation of masSy 

(ii) The law of constant proportions. 

(iii) The law of multiple proportions. 

(iv) The law of reciprocal proportions. . 

CombinaticHi of elements to form compounds and chemical reactions in general 
are governed by these laws. These laws are purely experimental and are not based 
on any theory. Mi '-" y 

The law of conservation of mass. —The law was experimentally 
arrived at by Lavoisier in 1774. 

In a chemical change ike total mass of the reacting substances is equal, 
within the limits of exptrimental error, to the total mas'H of the products of 
the reaction {page 12). 

Since there is no gain or loss of matter accompanying a chemical change, every 
correctly balanced chemical equation is based on this law. 

The law of constant proportions, also called the law of 
definite proportions, was discovered by the French chemist Proust 
in 1799. The law states that: 

The same compound always contains the same elements combined together 
in the same definite proportions by weight. 

Irrespective of any method of preparation or source, water always 
coc tains the elements hydrogen and oxygen only, in the same 
proportion of 1.008 to 8 parts by weight ; common salt (|oes contain 
the elements sodium and chlorine only—always in the ratio of 23 to 
35.5 parts by weight; carbon dioxide is made up of the elements 
carbon and oxygen only and always in the fixed ratio of 3 to 8 parte 
by weight. Since elements combine in definite ratios by weight, 
the composition of a pure chemical compound is ^finite and is independent 
of its method of preparation. 

The law is implied in the very definition of a compound. According; to the law 
of defixute proportions, a particular compound has a fixed and definite chemical 
composition, but the conveise is not always true : the same elements, for example, 
may combine in the same mass proportion to form different compounds, each with 
chajracteratic properties—these Afferent compounds of the same composition are 
called ismers and the phenomenon is known as isomerism (page 60). 

The law may .be verified by preparing the same compound in different ways 
and analysing the samples obtamed. The lAw received its confirmation firom the 
clasiiciil experimental works of Stas (1865). 
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Hie of Uack oadde of copper. —^Difierent samples of the oxide are 

prepared by; * 

’ (i) dissolving some copper turnings in 1 :1 nitric acid and evaporating^ to 

dryness : the green copper nitrate that is formed, decomposes on strong heating 
to yield mack cupric oxide. 

(ii) dissolving some copper turnings in nitric acid and adding an ex<^ of sodium 
carbonate solution, when blue copper carbonate is precipitated ; this is filtered, 
washed, dried, and ignited to give cupric oxide. 

(iii) dissolving some copper in nitric acid as before and adding an excess^ of 
sodium hyt^xide solution, when blue copper hydroxide is precipitated ; the precipi¬ 
tate on boiling, is converted into hydrated copper oxide ; this is filtered, washed, dried 
and ignited to yield cupric oxide. 



A small amount of each of the three different samples of cupric oxide, say about 
I gm., is put in a tared porcelain boat, and weighed again. The boat with its contents 
is then carefully heated in a stream of hydrogen gas in a long, hard glass tube, when 
cupric oxide is reduced to roM-red metallic copper (fig. 36). The boat with the 
reduced copper is then cooled in a slow stream of hydrogen in the tube, and weighed 
again. The results are entered as follows : 


Weight of the boat 

gm. 

a 

Weight of the boat + copper 

b 

Weight of the boat + cupric oxide 

c 

Weight of cupric oxide 

(c-a) 

Weight of copper 

(b-a) 

Yjfeight of oxygen 

(c-b) 


% of Cu = (b-a) X 100/(c-a) ; % of O, = (c-b) x 100/(c-a) 

The actual result is i % of Cu = 79.89 ; % of O, = 20.11. 

In odier words, in each case the copper oxide contain copper and oxygen in the 
ratio of63.57 to 16 parts by weight. 

The annlyeie of silver chloride. —Silver chloride is prepared by ; 

(i) dissolving a known amount of silver, say about 0.5 gm., in 1 : 1 nitric acid 
Mding an excess of hydrochloric acid to the silver nitrate which is formed—the 
silver chloride which precipitated, is filtered, washed, dried and weighed. 

1^) heating a known weight of silver, about 0.5 gm., in a current of chlorine 
ra ; about 0.5 gpn. of silver is accurately vreighed out in a tared porcelain boat and 
heated in a cumixt of chlorine gas in a glass tube until the silver is completely 
converted'into silver chloride—the bodt vrith its contents is then cooled and weighed 
again. Hia results are entered as follows 




LAWS OF STOICHIOMETRY AND ATOMIC THEORY 


77 


gm. 

Weight of boat - * a 

Weight of boat + silver b 

Weight of boat + silver chloride c 

Weight of silver (b—a) 

Weight of dilorine (c—b) 

Weight of silver chloride (c—a) 

% of Ag = (b-a) X 100/(c-a) ; % of Cl, « (c-b) x 100/(c-a). 

In eadi case it is found that silver and chlorine combine in ^e ratio of 107.88 to 
35.457 parts by weight. 

The law of multiple proportions. —^This law arrived at 
by Dalton in 1803 as a result of some theoretical reasoning about 


gases. 

When two elements combine to form more than one compound^ the several 
weights of one element which combine with a fixed weight of another element 
are in the ratio of small whole numbers. 


niustrations. —(i) Let us consider water and hydrogen peroxide. 
In water HjO, 1.008 parts by weight of hydrogen combine with 8 
parts by weight of oxygen ; in hydrogen peroxide, HgOj, 1.008 parts 
by weight of hydrogen combine with 16 parts by weight of oxygen. 
Wence, the same weight, 1.008 parts by weight of hydrogen unite 
with 8 and 16 parts by weight of oxygen in water and hydrogen 
peroxide respectively. 8 and 16 are in simple ratio of 1 : 2 

Confound • Composition by weight Simple ratio 

Hydrogen Oxygen • of osngen 

Water 1.008 8 

Hydrogen peroxide 1.008 16 1:2 

(ii) In the five oxides of nitrogen, nitrous oxide, nitric oxide, 
nitrogen trioxide, nitrogen tetroxide and nitrogen pentoxide, the 
weights of oxygen combining with a definite amount of nitrogen are 
in the ratio of 1 : 2 : 3 :4: 5. 


Oxdes of nitrogen 

Nitrous oxide, N^O 
Nitric oxide, NO 
Nitrogen trioxide, N^Os 
Nitrogen tetroxide, N ,04 
Nitrogen pentoxide, NiC3| 


Con^osition by weight 
Nitrogen Oxygen 
14 8(1x8) 

14 16(2x8) 

14 24(3 x 8) 

, 14 32(4x8) 

14 40(5 x 8) 


(iii) In the following hydrides of carbon, acetylertfe, ethylene, 
ethane and methane, 12 parts by weight of parbon combine with 
1.008, 2x1.008, 3x1.008, and 4x1.008 parts of hydro^n 
respectively—these weights arc in the ratio of 1:2:3:4. 


Compound 

Acetylene, C,Hs 
Ethylene, CsH 4 
Ethane, C 4 H 4 
Methane, GH 4 


Composition by weight 
Carbon Hydrogen 
12 1.008 

12 2x1.008 

12 3x1.00^ 

12 4x1.008 


(iv) The two oxides of copper, namely black cupric oxide and 
red cuprous oxide, illustrate the law. 


Conpound 

Cupric oxide, CuO 
Cuprous oxide, CU|0 


Composition by weight 
Oxygen Oopper 
16 63,57 

16 63.57 x2 


. -.ffii^de ratio copper 
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(v) The three oxides of carbon also illvistrate the kiw. 

# Compound Q>mposition by weight Single ratio of carbon 

Oxygen Carbon 

Carbon dioxide, CO| 8 3 

Carbon monoxide, CO 8 6 1:2:3 

Carbon suboxide, CsO, 8 9 

The law recifiirocal piropordons. —^The law was discovered 

by Richter in 1792, and is also called the law of eqaivatent 
propordoaa br the law of combining weights. The law states : 

The weights of two or more elements which combine separately with a 
fixed weight of another elementy are either the weights in which these elements 
ctmbirte with one another or are simple multiples of them. 

In other words, the proportions in which any two elem<«ts unite 
with a third element are the proportions or a simple multiple or 
mbmultiple of the proportions in which they combine with each 
othet. 

niasrtradons.—(t.) Let us consider hydrogen, sodium, chlorine and their 
compounds sodium hydride, hydrogen chloride and sodium chloride. 

Compound ^ Composition by weight Ratio of equivalents 

Sodium hydride, NaH H : Na » 1 :23 

Hydrogen chloride, HCI H ; Cl = 1 : 35.5 Na : Cl = 23:35.5 

Sc^um chloride, NaCl Na : Cl = 23 : 35.5 

Wth respect to cbmbination with hydrogen, the equivalents of sodium and 
dilorine are 23 and 35.5 respectively. Sodium and chlorine should, therefore, 
combine in the ratio of 23 : 35.5. In ^ium chloride the ratio is 23 : 35.5. 


{U) Consider the eleftients carbon, hydrogen and oxygen. 

Compound Composition by weight Ratio of equivalaUs 

Methane, GH 4 H : C » 1 : 3 

Water, H,0 H : O =« 1: 8 

Carbon dioxide, GOg G:0 = 3:8 G:0 — 3:8 

Carbon monoxide, CO G : O == 3 : 4 

The equivalents of carbon and oxygen are 3 and 8 respectively. Carbon and 
<»cygen should combine in the ratio of 3 :8 by weight or in simple multiple or 
submultiple of this ratio. In carbon dioxide the ratio is 3 : 8 and in carbon monoxide 
it is 3 :4 (4 is a submultiplq of 8 ). 

(m) The following compounds also illui^rate the law : 

Compound Composition by weight Ratio of equivalents 

^^rbon dioxide, COg < C : O = 3 ; 8 

^phur: dioxide, SO(. S:0=»8:8 G:S = 3:8 

Carbon disulphide, CSg G : S >=: 3 :16 

Carbon ;uid sulphur shoulH combine in the ratio of 3 :8 or in their simple 
multiples ;'ui carbon disulphide the ratio is 3 ; 16 ; 16(2 x 8 ) is a multiple of 8 . 

(ur) Examine the following compounds of carbon, hydrogen and oxygen. 

Cmpot^ Composition by weight Ratio of eqniqalenU 

'WateriHgO H:0 = l :8 

Carbon dioid^c, GOg G : O »= 3 :8 

Methane, GHg H : C » 1 :3 

Ethyleise, CgHg H : 0 » 1 } $ 

Acetylene, Cgl^ H : G ■» 1 :12 

should combine in , the ratio of 1 :3 by weight or in their 
ai:^#td| 8 ples in methane the ratio is Lt ST,'in ethylene 1 1 6 , ana in acetylene 
; 12 12 are multiples of 3. ^ . 


H : C » 1 :3 
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The atomie theory.— The idea thaiJ matter is coMposed of 
tiltimatcly indivisible particles is as old as natural philosophy. 
bas been vaguely supposed from very early times by the ancient 
philosopher Kanad and the 
Greek philosophers Leukippos 
and Dcmokritos (about 450 
B.C.) that matter is composed 
of very minute indivisible 
particles, called atoms. Their 
metaphysical speculation was 
developed by the English 
scientist John Dalton in 1803 
into a scientific theory which 
asservs that: 

(t) All elements are composed 
of very minute particles of matter 
called atomst which retnaih undivided 
in all chemical changes. 

* (it) Each kind of atom has a 
definite weight, but the atoms of 
different elements differ in weight. 

(tit) All the atoms of 4he same 
element are identical with one 
another in all respects, particularly 
in weight. 

Atoms of dfferent elements are 
themselves different having different 
properties, such as weight, chemical affinity, etc. 

iiv) Chemical combination takes place by the union of atoms of the elements 
in simple numerical ratios, 1:1, 1 :2, 2 : 3, 

The atom, therefore, is the smallest particle of an element which can take 
part in a chemical change. 

It is not out of place to mention here that according rto the original assumption 
of Dalton’s atomic theory an atom was the smallest particle of all kinds of matter, 
be it an element or a compound. The smallest particle of an element was cadled 
a 'simple atom' and that of a compound was called a 'compound atom'. A ‘compound 
atom* was formed by the union of atoms of different elements in simple proportions; < 
liniitatioBa of IMton’o Theory.—^The enunciation of^^alton’s atomic theory 
gave a powerful stimulus to experimental researches in the bi^nning the 19th 
century. Though each kind of atom has a definite weight,*ihe theory provided no rneartif 
of determining even the relative weights of atoms. He asserted that the combining 
weight of an elment was its atomie weight and that if only one compound of two elemaits 
were known, it was formed of one atom of each element. In water, for ^ 

1 part by weight of hydrogen unites with 8 parts by weight of oxygen ; hence assumihg'^ 
that water contains 1 atom each of hydrogen and oxygen (the formula |br water 
being HO as Dalton assiuned), the atomic weight of oxygen comes ORt to be'8, 5iat 
of hydrogen being taken to be one. Berzelius, on the other hand, assumed that 
water contained 2 atoms of hydrogen and 1 atom of oxygen, its formula being H|0 ; 
and hence: ’ ' 

. ^ 2 X atomic weight,of hydrogen > . , 

* *" 1 Xatomic weight m oxygen 
atomic weight of oxygen ■> 16, (at. ytt. ofH » I) 



John Dalton (1766—1844). 
Fig. 37 
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Hence, atomic weig^ can onfyjfc determined tfthe ratio in e^ieh atoms elements dentine 
^ knowtu * 

In gmaal, t =2 

where p and q are_ the combining weights (i.e., the equivalent weights) of two 
elements j a and b their atomic weights, and m and n the number of atoms of each 
element which combine. 

Let^, m and a denote the equivalent weight, number of atoms, and atomic weight 
of hydrogen respectively, hence p = 1 and a = 1. 

.®._ or a: where ~ = the ratio of number of atoms of 

q n b a n 

hydre^gen to those of another element. But since one atom of hydrogen never 
combmes with less than one atom of any other element, it has the least combining 
edacity and is taken as unity. Hence mjn represents the number of atoms of hydrogen 
■with which one atom of the element combines ; hence mfn = v, the valency of the 
element. 

bssvxq, i.c., atomic weight = equivalent weight X valency. 

The' atomic theory and the stoichiometric laws. —^The laws 
of chemical combination by weight were all explained by the atomic 
theory—^it being the only piece of evidence for the theory when it was 
•proposed. But since then convincing physical demonstrations of real 
existence of atoms- have placed the theory beyond all reasonable 
doubt. 

(i) tanw of conservation of mass. —^The weight of a chemical 
system is the suip of the weights of all the atoms in it. Chemical 
change involves merely a re-arrangement of atoms whose mass is 
constant and which remains unaltered during any chemical process. 
Hence no change of mass results in the re-grouping of atoms in a 
chemical reaction. That is, the weight of the system remains constant 

(ii) Law of definite proportions. —^According to the atomic 
theory a compound is formed by the union of atoms in a simple fixed 
ratio. 

Let X atoms of an element A unite with atoms of another dement 
B to farm the molecule of a compound AxBy. Let the atomic weights 
of the elements A and B be a and b grams respectively. According to 
Dalton’s atomic theoijy, the atomic weight of an element is constant 
and hence the atomic weights a and h are constant ; and also the 
ratio X to/-is fixed for the compound AxBy. Hence in all samples of 
the ratio 

Wei^t of A _ X atomic weight of A _ x xa _ 
weight of B y xatomic weight of 15 X i ' 

That is, the compound' AxBy has a constant composition. Hence 
the deduction of the law of definite proportions. 

(iii) Law «f multiple proportions. —^Let the two elements A 
(at. wt. a) and B (at. wt. b) combine to form the compounds Ax^. 
Ain Eto'and Ap Bq in the simple ratio of atoms, x m : n and p : q 
jcdiipeC^vely/' The proportions by weight of A and B in th^ 
copsponnds are ; 

Compound Proportion by weight of A and B. 

Ax By ^ ax : by or a : by/x 

Am Bn am : bn or a : bn/m 

ApBq ' w :bqQra:bq/p 

Let by/x as d, bn/m =» e, bq/p « 
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The difibrent weights of B combining with a fixed weight, namely 
a parts by weight of A are d, e and f ; their xatio is : . > 

d ; e : f =s by/x : bn/m : bq/p = ymp : xnp : qxm. 

Now, since x, y, m, n, p and q are small integers, their products arc 
also small whole numbers. Therefore, the ratio ymp : xnp : qxm is 
a ratio of small whole numbers and hence the law is deduced. 

Taking the hydrocarbons ace^lene 0,11,, ethylene GiH^, and methane C!H« 
for AxBy, AtnBn and'ApBq respectively, x = 2, y => 2, m ■= 2, n =* 4, 1, q » 4, 

and the ratio ymp : nxp : qxm *=1:2:4, 


(iv) Law of reciprocal proportions. —C!onsider the elements 
A, B and G, their atomic weights being a, by and c units respectively.' 
Let A separately combine with B and G to form AxBy and AmCn m 
simple ratio of atoms, x :y and m : n, respectively ; let p atoms of 
combine with q atoms of G to form BpCq. The proportions by weight 
of A, B and G in these compounds are : 

Compound Proportion by J 

Ax By ax : by or a : by/x 

Am Cn ' am : cn or a : cn/m 

. Bp Cq , bp : cq 

by/x = d and cn/m = c. The weights of B and G combining 
with a definite weight, namely a parts by weight of A arc d and c. 
According to the law of equivalent proportions B and G should, 
combine in the ratio of d :*e or in simple multiple of fliis ratio. In 
BpGq B and G combine in the ratio of bp : cq by weight. Therefore, 

bp : cq should be equal or simply related to d : c. 

Now, d : e *= by/x : cn/m «=* bym ; cxn, 

also ^-=B bp X ymxn ^ bvm X px n^ d X pxn 
cq cq X ymxn cxn x qym c x q>*m 


Since x, y, m, n, p and q are small whole numbers, theic 
products are also small whole numbers. Therefore bp/cq ia 
either equal to d/e (when pxn = qym) or simply rented to 
it, since pxn is a whole number, and so also qym, and hence the law. 

Taking CH 4 , CO, and H 9 O for AxEy^ AmCn and BpC<) respectively, x »=» I, 
y=4, m*=l, naaZ, p = 2 and q *= 1. , /. pxn = 4 and qym *= 4. 

That b bp/cq is equal to d/e. * 


The law of gaseous volumes .—Under the seme conditions of 
temperature and pressure the volumes of gases entering into a »kemical(rea^mh 
beat .a simple ratio to one another and also to the producty if gaseous. 

This law was arrived at by the French scientist Gay Lussac in 
1808 from a study of the reacting volumes of gases. 

Experiments show that under the same conditions of temperature 
and pressure : - 


(i) One volume of hydrogen combines with one volume of cKloiiii# 
to form two volumes of hydrogen chloride ; and hence the ratio of 
their volumes is 1 :1 : 2. . 

^ (ii) 2 volumes of hydrogen combine wjth one volume of oxygen.., 
'to form two volumes of steam. Therefore, the reqtdred rano 
2 :1 .; 2 . . , 


6 



8 ^ 


SMUEftHSOUl^ ^stisuisiniv 


(Ui) I volume of nitmgbn combiues with 3 volumes hf h]f;ii^ragea 
to yield 2 volumes of s^mhdma ; con3equeady> the tatiq ui,r*>3^i‘2. 

fiv) 1 vdlume of ni^geti comWes with 1 volume of tOQrgeii to 
-produce 2 volumes Of nitric oxides and hence the ratio is 1 ; 1 } 2. 

Gay Lussac’s Ikw of gaseous Volumes is, therefore, a generalisation 
'Of experimental results. 

Adopt^n of Avogadro’s hypothesia. —^Dalton’s atomic theory 
'Ussumes that : Elements combine in simple ratio by fltoms ; While Gay 
Lussac’s law of gaseous volumes, experimentally arrived at, asserts that: 
Gases combine in simple ratio ^ volum^. Consequently for chemical 
reaction between gases, there must be some simple relation between 
the volumes of gases and the number of atoms contained in them. 

The Swedish chemist, Berzelius, correlated the Gay Lussac’s law 
and l>alton’s atomic theory in the hypothesis : 

Equal volumes of all gases at the same temperature and pressure contain 
the same number of atoms. 

The term atom included Dalton^s 'compound atoms.* 

But when applied to interpret experimental facts, Berzelius’s 
hypothesis led to a conclusion which was in direct conflict with the 
fundamental assumption of Dalton’s atomic theory that atoms are 
indivisible. Thus, it is found by experiments that one' volume of 
hydrogen unites with one volume of chlorine to form 2 volumes of 
hydrogen chloride. 

Let n represent the number of atoms present in one volpme of 
hydrogen. Then, by Berzelius’s hypothesis, n atoms of chlorine 
are also present in one volume of chlorine, and 2n compound^eOoms 
of hydrogen chloride are present in two volumes of it. Hence, 

8 atoms of hydrogen unite with n atoms of chlorine to give 2a 
‘compound atoms* of hydrogen chloride, 

/, 1 atom of hydrogen unites with 1 atom of chlorine to give 
2 ‘comiwund atoin|* of hydrogen chloride. 

^ atom of hydrogen unites with ^ atom of chlorine to give 
1 ‘compound atom’ of hydrogen chloride. 


■ ’The rcsult*gocs against the atonuc theory, since atoms, accordu% 
to Dalton’s atomic theory, are indivisible, l^rsselius’s hypothesis was 
therefore, vigoro-isly disputed by Dalton. There was utter confusion 
for some time in the realm of chemistry, and the hypothesis was 
uldtimtely rejected. Daltcwn’s atomic theory could hot be reeemciled 

« ith Gay Lussac’s law, since the fOTmer made hb distinction between 
ultimate particles of elements and compounds. The difficulty 
Was, however, overcome in a aurorisiag|y simple way by, the thdian 
i jdbntist Amadeo Avogadro in 1811. * 


i-ussac’s law and Dedton’s theory were ebrrWitfy 

' ,by Ayogadro vfoo ^tingaished v between two 1^^ of 
^toparticlespftoj^p^iaiaatofoandamolc^^ ^ , V 
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* ' * ‘ ' V* 

An aitm is ths sm^st particle^ of an eUment which can UAw /DrI in a 
chenaccA change. ' 

A molecule is me shnAlest particle of an element or a cotnpowid which 
can exist in the free sUste. 

Consequently, tK<($ smallest Unit of matter which can exist in a gas 
is not an atom but a molecule. So the volume of a gas is related, to 
the number of molecules present in it. This is stated in Avogadro*s 
hypothesis. • 

Avogadro’a kypothefis .*—Equal volumes of all gases under the 
same conditions of temperature and pressure contain the same number of 
molecules. 

The hypothesis correctly explains experimental facts. Thus it is 
found experhnentaily that : 

1 volunie of hydrogen unites with 1 volume of chlorine to give 
two volumes of hydrogen chloride.. 

Let« be the number of molecules present in 1 volume of hytJrogcn. 
Hence, by Avogadro’s hypothesis : , 

n molecules of hydrogai unite with n molcciiles of chlorine to 
give 2n molecules of hydrogen chloride. ' , 

or 1 molecule of hydrpgen unites with one molecule of chlorine 
to give 2 molecules of hydrogen chloride. 

or 1 molecule of hydrogen chloride is obtained from ^ molecule 
of hydrogen and | molecule of chlorine. 

This is not against the atomic tlicory, since molecules are not, 
indivisible. The molecule can be split up into its constituent atoms. 
The Avogadro’s hypothesis was, therefore, adopted. 

Avogadro's hypothesis was found to fit in with Gay Lussac*s law 
in perfect harmony with Dalton’s Atomic Theory. 

Avog;adro’s hypothesis and Gay Lussac’s law. —^Like the 
laws of chemical combination by weight. Gay Lussac’s law of gaseous * 
volumes could not be exnlaincd by Dalton’s atomic theory. Thq, 
law was, however, .(^harl^explained *!and interpreted on th<^'basis pf 
Avogadro’s hypothesis frdm which it can be deduced as follows : 

Let a molecules of a gas A react with b molectflcs of anothej- gas 
B to form a compound of A and B— a and b are simple? whole nnmb^. 
Let us further suppose that according to Avogajdro’s hypothesis 1 c.c. 
of eacJt gas under the same conditions of temperature and pressure 
contain n molecules. 


Then, a molecules of A are present in ajn c.c. of the gas A. 
and b molecules of B arc present in bfn c.c, of the gas B. 

Hence, th.e reacting volumes of the^ two gases are a(n 'sn^‘^n\ 
which bear the nro^ortiontr iff : b. This is a mmr>le. ratio, stpee both 
ef and ^ are small wHo|.o nftml^ers. Gas^. th.^ rdbre. r eai^t in simi^ 
rado by wlume , wM cH is Gav Lu.^iic5Taw. - '' ' 

W'l m i » v i-. 

•Abe csjled Ayb(rs<?TeVjavi):,,jiSnee the hyi^tbeds. confcctm 
tests of-deductioni tnade from h. 
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Ayi^pidro’s hypothesUi and Dalton’s Atomic Thoory^-^The 

adoption of Avogadro*s hypothesis revolutionised our concept about 
the constitution of matter, and consequently substantially modified 
the atomic theory of Dalton. The modifications were mostly in the 
following lines : The concept of simple atom and compound atom was 
rejected—^two kinds of smallest paidcle of matter recognised instead ; 
these are an atom and a molecule. 

An ato^, as stated already, is the smallest particle of an element 
which can take part in a chemical change ; the atom cannot usually 
exist as such in the free state. 

A molecule, on the other hand, is the smallest particle of a 
substance (an element or a compound) which can exist in the free 
state. The properties of a substance are the properties of its molecules. 
Since atoms alone take part in a chemical change, prior to any 
chemical reaction, molecules of reacting substances first separate 
into atoms which then combine in simple numerical proportions to 
form diolecules of new substances. 

Application *of Avogadro’s hypothesis.—^The hypothesis not 
only explained Gay Lussac’s law of gaseous volumes, but also gi^tly 
extended the usefulness of Dalton’s atomic theory by clearly explaining 
the confusion arising out of the concept of ‘simph atom’ and 
^compound atom*. 

The hypothesis is perfectly general in its applications, but it was 
only some fifty years later after its adoption that Cannizzaro, a pupil 
and a countryman of Avogadro, successfully applied it to experimental 
results in the year 1858. The hypothesis affords methods : 

(t) to determine the number of atoms in the molecule of a gaseous 
element^ i.e , its atomiaty. 

(ti) to compare the molecular weights of gases and vapours and 
to deduce that the molecular weight of any gas or vapour is 
twice its vapour density. 

{tit) to establish that the gram-molecular weight of ary gas occuptes 
. 22A litres at N.T.P.^ 

«(tv) to deduce the molecular formula of a^ompound from its volumetric 
composiiwn. 

{v) to (ktemdne the atomic might of an element. 

(i) To determine the number of atoms in the molecnle of a 
gaseous elements i.6.f its atomicity. 

(a) Experiment shows that: 

1 volume of hydrogen combines with 1 volume of chlorine to 
form 2 volumes of hydrogen chloride. 

1 volume of hydrogoi contain n molecules of it, then» by 
Avogadro’s hypothesis : 

n molecules of hydrogen + ^ molecules of chlorine a 2s molecules 

^ of hydrogen phloride. 

^ or 1 molecule of hydrogen + 1 molecule of chlorine » 2 molecules 
^ of hydrogen chloride. 
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or I molecule of hydrogen -f ^ molecule of chlorine =« 1 molecule 

of hydrogen chloride. 

But a(KX>rding to Dalton’s atomic theory, each molecule of 
hydrogen chloride, being a compound of hydrogen and chlorine, nmst 
contain at least one atom each of hydrogen and chlorine—coming 
from ^ molecule each of hydrogen and chlorine. Hence, a molecule ^ 
hydrogen or chlorine must contain at least 2 atomSf since atoms are indivisible. 

The exact niimber of atoms in a hydrogen molecule can be Ascertained as 
follows : 

(i) The number of different sodium salts that an acid can yield is a measure 

of its replaceable hydrogen atoms. Thus, sulphuric acid, H,S 04 , yields two sodium 
salts, NaHS 04 , and Na 2 S 04 , the two hydrogen atoms of the acid being replaceable 
in two stages. In a similar manner by replacing 3 hydrogen atoms of phosphoric 
acid, H 3 PO 4 , in three stages, three sodium salts, NaH 3 P 04 , Na,HP 04 and Na 3 P 04 
can be obtained. Hence the number of sodium salts that an acid forms is equal to 
its number of replaceable hydrogen atoms. Now hydrochloric acid yields only 
oiu sodium salt. The hydrochloric acid molecule, theraore, contains only one atom 
of hydrogen. But it has been shown to contain, as above, half a molecule of hydrogen. 
Half a molecule of the gas, therefore, contains one atom of hydrogen. Hence a 
molecule of hydrogen contains two atoms, or in other words, ^ hydrogtn molecule is 
dia/bmiCj i.e., the atomicity of hydrogen is two. * 

(ii) The ratio of the specific heat of a gas at constant pressure, Cp, and that at 

constant volume, Cv, has been found to be equal to 1.44, t.s., Gp/Cv 3 = 1.44, for 
diatomic gases. In the case of hydrogen this ratio is found to be 1.44 and hmee 
the gas is diatomic. * • 

(b) 2 vols. of hydrogen -f- 1 vol. of oxygen = 2 vols. of steam. 

Let 1 volume hydrogen contain n molecules of it, then by 
Avogadro’s hypothesis : 

2 molecules of hydrogen + 1 molecule of oxygen = 2 molecules 

of steam. 

or 1 molecule of hydrogen + ^ molecule of oxygen = 1 molecule 

of steam. 

But 1 molecule of steam must contain at least one atom of oxygen, 
coming from ^ molecule of oxygen. Hence a mplecle of oxygen is 
a' least diatomic. • 

The atomicity f i.e., the number of atoms in a molecule of elementary 
gases like hydrogen, oxygen, nitrogen, chlorine, ete., is two only. 

(ii) The molecular weight of any gas or vaj^our is twice its 
vapour density* * 

TTie density of a gas or vapour relative to hydrogen is the ratio of 
the weight of a volume of the gas or vapour to the weight of the same 
volume of hydrogen under the sami conditions of temperature and 
pressure. ,, ^ 

By definition, relative density or velour density^ as it is called. 

* I* I • 

weight of a certain volume of the gas or vapour 
weight of the same volume df hydrogen 

at the same temperature and pressure. But equal volumes of the gas 
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and hydrogen cont^ the same number of molecules^ 
Avogadro’s hypothesis. Hence, 

vapour density = of n molecules of gas or vapour 

weight of n molecules of hydrogen 

_ weight of 1 molecule of gas or vapo ur 
weight of 1 molecule of hydrogen 
__ molecular weight of g as or vapour 
molecular weight of hydrogen 
_ mol. wt. of gas or vapour 


since a molecule of. hydrogen is diatomic and its atomic weight is one 
moieetdar weight of gas or vapour = 2 xits vapour density. 

Actually the atomic weight of hydrogen is 1.008 and its molecular 
weight is 2.016 instead of 2, so that 

molecular weight = vapour density x 2.016. 

(iii) Gram-mole^nlar weight of gas or vapour occupies 
22.4 litres at N.T.P. 


Molecular weight of gas or vapour expressed in grams is its gram 
molecular weight. One litre of hydrogen at N.T.P. weighs 0.09 gm. 
nearly. * 


Vapour density 


wei ght of 1 lit re of gas or vapour at N.T.P. 
weight of 1 litre of hydrogen at N.T.P. 
weight of 1 litre of the gas at N.T.P. 

0.09 


• _ 

weight of 1 litre of gas or vapour at N.T.P. 


= 0.09 xits vapour density = 0.09 x(M/2.016), 
where M = gram-molecular weight of the gas. 

i.e., 0.09 X (M/2.016) gm. of gas or vapour occupy a volume of 1 litre 
at N.T.P. 

« 

.*. M gm. of gas or vapour occupy (2.016/0.09) or 22.4 litres at 
N.T.P. 

Hence, the gfam-molecular weight of any gas or vapour occupies 
22.4 litres at N.T.P. This is called the gram-molecular volume or molar 
volume, * 


(iv) Molecular formula of a compound from its volumetric 
composition. 

Erperiments show that: 2 volumes of steam arc obtained from 
i, , 2 volumes of hydrogen and 1 volume of oxygen. 

Suppose 1 volume of steam contains n molecules of it, th^ by 
Avo^^o’s hypothesis, 2n molecules of smam are obtained frdtn 2n 
molecules of hydrogen and n ^molecules of oxygen. 

% molecules of steam are obtained from 2 molecules of 
>i^rogen and 1 molecule of oxygen* - « 
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1 molecule of steam is obtained from 1 molecule of hydrogen 
and half molecule of oxygen. 

Now, 1 molecule of hydrogen contains 2 atoms of hydrogen ; 
half*molecule of oxygen contains 1 atom of oxygen. 

/. the simple formula for steam is HjO. 

Again, the molecular weight of steam = 2 X 9 =; 18 ; 9 is the 
vapour density of steam determined experimentally. 

Hence, the formula HjO for steam is confirmed, since *1 molecule 
of steam can contain only 1 atom of oxygen, its atomic weight being 


(v) Atomic weight of an element. —(a) From the atomicity 
of elementary gases : 

Atomic weight = molecular weight -f- atomicity. 

Molecular weight is deduced from the determination of vapour density. The' 
molecular weight of the element argem, for example, i s found to be 39.9 and its 
atomicity is 1 . tlence the atomic weight ^f at^on~Ts 35.^ . 

(b) Cannizzaro’s method of least weight. —Since an atom is • 
indivisible, no molecule of a compound can tS^ntain less than one 
atom of any element. Hence, the atomic weight of an dement may be 
defined as the smallest weight of it found in the molecular weight of any of its 
compounds. • 


The method depends upon the determination of: 


(i) the molecular weights of a large number of volatile compounds 

(dedu(»d from the relation molecular weight = 2 X its vapour density, 
vapour density being determined experimentally). 

(ii) their percentage compositions by direct analysis. The weight 
of the element present in the molecular weight of each compound is 
then calculated—the least of these weights is the probable atomic 
weight of the element. 


The method is obviously applicable in the case of elements which 
form a large number of volatile compounds. • 

The application of the method to nitrogen is illustrated bplow. 


CSompound Mol. wt. 

Ammonia 17 

Nitrous ox'de 44 

Nitric ojade 30 

Dinitrogoi tetroxide 92 


% Ng by wt. Wt. of Nj per mol. 
82.3 • 17x0,823 = 14 

63.6 • 44 x 0.636 = 28 

46.6 30 x 0.466 = 14 

30?4 92 x 0.304 = 28 


Hence, the probable atomic weight of nitrogen is 14, since it is 
the least weight of nitrogen found in any of its compounds. 


Molecular weights determined from vapour densities of tlie compounds are not 
exact, and consequently the atomic weights found by Cannizzaro’s method are only 
appmxfmate. ^ 

VAvogadro Number and Molar Volume. —^In fixing the relative atomic weights 
the atomic weight of hydrogen has been taken as I, and since hydrogen is diatmie 
its molecular weight is 2—weight of .1 gram molitcule of hydrogen is 2 gms* Suppose 
the absolute weight of an atom of hydrogen is w gm.,*and hence the weight of 1 molecule 
^ hydrogen is 2w gm. the nuihber mdecules in 1 gram molecular weight « 
hydrogen = 2 /2w = I/w. ' ^ 
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. Taking the case of oxygen,- its vapour density b 10 and hence the molecular 
weight 2 X 16 ss 32. In other wor^, a molecule of oxygen is 32 times as heavy 
as an atom of hydrogen. Hence the weight of 1 molecule of oxygen «= 32 w gm. 

number of molecules in 1 gram molecular weight of oxygen — 32/32w « 1/w. 
Considering carbon dioxide whose vapom density is 22 and hence the molecvuar 
weight 44, 1 molecule of carbon dioxide is 44 times as heavy as an atom of hydrogen. 
Hence the weight of 1 molecule of carbon dioxide 44w gm. . . 

.V number of molecules in 1 gram molecular weight of carbon dioxide 

= 44/44w 1/w. 

It is evident icom the above that 1 gram molecular weight of any gas contain the 
sanie number of molecules—this number is known as Avogadro number, usually 
denoted by N and is equal to 6.023 x 10”. 

Now, since 1 gram molecule of any gas contains the same number of molecxilcs, 
from Avogadro’s hypothesis 1 gram molecule of any gas will occupy the same volume 
under the same conditions of temperature and pressure. It has been found 
experimentally that 1 gram molecular weight, i.e., 2 gm., of hydrogen occupy 22.4 
litres at N.T.P. Hence 1 gram molecule of any gas will occupy 22.4 litres at N.T.P. 
This is called molar volume. 


Exercises 

1. A metal is found t^ give two oxides ; on heating 1 gm. of each in a cuieent 
of hydrogen, 0.798 and 0.888 gms. of the metal were obtained. Show that the results 
are in agreement with the law of multiple proportion. 

In the first oxide (1—0.798) or 0.202 gm. of oxygen unite with 0.798 gm. of the 
metal. * 

1 gm. of oxygen unites with 0.798/0.202 or 3.95 gms. of the metal. 

In the second oxide (1—0.888) or 0.112 gm. of oxygen unites with 0.888 gm. 
of the metal. 

1 gm. of oxygen unites with 0.888/0.112 or 7.9 gm. of the metal. 

Hence the weights of the metal uniting with a constant weight, namely, 1 gm. 
of oxygen, are as 3.95 to 7.9, that is, as 1 :2. Hence the agreement. 

2. Illustrate the law of reciprocal proportions from tlie composition of the 
following compounds : 

Marsh gas 75% carbon, 25% hydrogen ; carbon monoxide 42.86% carbon, 
57.14% oxygen ; and water 11.11% hydrogen, 88.89% oxygen. 

In marsh gas 1 gm. of carbon unites with 25/75 or 0.33 gm. of hydrogen. 

In carbon monoxidb 1 gm. of carbon unites with 57.14/42.86 or 1.33 gm. 
of oxygen. * 

Hence, hydrogen and oxygen should unite in the ratio of 0.33 to 1.33, i.e., in 
the ratio of 1 to 4 ; or^n some simple multiples thereof. 

In water 11.11 gm. of hydrogen united with 88.89 gm. of oxygen. 

1 gm. of hydrogen unites with 88.89/11.11 or 8 gms. of oxygen. 

i.e., hydrogen and oxygen unite to form water in the ratio of 1 to 8 parts by 

weight, that is, in the ratio of 1 to 2 X4 parts by weight. 

Hence these figures -agree with the law of reciprocal proportions. 

Two oxides of a metal M, when heated to a constant w'eight in a current 

hydr<^en gave 0.12585 g. and 0.2264 g. of water respectively per gram of the 
f^xides us^. If the formula for the latter to given by MO, find that for the other. 

10 gms. of water H|0 contain 16 gms. of oxygen. 

0.12585 g. of water contains ^ X 0.12585 »0.1119 gm. of oxygen. 

' This 04119 g. of 0| comes from 1 gm. of first oxide, and hence in 1 gm. of first oxide, 
.M.«w.i0.^1 gm., and O » 0.1119 gm. 
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0^264 gm., of water contain^ XO.2264 = 0.2013 gm. of oxygen. 

in 1 gm. of second oxide, M =» 0.7987 gm., and O a 0.2013 gm. 
Now, formula of the second oxide is MO, i.e.. 

Number of atoxns of M 1 _ 0,7987/x, 

Number of atoms of O 1 ** 0.2013/16, 
where x a atomic weight of M, and 16 a atomic weight of oxygen. 


0.7987 
* 0.2013 


X 


16 a 63.49. 


fn the first oxide, 


number of atoms of M 


number of atoms of O 
formula of first oxide is M^O. 


0.8881/63^9 _ 2 
0.lii9/16 “ 1 


4. State and explain the laws of chemical combination. Give some account 
of experimental evidence upon which they are based. 

Two oxides a and i of a certain metal were heated to constant weight in a current 
of hydrogen and the water obtained in each case was weighed. The following results 
were obtained : 2 gm. of a gave 0.2517 gm. of water, and 1 gm. of 6 gave 0.2264 gm. 
of w^cr. Show that the above results illustrate the law of multiple proportion. 

5. Illustrate the law of equivalent proportion from Aie following analysis : 

Potassium chloride potassium 52.5% ; chlorine 47.5%. 

Potassium iodide potassium 23.6% ; iodine 76.4%. 

Chloride of iodine iodine 78.2%; chlorine 21.8%. 

6. What is Avogadro’s hypothesis ? Explain, with illustrations, how this 
hypothesis brings into harmony Dalton’s atomic theory and Gay Lussac's law of 
'Combining volumes. State how it is used to prove that (i) the atomicity of o^gen 
is two ; (ii) the molecular weight of any gas is twice its vapour density, and (iii) the 
gram molecular weight of any gas is 22.4 litres at N.T.P. 

7. State and explain Gay Lussac’s Law of combining volumes. Four compounds 

•of an clement contain respectively 42.8%, 27.3%, 80%, and 64.90% of the element. 
The weights of one litre of each of these compounds in a gaseous state at N.T.P. are 
1.26 gms, 1.98 gms., 1.35 gms. and 3.33 gms. respectively. Calculate the probable 
atomic weight of the element and explain the principle involved in the determination 
of atomic weights by Cannizzaro’s method. Am. 12 

8 . State how the results given below illustrate a law of chemical action. 
Enunciate the law. 

(a) 0.46 gm. of magnesium produce 0.77 gm. of magnesium oxide. 

(b) 0.82 gm. of magnesium liberates 760 c.c. of hydrogen at N.T.P. froni^an acid. 

(c) 1.26 gm. of water result from the union of 1.12 gm. of oxygen with hydrogen. 

9. State and illustrate the law of multiple proportion. Does it contradict the 
law of constant proportion ? Three oxides of lead have the following composition : 

(») (»») . (»i) 

Lead 92.85 90.63 86.51 per cent. 

Oxygen 7.15 9.37 13.49 per cent. 

Show how these figures bear out the law of multiple proportion. 

10. State Dalton’s Atomic Theory and show how the laws of chemical rombination 

can be deduced from it. Inter Sciencet London. 

11. The percentage composition of ferrous sulphide is : iron 63.53 per cent, 
sulphur 36.47 per cent. Two grams of iron are heated with 5 gms. of sulphur.^ How 
much ferrous sulphide is formed and how much sulphur remains uncombined ? 

« , Aru. 3.148 gms ; 3.852 gms. 

12b Explain and illustrate Gay Lussac’s law of ^eous volumes and show how 
it has led to the distinction between atoms and mdecules. 
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13. State and illustrate the law of multiple proportions. Baplain how it foUows 

directly from Oalttm's atomic theory. GmAati, 1952' 

'Fwo oxides of a metal contain 27.6 and 30.0 per cent of oxygen respectively. 
If the formula of the first be M lO*. find that of the second. Ans, M 1 O 3 

14. Enunciate Avogadro's hypbthesis and show how it leads to a clear inter* 

pretation of Gay-Lussac’s law of gaseous volumes. Discuss how the Avogadro’s 
hypothesis has proved useful in the determination of atomic weight of gaseous 
elements. Calcutta, 1959- 

15. Enunciate Avogadro’s hypothesis, and mention its important applications. 

• U. P. Board, 1950' 


VIII 

CHEMICAL £Q,UIVALENTS AND ATOMIC WEIGHTS 

An important consequence of the la-w of reciprocal proportions is 
the emergence of the idea of equivalent weight ; thus 

In sodium hydride, NaH, the ratio by weight of hydrogen to 
, sodium is 1 : 23. 

In hydrogen chloride, HCl, the ratio by weight of hydrogen to 

chlorine is I : 35.457. 

The law of reciprocal proportions ssiggests that sodium and 
chlorine will combine in the pro’^ortion of 23 : 35.457 or in a simple 
multiole of this pronortion. Thus, 23 parts by weight of sodium 
combine with 35.457 parts by weight of chlorine to form sodium 
chloride. 23 and 35.457 are the equivalent weights pf sodium and 
chlorine respectively. Hence : 

Elements combine in the ratio of their equivalent weights or their 
multiples. 

Standard of Eqaivalenta. —In finding out the eauivalent weight of an elemciU' 
it is necessary to fix upon a standard of reference—this is taken as 8 parts by weight 
of oxygen i.e., equivalent vueiekt of oj^gen is always 8.000 by dejmition. 

Formerly 1 part by weight of hydrogen was the standard, but since there are- 
many elements, particfilarly metals, which do not form stable compounds with 
hydrogen, the basis of definition was changed to oxygen. But there are some clemeuth 
which do flot form stable compounds with oxygen. In order, therefore, to maintain, 
the oxygen standard, the standard of reference is extended to equivalents of 03^gen._ 
On the ba.sis of 8.000*as the equivalent weight of oxygen, the eauivalent weight of 
hydrogen is 1.008, that of carbon (in CO 3 ) is 3.0025, and that of chlorine (in CIjO) 
is 35.457. ^ 

Hydrogen was taken as the standard by Dalton but the adoption of oJ^en as. 
the standard was due mainly to Berzelius and Stas. 4 

Equivalent weight.— The equivalent weight of an element is dLjined 
as the number of parts by weight of that element which will combine chemically 
^ mth or will replace from chemical combination, 8.000 parts by weight of osygm, 

or its equivalent, i.e., 1.008 parts by weight of hydrogen or 35.457' by 
tetfight of chlorine. 

i. The equivalent weight is a number ; the gram equivalent the 
ute^fU ej^essed in grams. The equivalent weight is an ^EpenBaocital 



CHEMICAL EQprVALENtS AND ATOMIC WEIGHTS 


91 


llIwtiiition«.<^(l) 1.008 parts by weight of hydrogen combine widi 8 parts 
by weight d( oxygen to form water, H^O ; the equivalent weight of hydrogen, therefore, 
is 1.008. 

(ii) J.008 ©arts by weight of hydrogen combine with 85.457 parts by weight 
of chlorine to form hydrogen chloride ; consequently the equivalent weight of chlorine 
is 35.457. 

(iii) 35.457 parts by weight of chlorine combine with 107.88 parts by weight 
f>f silver ; equivalent weight of silver is, therefore, 107.88. 

(iv) 12.1'6 parts by weight of magnesium displace 1.008 parts by weight of hydrogen 
from dilute sulphuric acid. 12.16 is the equivalent weight of magnesiufh : 

Mg + HaSOi = MgSO, + H*. 


Eqnivalent Mreight may vary. —Equivalent weight of an element 
is determined by direct analysis of its comnonnds. When it forms 
more than one comnound ^vith another element, its equivalent 
natnrallv varies. Thus, iron forms two oxides : ferrous oxide, FeO ; 
ferric oxide, FcgOs, 

Comnound Comoosition by weight Equivalent 


Ferrous oxide 
Fe^yic oxide 
Carbon dioxide 
Carbon monoxide 


Fe : O = 27.925 : 8 
Fe :0 18.616 : 8 

C : O = 3.00 : 8 
G ; O == 6.00 ; 8 


Fe = 27.925 
Fe = 18.616 
C =3.00 
G =6.00 


Tt also follows from the relation^: atomic iveieht — etmivaJent weight X valency that 
equivalent weight may vary in the ca.se of elements of variable valercv, siit^e atomic weight 
is a constant auantitv. 


Eanivalent of a Radical.—^The concent of equivalent o' an element is extended 
to radicals, i.e., the couivalent of a radical is the number 'f parts bv weight of it 
which can combine with 1.008 parts by weight of hydrogen or its equivalent. 

Comnound Comoosition by weight Equivalent of radical 


HNO, H : NO, = 1 : 62 

H.SO, H : SO, = 1 : 48 

NH^Cl NH, : Cl = 18 : 35.457 


NO, = 62 
SO, = 48 
NH, = 18 


I'he equivalent weight of an element is a fundamental value, and the equivalent weight of a 
comnound is formed additivelv from those of its constituent elements (or radicals). 
The equivalent weight of silver chloride = couivalent weight of silver + equivalent 
weight of chlorine = 107.88 + 35.457 = 143.337. 

Equivalent of clement or radical • Equivalent of compound 


Ca-20 ; Cl-35.457 
Mg-12.16 ; 0-8.00 
Ag-107.88 ; NO,-62 


Calcium chloride 55.457 
Magnesium oxide 20.16 
Silver nitflate 169.88 


Determination of eqnivalent weights of metals. —(i1 By 
displat^ng hydrogen from an acid by a given weight of the 
metal. 


When a metal dis’^lares hydrogen from an acid, the displacement 
takes nlace in equivalent amounts. The hydrogen liberated is 
collected, its volume measured in c.c. and reduced to N.T.P., and 
its weight calculated from the ralation : 

Wei«f^t of hydroip^en = c.c.’s of hydrogen at N.T.P. X 0.00009 
gm,, since wcjght of 1 c.c. of hydrogen at N.T.P. = 0.00009 gm. 

Weight of the metal X 1.008. 
Weight of hydrogen liberated. 


Equivalent weight of the metal 
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The medi^ is lunit^ in its applicability to metals which dissolve in dilute adds 
(or alkali) with evolution of hydrogen. Calcium^ magnesium, tine md iron dissdve 
m cold dilute HGl or H|SO|, evolving hydrogen. Aluminium dissolves in iairly 
strong HGl or warm alkali, while tin dusolves only in hot and strong hydrochloric 
acid. The method has been used to determine equivalents of zinc and alummitun. 


ft 

» 

> : 



Fig. 38 

Calculation : • 


Equivalent weight of asinc. —About 
0.1 gm. of zinc is accurately weighed out 
in a watch glass, which is then placed in a 
beaker—the zinc being covered with a 
funnel. Water is then added till the stem 
of the funnel is under water. A graduated 
lube completely filled with water is inverted 
over the funnel and fairly strong sulphuric 
acid is added to th( beaker. Qitick 
evolution of hydrogen takes place on the 
addition of few drops of copper sulphate 
solution—the gas collects in the tube. 
When the zinc completely dissolves, the 
tube is taken out by closing the open end 
with the thumb, and pla<^ in a jar of 
water so that the level of water inside and 
outside becomes the same. The volume, of 
hydrogen is noted, so also the barometric 
pressure at the time and the temperature 
of water, (fig. 38). 

Zn + HaS 04 =* ZnS 04 + H, 


Let the weight of zinc = w gm. 

Volume of hydrogen collected = v c.c. 

Temperature of water == f’C. 

Barometric pressure = P mm. 

Aqueous tension at f’C == f mm. 


Barometric pressure = pressure of H 3 + aqueous tension at t^C. 

Pressyre of Hg == (P—f) mm. 

Let the volume of the hydrogen at I^.T.P. be v' c.c. 
vtP-f) v'.760, , vx(P-f)x273 

•• (271+1) “ "“‘(■2'73+t)x 760‘'''' 

Now, 1 c.c. of hydrogen at N.T.P. weighs 0.00009 gm. nearly. 

.'. v' c.cs. of hydrogen at N.T.P. weighs v' X 0.00009 gm. 

wx 1.008 wX(273+t)x 760X1.008 

.*. equivalent of zinc - ^0.00009^ v X (P-f) X 273 x O.OOOOS 


(ii) By converting a known weight of the metal into its 
omde, and weighing the oxide. 


Suppose— 

the weight of the metal 
the we^ht of the oxide 
the weight of oxygen 

.*. the equivalent we:^ht of the metal 



(w'—w) 


The equivalent weight of oxygen is 8 by definition. 
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(a) by heating metal in air s Equivalent weight of 
magnesium : 

A porcelain crucible and its lid are weighed. A piece of clean 
magnesium ribbon about 5 inches long is broken into pieces and taken 
in the crucible, which is then weighed again with its lid. The crucible 
is then slowly heated on a clay-pipe triangle, with its lid put slightly 
on one side in order that air might have access to magnesium. When 
the magnesium is burnt completely, the crucible is cooled in a 
desiccator, and weighed again. 2Mg +02= 2MgO. ’ 


Gslcsladon : gm. 

Weight of crucible + lid a 

Weight of crucible + lid + magnesium b 

Weight of crucible+ltd+magnesium oxide c 

weight of magnesium (b—a) 

Weight of magnesium oxide (c—a) 

weight of oxygen (c—b) 


equivalent weight of magnesium = ^ X 8. 

(c—b) • 


(b) by converting the metal into the nitrate by allowing 
nitric acid to act on the metal—^the nitrate decomposes^ on 
strong heating, into the pride. 

Equivalent weight of copper. —porcelain crucible with its 
lid is weighed. A few pieces of clean copper foil, about 2 gm., are 
put into the crucible, which is again weighed with its lid. Few drops 
of moderately strong nitric acid are added to the copper foils in the 
crucible—a vigorious reaction takes place with the evolution of brown 
fumes. When the copper has dissolved fully, the solution is carefully 
evaporated to dryness on a hot asbestos plate so that none of the green 
copper nitrate is lost by spirting. The crucible with its lid placed 
slightly on its side is then heated on a clay-pipe triangle where the 
green copper nitrate is converted into the black copper oxide, and 
more brown fumes are evolved. When the reaction has ceased, the 
crucible with its lid is allowed to coo[ in a desiccator and weighed 
.again. The process of heating, cooling and weighing is repeated till 
tlic final weight is constant. The weight of copper combining with 
' 8 gm. of oxygen is found out by proportion. • 

Cu + 4HN08 = Cu(N08)2 + 2 H 2 O + 2r^Oa 
2 Gu(N 03)2 = 2CuO + 4NOa -f O* 


Taldng the same figures as in the equivalent weight of magnesium, the equivalent 
weight of copper « X 8. 

The method has been applied in finding the equivalents of copper^ tin, zm and 
irao. 


Tin reacts with strong nitric acid to ^ve hydrated stannic oxide 
directly without the formation of any nitrate at all. 

(iii) By sanction of a given weight of the oride of a metal 
to riie metal 1 CuO + Gu + HgO. 
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Many metallic oxides are reduced to the metal by hydrogen or 
coal gas. The method is illustrated with copper oxide. A porralaiH 
boat is weighed empty, and then containing some dry black oxide of 
copper. I'he boat is then slipped into a hard glass tube and heated 
in a current of hydrogen gas, when the oxide is reduced to the metal.- 
After about half an hour, the tube is cooled wiUi the current of gas 
still on. When cold the boat with the reduced copper is taken out 
and weighed (fig. 36). 


Calculation i 

Weight of boat 

Weight of boat + copper oxide 
Weight of boat + copper 
weight of copper 
weight of oxygen 

the equivalent weight of copper 


gm. 

a 


b 


(c-a) 
(b—c) 


(b-c) 


X 8. 


(iv) By the analysis of halides.—^Equivalent weight of 
sodium* —weighed quantity of pure sodium chloride is disst)lved 
in distilled water containing a little nitric acid, and precipitated as 
silver chloride by adding an excess of silver nitrate solution. The 
curdy white precipitate of the silver chloride is filtered, washed, dried 
and wcigliod. ^ I’hc reaction is : NaCl + AgNOg = AgGl + NaNOg. 

One equivalent of sodium chloride produces one equivalent of 
silver chloride. Hence tlie equivalent weiglit of sodium chloride is 
the weight which produces 143.34 gm. of silver chloride. ^ 143.34 gm. 
is equal to 1 gram-equivalent of silver chloride, i.e., 157.88 gm. of 
of silver react with 35.46 gm. of chlorine to form (107.88-f-35.46) 
= 143.34 gm. of AgCl. 

The equivalent of sodium is 35.457 loss than the equivalcrt of 
sodium chloride, since sodium and chlorine have combined in 
equivalent amounts. 

Calculation. —Let the weight of sodium chloride w gms. 

The weight of silver chloride := w' gms. 

w' j^ms. of AgGl arc produced by w gm. of the sodium chloride. 

143.34 grm. of AgGl are produced by 143.34 w/w' gm. sodium chloride. 

i.e., equivalent 6f sodium chloride = 143.34 w/w'. 

tlie equivalent weight of sodium = (143.34 v/lvf') —35.457. 

Alternatively, let the ccfoivalcnt of sodium = x. 

the equivalent of sodium chloride = x + 35.457, 

Equivalent of sodium chloride __ weight of sodium chloride- 

Equivalent of silver chlontie w-ught of silver chloride 
i.c., (x+35.457)/i43.34 = w/w', .-. x (143.34 w/w')-35.357. 

The method has been used in determining the equivalents of sodium, potassium, 
eakim, magnesium, zine (using the bromide), lead, q[mic, silicon, iron (usk^ the bromide), 
MTid nitrogen (as NH4CI). 

(v) By the replacement of |pietalE. —more efeetropc»itive 
inetkl displaces a less dectropositive metal from its salts in solution— 
the displacemcrt taking place in equivalent amounts. The method 
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is applicable when a metal displaces anotlier from a solution. Thus, 
if a piece of iron, (say, a knife-biadej is put into coppor sulphate 
solution, it becomes coated with a red deposit of copper, and the 
iron dissolves : 


GUSO 4 + Fe = FeSO* H- Gu. 

JUastradon. —known weight of clean iron powder ia gradually added into 
a solution of copper sulphate in a beaker ; the iron dissolves and red copper powder 
deposits at the bottom of the beaker. It is liltered oil, and washed with water until 
the wash-water is no longer coloured blue. Ihe hlter paper with its contents is then 
dried in an air-oven, and weighed. Ihen, knowing the equivalent 01 one metal, 
that of the other may be found out. 

Let w gm. of iron displace vr' gm. of copper. 

1 gpn. of iron displaces w'/w gm. of copper. 


Let 'he eq. wt. of iron as x, and eq. wt. of copper = 

. ^m. of iron can displace j' gm. of copper. 

.V -i gm. of iron can displace gm. of copper. 

. J’ __ w' . eq. wt. of Cu _ wt. of Gu deposit ed 
“ X w ‘ en. wi. oi ec~ wt. of Fe dissolved 


Knowing the equivalent of copper, that of iron can be found out, or vice versa, 
Obpper m its turn, displaces silver from a solution of its salt. 

2AgNOs + Cu « Cu(NO,),+ 2Ag. 

(vt) By interchange of radicals. —When a compound of a 
metal, say MA, is quanlita.tively converted into another compound, 
joy MB, then the equivalent of any of tlie three radicals involved 
can be found out, provided the equivalents of the other two radicals 
are known. The method is explained with reference to tlie equivalent 
weight of barium :— 

A weighed quantity of barium chloride is dissolved in distilled 
water containing a little hydrochloric acid, and precipitated as barium 
sulphate by adding an excess of sulphuric acid—the precipitate is 
filtered, washed, dried and weighed. 

BaClg 4 - H 2 SO 4 = BaS 04 + 2HC1. 


Let the weight of barium chloride = w, gm. 

The weight of barium sulphate = w, gm. 
i.c., w, gm. of bariup chloride gives w, gm. of BaS 04 
1 gm. of barium chloride gives Wg/w, gm. BaSOt. 

Let the equivalent weight of barium — x 

The equivalent weight of chlorine = 35.457 
The equivalent weight of sulphate = 48 

Hence, the equivalent weight of barium chloride = x -h 35.459 and the equivalent 
weight of barium sulphate — x 4r 48. 

Now 1 equivalent of barium chloride gives 1 equivalent of barium sulphate, 
i.e., (x-1-35.457) gm. of barium chloride gives (x-h48) gm. of barium sulphate. 


1 gm. of barium chloride 


gm. of barium sulphate ; 


Hence, 


X4-48 


—whence x is found out. 
x-t-.i5.457 Wj 

(vii) Fifom electro-chfxnical equivalents. —The equivalent 
weij^t may be determined from the relation {vide electrolysis) : 

equivalent weight ^ ^ ^ 



96 


INTERMEDIATE CHEMISTRY 


Eqnlvdkiits of ailver and dilotine.—weighed quantity of pure silver ia 
dissolved in fairly strong nitric acid to get the nitrate of the metal. The silver ia 
precipitated from the solution as curdy white silver chloride by adding an excess, 
of hydrochloric acid. The precipitate is filtered, washed, dried, and weighed. 

Let the weight of silver s=< a gm. 

the weight of silver chloride b gm. 

Let the eq. wt. of silver =« *, and the eq. wt. of chlorine =» y, 

eq. wt. of silver chloride =* x +> 

1 equivalent of Ag produces 1 equivalent of silver chloride. 

wt. of silver ^ _ _ equivalen t of silver_ a _x 

wt. orsilver chloride” equivalent of silver chloride. b *+y 
iKnowing the equivalent of silver, that of chlorine can be found out, or vict versa. 

The equivalent weight of chlorine may also be determined : 

(i) by burning weighed quantities of hydrogen and chlorine, and measuring^ 
the quantity of hydrogen chloride produced. The weight of chlorine combining 
with 1.008 parts by weight of hydrogen is the equivalent of chlorine. 

(ii) by accurately determining the molecular weight of hydrogen chloride which 
contains one atom each of hydrogen and chlorine. 

The molecular weight of HCl was found to be 36.466 ; hence the equivalent of 
chlorine ss 36.466 —1.(^8 — 35.458. 

(iii) by displacing the hydrogen in hydrogen chloride with aluminium. Let 
V litres of hydrogen chloride at N.T.P. yield v' litres of hydrogen at N.T.P. Let 
their densities be d and d' respectively. Hence the weights of hydrogen chloride 
and hydrogen are vd and v'd‘ respectively. Th<m, the equivalent of chlorine 

cs:~-—-jT- X 1.008. Gray and Burt (1909) found the equivalent to be 35.458. 

V d i 

The averted value is 35.457. 



Fig. 39 


The equivalent weight of hydrogen. —TDie 
accepted value is 1.008 vdth. Trfereucc to die 
equivalent weight of oxygen which is 8.0000 by 
d^nition. The most exact determination of the 
equivalent of hydrogen was made by Morley in 
1895 in the following way : 

Pure and dry hydrogen and oxygen were weighed in 
large glass globes. In later experiments the hydrogen was 
w/igh^, absorbed in palladium and driven out pure b)' 
heating. Sufiicitrit quantities of hydrogen and oxygen 
(to produce about 34 grams of water) were made to stream 
in die ratio of 2 : 1 into a previously weighed evacuated 
glass vessel (fig. 39) and burnt therein at platinum jets to 
produce water. The weights of and Oj, admitted to 
the apparatus, were obtained from the decrease in weight 
of thp globes. During the burning the vessel was immersed 
in cold water. The water produced was then frozen and 
the residual gas pumped out of the vessel through a tube 
containing phosphorus pentoxide (to keep back water vapour) 
and analysed. The weights of unreacted hydrogen and 
oxygen found were subtracted from the weights of the two 

f ases supplied from the weighed globes and the weights of 
[i and Of, actually burnt to water, found out. Alter the 
removal of residual gas, the apparatus was weighed—&e 
increase in weight gives the weight of water formed. From 
the weights of oxygen, hydrogen, and water formed, Morely 
found the ratio of oxygen to hydrogen as 8 to 1.0076. Morely 
determined the composition of water hy we^kt. 
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Let wt. of Hg admitted -> a g.; wt. of Og admitted == t g. 

wt. of residual Hg r g. ; wt. of residual Og «= i g. 

/. wt of Hg burnt s» (a-~c) g. ; wt. of Og burnt *= (b—d) g. 
in water, wt. of Hg/wt. of Og = (a—c)/(b—d) = 1.0076 :8. 


Equivalent weight of carbon. —^The equivalent of carbon b determined by 
burning a weighed amount of pure sugar charcoal taken in a fared porcelain boat 
in a stream of oxygen, and absorbing the carbon dioxide formed in weighed potash 
bulbs. For details see gravimetric composition of carbon dioxide. - 

Galoulation : Wt. of porcelain boat .= a 

wt. of boat + charcoal =: b gm. 

wt. of charcoal = (b~a) gm. 

wt. of potash bulb before expt. = c gm. 

wt. of potash bulb after expt. = d gm. 


wt. of COg formed = (d—c) gm. 

Let the equivalent of carbon = x 

equivalent of carbon dioxide = x + 8 


. F.quivalent of COg weight of COg formed 
Equivalent of G weight of carbon 


x+8 d-c ._(b-g)x8 

X F-a •• *~(d-c)-(F=i5 


Atomic weight. —Each kind of atom has a definite weight. But 
it is difficult to determine the absolute weight of an atom of the 
element (p. 22). It has been convenient in practice to state tne relative 
weight of any atom in terms of that of a standard atom. 

Formerly die atom of the lightest element hydrogen was chosen 
(by Dalton) as the standard of comparison and its atomic weight was 
taken as unity. But now the standard of comparison is oxygen. 

Since atomic weight is generally determined from the equivalent 
weight, 16.00 is taken as the atomic weight of oxygen. 

The atomic weight of an element is the weight of an atom of the ehmmt 
relative to the weight of the oxygen atom taken as 16.0000. On this basis, 
the atomic weight of hydrogen is 1.008. 

The gram-atomic weight or the gram-^tom of an efement is its atomic 
weight expressed in grams ; thus 16 grams of oxygen constitute 
one gram atom of oxygen. 

JRelation between atomic weight and equivalent weight :— 

Let the atonuc weight of the element = 
equivalent weight of the clement = «, 
valency of the element — v, 

then, by definition of valency : 

V atoms of hydrogen combine with 1 atom of tlic clement, 

or, V parts by weight of hydrogen combine with n parts by weight 
of the element, 

or 1 part by weight of hydrogen combines with ajo parts by weight 
of the element. • 

Hence, by definition of cquivalcrt weight, afv or a ss exv. 

Le.g atonUe wd^t » equivdenJt weight xpaUn^. 

7 
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Determinatioii of atomic weights. —^The exact atomic weight 
of an element is determined from the relation : 

atomic weight == equivalent weightxvalency. 

The atomic weight of an element is, therefore, either the same 
as the equivalent weight when the valency is 1, or an exact multiple 
of the equivalent weight, since the valency is always a small integer. 

The determination of atomic weight resolves into two parts ; 

(a) the determination of the equivalent weight. This may be accurately 
found out by chemical analysis. 

(b) the determination of the valency of the element. The valency is 
usually determined by dividing the approximate atomic weight 
(which may be found out in several ways, as mentioned below) by the 
equivalent weight and taking tiie nearest integer as a correct nuraoer, 
since the valency is always a whole number. 

The approximate atomic weight may bo found out in scvtial ways : 

(i) By Dulong and Petit’s law ;—The atomic heat of a solid 
element ^except carbln^ silicon^ boron, and beryllium) is approximately 
constant at ordinary temperature, and is ecjual to 6.3 nearly. Dulong 
and Petit put forward the above law in 1819. 

The product of the atomic weight and specific heat of an element is known 
as atomic heat, and consequently, 

atomic weight X specific heat — 6.3 approximately. 

The law is approximate and applies to solid elements only. 

In order to determine the exact atomic weight find out : 

(a) approjiiraate atomic weight from the realition : 

approximate at. wt. ^ 6.3/sp. ht. ; 

(b) then valency from : valency = approximate at. wt./eq. wt. 

The value of valency, thus obtained, is corrected to the nearest integer, since 
valency is always a whole number. 

(c) finally, apply the relation exact atomic weight = equivalent weight x valency. 

Example. —0.5574*gm. of a mtal was converted into 0.6817 gm. of oxide. The specific 
heal of the metal is 0.083. Find the exact atomic weight. 

0 5‘»74 

The equivalent of metal “ q *|^'43 X 8= 35.08 

By Dulong and Petit’s law, atomic weight X specific heat =: 6.3 nearly 
rough atomic weight = 6.3/0.063 = 100. 

. _rough Atomic weight _ 100 „„ 

.. valency = = 2.8. 

Hence valency — 3, since the valency is alwa'^'s an integer. 

.*. exact atomic weight 35.88x3 — 107.64. 

(ii) By Cannizzaro’s method i~From molecular weights of volatile 
compounds. —The method gives the probable atomic weight. The 
weight is approximate only. (See page 87). 

(in) By finding the vapour density and hence the molecular 
weight of a volatile salt, ttsually a chloride, of the element. 

. Let X and E be tne valercy and equivalent of the cltaneht, M. 
Tfien, Ex « atomic weight of the element. 
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Let MGlx be the formula of the cnloride. 

/. molecular weight of the chloride = Ex + 35.46x. 

_ Mol. wt. of chloride _ 2 X vapour density 
E+35.46 ~ £ + 35:46” 

Ezatnjple.— The velour density of boron chloride is 59. The equivalent of boron is 
3.607. Find the atomic weight of boron. 

Let the valency of the element be x and the fomula of the chlcyide BClx. The 
atomic weight of B is 3.607x. The molecular weight of the chloride is (3.607x+35.46x) 
and is equal to 2 X 59. 

3.607x + 35.46x = 2 x 59, whence x — 3.02 = 3 (to nearest integer), 
the atomic weight = 3.607 x 3 = 10.82. 

(iv) By Mitscherlich*s law of isomorphism (1820).—Substances are said to 
be isomorphous when they have the same cr>’stalline structure. Thus, zinc sulphate 
ZnS 04 , 7 H 20 , and ferrous sulphate FeS 04 , 7 Ha 0 are isomorphous, so also potash 
alum, ]^S 04 ,Alj(S 0 i)a, 24 H 20 , and chrome alum KaS 04 ,Cr,( 804 ) 3 ,24HjO, potassium 
sulphate, K 3 SO 4 , and potassium chromate, KaCr 04 ; also the phosphate and arsenate 
of sodium, Na 3 P 04 , 12HaO and Na 3 As 04 , l^HjO. 

Criteria of isomorphism. —(i) Similarity of crystalline structure. * 

(ii) Formation of mixed crystals —From a solution of isomorphous compounds (potash 
alum and chrome alum, for example) homogeneous crystals separate containing varying 
amounts of either substances. 

(iii) Formation of overgrowths —A crystal of a substance is found to grow in size 
when suspended in a solution of an isomorphous compound-^a crystal of chrome 
alum, for example, is covered with layers of potasli alum when suspended in a solution 
of the latter. 

Law of Isomorphism. —An equal number of atoms combined in the same way produce 
the same cryslailine form which is independent of the chemical nature of the atoms but dependent 
upon their number and position. 

Isomorjjhous substances are usurilly represented by similar formulae, c.g., Ag.jS 
and CujS. 

I'he law may be applied in two ways :— 

(i) When an clement displaces another in a compound without changings crystalline 
form, the law asserts that one clement replaces another atom for atom, that i^the number 
of atoms in the. replacing amounts w and w' respectively of the elements A (at. wt. a) 
and B (at. wt, b) arc the same. w/a = w'/b, or w/v' = a/b. 

replacing wt. of an elcmen^ A ^t. wt. o f .A 
’ ■ replacing wt. of an element B at. wt. of B • 

Suppose the percentages of tsvo elements A (at. wt. a) #ind B (at. wt. b) in the 
two isomorphous compounds AX and BX are m and n respectively. 

InAX, A —m; X = (100—m). When X 1, A — m/(100—m) 

In BX, B = n ; X = (100-n). When X - l.Ti = n/(100-n) 

i.e., m/(lM—m) and n/(100—n) are the replacing amounts of A and B 
respectively. 

m/( 100 —m) ; n/( 100 —n) = a : b. 

Hence atomic weight may be determined by anah-sis of isomorphous compounds. 

Example. —Potassium selenate (containing 35.75% selenium^ is isomorphous 
with potassium sulphate (containing 18.39% sulphur). Assuming the at. wt. of 
sulphur to be 32 6 nd the at. wt. of selenium. 

In potassium sulphate S = 18.39 ; the rest, 4.e., K and 0 = 81.61. 

In potassium selenate Sc «= 35.75 ; the rest, i.e., K and O = 64.25. 
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/. when K and O a= 1, S » 0.2253; Se » 0.5563 i.e., 0.2253 and 0.5S6S are 
the replacing quantities of S and Se respectively; 

. atomic wt. of Se 0.5565 at. wt. of Se 0.5565 
•• atomic wt. of S “ 0.2253°^ 32 “0.f253 

at. wt. of Se » 79 nearly. 

Alttmatmly, Potassium sulphate is KtS 04 ; and hence K«Se 04 is the formula 
for the selenate. 

Molecular weight of KjSc 04 «== 2x39+x+4xl6 =» 142+x, where x is the 
atomic wt. of selenium. 

the % of Se = 35.75 = x =» 79 nearly. 

(u) The valency of two elements forming isomorphous compounds is the same. 
Hence knowing the valency of one element, that of the other is found out; atomic 
weight is then found out from the relation : 

atomic weight = equivalent weight x valency. 

Thus, ferric oxide is isomorphous with aluminium oxide AliOi in which aluminium 
is trivalent ; formula for ferric oxide should be FejOa with trivalent iron. 

(v) By reference to the position of an element in the periodic 
table s 

As stated above, the atomic weight of an element •» equivalent weight X valency— 
•valency is a small whole number. In the light of his wide chemical knowledge 
B^elius (1830) could corrcttly fix the right multiple (by which the equivalent wei|,bt 
is to be multiplied) in the case of few elements only, but in absence of any guiding 
principle there was a great deal of confusion as to the correct multiple. The discoveries 
of Duiong and Petit’s law (1819) and Mitscherlich’s law of isomorphism (1820) at 
about the same period, above all the application of Avogadro’s hypothesis by Camtiziaro 
(1858), offered meth^ of finding the approximate atomic weights by means of which 
the correct multiple of the equivalent could be determined. The publication of 
Prerat^B hypothesis in 1815 that the atomic weights of the elements are whole 
multiple of that of hydrogen gave a stimulus to the determination of atomic 
weights. The hypothesis was rejected by the classical experimental rtscarches of 
Stas (I860) on the equivalent and atomic weights. The publication t>f periodic table 
of Mendclccf in 1869 gave yet another impetus to experimental activities. I,astly, 
mention should be made of the precision work of T. W. Richards of Harvard University 
in the determination of atomic weights. 

Molecular weight —Molecular weight of a substance is the sum 
of the atomic weights of all the aterm contained in a molecule, and 
consequently the molecular weight of a substance b also a relative 
weight based on the ^samc standard of comparison as is used for the 
atomic weight. Tne molecular weight of a substance majft therefore, be 
defined as llw weight of a molecule of the substance relative to the weight of 
the oxygen atoms as 1 ^0000. 

Sulphuric acid, HtSO„ for example, contains 3 atoms of hydrogen, 1 atom of 
sulphur and 4 atoms of oxygen ; hence its molecular weight 

« 2 X1.008*+ 32.066 + 4 x 16 98.082. 

The molecular weight of a substance in grams is referred to as the 

im molecular weight or the gram molecule or simply as a 
'mole* 

The gram-molecular weight of any gas or vapour occupies 22.4 
litres at N.T.P. This is called gram-molecular volume or simply 
,mdlar volume. 

The atomic and molecular weights, as stated &boy<^, refer to 
Tcladve weights only, but they are related to the absolute ^g^ts of 
at^ and molecules. 1 gram atom or 1 gram molecule of a 
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substance always contains a constant number of individual atoms or 
molecules—dus constant, called Avogadro inimber» is defined as the 
number of individual molecules m 1 gram molecule of a substance ; its value 
is 6.023 XlO**. The number of individual atoms in 1 gram atom 
is also equal to diis number. The absolute weight of an atom or 
a molecule is obtained by dividing the atomic or molecular weight 
of a substance by the Avogadro number. Absolute weight of: 

a hydrogen molecule = 2.016/6.023 x 10*® = 0.3347 X 10~*® gm. 
a hydrogen atom ~ 1.008/6.023 X 10®* = 0.1673 x 10*** gm. 

The absolute weight of an atom = the atomic weight of the element multipled 
by 0.1673 X10"** gm. 

Thus the absolute weight of a carbon atom — 12 X 0.1673 x 10~** gm. 

1 c.c. of hydrogen at N.T.P., weighing 0.00009 gm, contains about 5 x 10** 
hydrogen atoms. 


Exercises 


/ 1. 0.218 gm. of magnesium when dissolved in HCl, gave 218.2 c.c. of hydrogen 
jrollcctcd over water, at 17'C and 754.5 mm. pressure. Find the equivalent of 
e ooagnesium. Aqueous tension at 17'’C — 14.4 mm. • 


Volume of hydrogen = 218.2 c.c. ; • 

Its pressure = 7M,5—14.4 = 740.1 mm. ; 

Its temperature = == 273 + 17 *= 290® abs. 

Let the volume at N.T.P. = v c.c. 


. vx760 

• “273“ 


218.2x740.1 

290 


whence v 


200 c.c. 




Weight of 200 C.C hydrogen at N.T.P. — 200 x 0.00009 gm. 

0 218 

equivalent of magnedum = 


y 2. The chloride of an element was converted quantitatively into the corresponding 
j^de and the following figures were obtained : 0.1827 gm. of the chloride gave 
/^.1057 gm. of the oxide. Calculate the equivalent of the element. 

/ Cambridge University. 

Let X be the equivalent; then, (x+35.5) gms. of the chloride give (x 4 . 8) gms. 
of the oxide, where 35.5 and 8 are the equivalents of chlorine and oxygen respeedvely. 


x+8 


0.1057 


when X *= 29.74 


*' x+35.5 0.1827' 

A 3. The vapour density of the chlorid<?of an clement M is 66 and the oxide of 
jKt. element contains 53% of the element. Calculate the valency and*the probable 
y^tomic weight. London University. 

* 47 gms. of oxygen unite with 53 gm. of the clement.® 

8 gtm. of oxygen unite with 53 x 8/47 or 9 gms. of the dement, 
the equivalent of the element is 9. 

Let the valency of the element be x. • 

its atomic weight = valency X equivalent «= 9x. 


Suppose the formula of the chloride is MClx. 

.*. 9x + 35.5x s=* 132, whence x — 3. 

0.1 g. of a mutal of which the specific heat is 0.214, on solution in hydro* 
ehlonc acid displaced 124.4 c.c. of dry hydrogen at N.T.P. Calculate the atomic 
weight erf* the metal. CateuftOf '53 


Bquivatent weight of the metal = 0.1/124.4x0.00009 8.933 

Rough atomic weight6.3/0.214 >=> 29.44 

valei^ as rougfh atomic weight/e^uivalpnt weight as 29.44/8^933 
lar 3.296 aa 3, sii»M valoicy is an inteser. 
exact atomic weight «> 8.^3 x 3 a> 2o.80. 
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y 5. A volume of 33.6 c.c. of phosphoruil'i^pour wei;^ 0.0625 gm. at 
jmd 76 cm. pressure. What is the molecular weight of phosphorus and what is 
^ts atomicity ? 


Let the volume of phosphorus vapour at N.T.P. = » c.c. 

PX7 60 _ 3^.6 X 760, 

273 ” 


\ 


Then, 


V = 11.2 C.C. 


(273+546) 

Gram-molecular weight of any gas or vapour occupies 22.4 litres at N.T.P. 

22.4x0.0625 


moleculir weight of phosphorus vapour 


0.0112 


= 125 gm. 


molecular weight 125 . „ . . ^ . 

Atomicity --;-= vr = 4.03 = 4 (to nearest integer). 

^ atomic weight 31 ' ” ' 


6 . What is meant by the equivalent weight of an element and how is it related 
to its atomic waght ? Describe an experiment to determine the equivalent of copper. 
What further facts and reasonings are required to fix its atomic weight ? 

7. What do you mean by the term atomic weight ? State clearly the reasonings 
cnmloyed in deriving the atomic weight of an element. What were the earlier 
l^imculties ? 

8 . **The alomic weight of §n element is the number of times one atom of it is heavier th&n 
the sixteenth part of the atom of oxygen”. Explain how this definition has arben. 

9. 10.788 g. of metallic silver (at. wt. 107.88) when heated in chlorine, yielded 
14.3337 g. of silver chloride. Calculate the atomic weight of chlorine. 35.457 

to. 0.3697 g. of^M liberated 0.04106 g. of Hg on being dissolved in a strong 
solution of sodium hydrate ; find the at. wt. of Al. 27.009 


11. 0.117 g. of a metal when dissolved in dilute hydrochloric acid evolved 117 c.c. 
of dry hydrogen gas at 12°C and 766 mm. Find the equivalent of the metal 11.5 

12. 1.113 g. of Cu combine with 0.28 g. of O^. Calculate the equivalent of 

copper. Land. Mat. 31.8. 

13. Magnesium oxide contains 60% magnesium. What is its equivalent 

weight ? 12 

y^4. 0.24 g. of a metal (at. wt. 24) displaces 224 c.c. of Hj at N.T.P. from an 

dad. What is the valency of the metal ? 2 

^15. The hydride of an clement (at. wt. 31) contains 8.82% Hj. What is tlie 

mency of the element ? 3 

^16. In an experiment*0.49 gm. of a metal when dissolved in HCl gave 295 c.c. 
flKiry hydrogen at 22“G and 752 mm. of Hg. The .sp. ht. of the metal was found 
to be 0.152. • Calculate the equivalent and at. wt. of the element. 

Eq. wt. = 20.15 ; at. wt. = 40.3 

17. The chloride of a metal contains 54.42% chlorine (at. wt.‘ 35.5). The 

vapour density of the*chloride is 8.16 (O «= 1). Calculate the equivalent of the 
metal and the molecular formula of the diloride. 

* Madras Inter. ; eq. wt. 29.73 ; MCI 4 

18. 0.2213 gm. of a metallic chloride required 0.510 gm. of silver nitrate to 
precipitate exactly the chlorine. The sp. ht. of the metal was 0.057., Find the 
'squit^ent, atomic weight and valency of the metal. 

^ (At. wt. of Ag. 108 and that of Cl* 35.5) 38.24 ; 114.72 ; 3 

^ 19. 4.215 gm. of a metallic carbonate were heated in a hqrd glass tube and 
he ourbon dioxide evolved was collected over mercury. It was found to measure 
1336 C.C. at 700 m.m. and 27°C. What was the equivalent of the n^etal ? 

Madrasfittr .; 12.13 

A 20, When 0.6 gm. of magnesiunvwas treated with dilute HGl and the liydrogen 
fWolv^ was collected over water in an eudiometer at 755 mm. and 20*Gi^e volume 
^ the gas was found to be 626 c.c. The heij^t of water in the eudiometer was 200 
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m.m. Find the equivalent weight of magnesium. Aqua^ tension at 20‘’C is 
17.5 mm. 12 

21. An element X forms a chloride which is isomorphous with potassium chloride 

and contains 25.87% chlorine. Calculate atomic weight of X. 101.7 

22. The oxides of two metals A and B are isomorphous. The metal A whose 
atomic weight is 52 forms a chloride whose vapour density is 79. The oxide of the 
metal B contains 47.1% of oxygen. Calculate the atomic weight of B. 

Rangoon Inter. ; 27 

23. When 3.565 gm. of a compound MS 04 .xHa 0 was heated to lOO^C, it gave 

2.522 gm. of MSOf.SHtO. The latter compound when further heated to 150*C 
gave 2.00 gm. of the compound MSO*.!!,©. Find the equivalent %f M and the 
value of X. Eq. wt. 12 ; x ^7 

24. In an experiment 2.470 gm. of copper oxide was obtained by oxidising 

1.986 gm. of copper by nitric acid ; 0.335 gm. of copper wqs precipitated by 0.346 gm. 
of zinc from a solution of copper suplhate. Find the equivalents of copper and 
zinc. Cu — 32.8 ; Zn « 33.88 

25. An oxide of a metal contains 30% oxygen. Its chloride contains 65.5% 

chlorine. 100 c.c. of the vapour of the chloride at N.T.P. weigh 0.72 gm. The 
sp. ht. of the metal is 0.114. What are its equivalent, atomic weight, and the formula 
of the chloride. Eq. wt. = 18.67 ; at. wt. = 56 ; MClg 

26. 10.1 c.c. of dry chlorine gas at 1 S'C and 750 mm., were absorbed by potasium 

iodide solution. The liberated iodine produced 0.1982 gm. of silver iodide. _ Silver « 
iodftle contains 54.04% iodine and the equivalent of chlorine is 35.5. Find the 
equivalent of iodine. Mol. wt. of Clj is 71, 127.0 

27. Two salts, each containing potassium, oxygen, and one another element, 

were found to be isomorphous. One contained 2J3.2% potassium and 25 , 6 % 
chlorine ; the other contained* 24.7% potassium and 34.8% manganese. What 
value for the atomic weight of maganese is indicated by these data ? 55 

28. The equivalent weight of a volatile metal is 100.3. The specific heat of 
the metal is 0.033. 0.25 gm. of the metal occupies 79.5 c.c. at 500*G and 760 mm. 
Calculate the atomic weight of the metal and the molecular weight of its vapour. 

At, wt. = 200.6 ; mol. wt. = 199.5 
,29. 0.25 g. of an element when heated in oxygen produced 0,917 g. of a i^aseous 
xide. One litre of this oxide at N.T.P. weighs 1.98 g. Calculate the equivalent 
'^nd atomic weight of the element. Eq. wt. 3 ; at. wt. 12 

30. 0.0396 gm. of a metal was completely dissolved in HCl, and the hydrogen 
evolved was mixed with oxygen and sparked. 13.75 c.c. of dry oxygen measured 
at 27°C and 681 mm. pressure were required for complete combustion. 

Find the equivalent weight of the metal. Mysore Inter. ; 19.8 •* 

31. 2.67 gm. of the chloride of a metal is heated with concentrated sulphuric 

acid until a residue of the sulphate of tht? metal weighing 3.42 gm. is obtained. 
Calculate the equivalent weight of the metal. • 9 

32. A metal M which is divalent in its ordinary salts, forms an oxide which 

contains 90.66% of the metal. W'hcn 13.70 gm. of its oxide were treated with nitric 
acid, 13.24 gm. of the nitrate were formed, and an insoluble resicKie weighing 4.78 
was left. The residue was shown by analysis to be another oxide of M containing 
86.61% of M, From these data calculate the formulsl! of the two oxides and the 
atomic weight of M. M 3 O 4 ; MOj ; at. wt. — 207 

33. 1.560 gm. of a liquid chloride of phosphorus were decomposed by excess 

of water. The resulting liquid, after adding silver nitrate, filtering, washing at^ 
drying the precipitated silver chloride, gave 4.883 gm. of silver chloride. Calculate 
the equivalent of phosphonis, assuming the equivalents of silver and chlorine to 
be 108 and 35.5 respectively. 10.44 

34. Define equivalent and atomic weights. State Duiong and Petit’s law and 
discuss its importance. The chloride of a metal M, contains 20.2 per cent of the 
metal. Its specific heat is 0.224. What is the accurate atomic weight of the metal ? 
If the vapour density of the chloride is 66.7, What is its molecular formula ? 

Pmjab, '51 : at. wt. 26.9; MGa|; 



104 


INTERMEDIATE CHEMISTRY 


/ 35. A certain metal^rms two oxides. When 0.5 g. of the first oxide heated 
^ hydrogen, 0.1687 g. of water was obtained, while 0.4 gm. of second oxide under 
similar conditions yielded 0.1000 g. water. . Calculate the equivalent of the metal. 

Ottuhati 1952. 18.66 ; 26 

y 36. 0.3 gm. of a mixture of sand and magnesium gave 180 c.c. of hydrogen 

lO^G and 730 mm. Given that the equivalent of magnesium is 12, and that semd 

has no action on the acid. Find the percentage of sand in the mixture. 38.8% 

37. How much lime could be obtained from 0.7 gm. of pure calcite ? 

Equivalent weight of calcium is 20 . 0.392 gm. 

38. Ferrous sulphate combines with ammonium sulphate to form a double 

sulphate whicfl is isomorphous with the compound CuS 04 .(NH 4 )tS 04 . 6 H |0 and 
which contains exactly one-seventh of its weight of iron. Find the atomic weight 
of iron. 56 


39. An element forms a hydride whose vapour density is 17, and which contmna 

16/17ths of the element. There is no other compound whose gm. molecule contains 
less of the element than this compound does. What is its most probable atomic 
wdght ? 32 

40. 363 C.C. of Hj at IS^G and 756 mm. were liberated from dilute H 1 SO 4 by 
1 g. of zinc ; 0.973 g. of Cu was deposited by the action of a solution of copper sulphate 
on 1 gm. of zinc. Calculate the equivalents of zinc and copper. 

Land. Mat. Zn 32.44 ; Cu 31.56 

/ 41. 1 g. of the chloride of a bivalent metal when treated with excess of silver 

'^trate, gave 0.965 g. of AgCl. Calculate atomic weight of metal, Ag »= 107.9 find 
d = 35.5. Punjab Inter., 1932 ; 226.2 

42. 20 gm. of tin were treated with dilute hydrochloric acid. When 1.12 litre 
of hydrogen at N.l'.P. has been evolved tlie reaction was stopped, and the weight 
of tin remaining was found to be 14 gm. The chlbride of tin was found to have 
a vapour density of^4.5. Find the atomic weight of tin. 119 



44. Explain the terms ‘atomic weight’ and ‘equivalent weight’. Discuss the 

various methods by which the atomic weight of an element may be determined. 
2.445 gm. of an acid reacted with 2.11 gm. of calcium carbonate, of which the 
equivalent is 50. What is the equivalent of the acid ? 57.94 

45. 0.1166 gm. of the chloride of a metal was dissolved in water, and 21.0 c.c. 

of N/10 silver nitrate were needed for the complete precipitation of the chlorine as 
silver -chloride. The specific heat of the metal was 0.15. Calculate the equivalent 
weight and the atomic weight of the metal. Eq. wt. 20.00 ; at. wt. 40.00 

46. State the relationship between the atomic weight, equivalent weight, and 

valency of the clement. 0.1755 g. of a*l)ivalcnt metal and 0.1316 g. of a trivalent 
metal when separately placed in dilute hydrochloric acid, yielded the same volume 
of hydrogen, viz., 190 c.c. at 27'’C and 720 mm. pressure. Find the equivalent and 
atomic weights of the mfttals. Calcutta '52 


Bivalent metal : ei^. wt. 12 ; at. wt. 24 ; trivalent metal : eq. wt. 9 ; at. wt. 27. 

47. Define the term atomic weight. The oxide of an clement contains 28.6% 

oscygen and the vapour density of its chloride is 55.5. Calculate atomic weight 
of the element. Punjab *48 ; 39.94 

48. The chloride of an element contains 37.32 per cent chlorine. The vapour 
density of the chloride is 190(H a 1 ). Specific heat of the element is 0.CQ76. Find 
the atomic weight of the clement and the formula of the chloride. 

Ajmer Inter, 1931 ; 238.56 ; MCI, 

49. Define (a) atomic weight, and (b) equivalent weight of an element. How 

Are they related to each other ? Bombtgf 1953 

50. By converting pure sliver into silver nitrate Richards found the ratio 

^ : AgNO, - 1 ; 1.574/9. Calculdle the atomic weight of silver, assumiiw that 
for mtrog^ to be 14.008. 107.86 
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MOLECULAR WEIGHTS 

The normal density of a gas is the v/eight of 1 litre of the gas at 
^.T.P. The norm^ density of hydrogen is 0.0899 g. or 0*09 g. 
.approximately. 

The relative density ^ also called vapour density, of a gas 
^ norma l density of the gas normal density of tl»e gas 
normal density of H, 0.09 

/. normal density of a gas = the relative density x 0.09 
'4.e. weight of I litre of a gas at N.T.P. = the relative density x0.09. 

Suppose M == molecular weight of a gas in gms. 

D = normal density of the gas. 

Vto= molar volume. /. = M/D. 

For Hj, M = 2.016 and D = 0.09 /. V« =2.016/0.09 =22.4 litres. 

For08,M =32 and D = 1.429 .’. =32/1.429 =22.4 litres. 

By Avogadro’s hypothesis is the same for ail gases, hence • 

= 22.4D, M = 22.4 x0.09 xrclativs density 
or M = 2.016 X relative density. 

Molecular weights from density measurements.—^The 
■calculation is usually based on the relations : • 

(i) M =2.016 X relative density, 

(ii) M = 22.4 X D, where D = normal density, 

(iii) M = wRT/PV, from gas equation PV = nRT = wRT/M, 

where P = pressure in atmosphere ; V = volume in litres ; 
w = weight of substance ; R = 0.082 litre-atmosphere ; T = tempera¬ 
ture in absolute degrees. 

Determination of Gas Denaidea t— ^Reg;nattlt*s method. —^Tlie method is 
•used to determine density of permanent 
gases. The apparatus consists of 2 glass 
globes, as nearly equal in weight and 
•capacity (about 2 litres) as possible, 
suspended from the arms of a balance. 

The globe A is fitted with a stop-cock 
and is used to contain the gas whose 
density is determined ; it volume is 
obtained by weighing it filled with 
water. B is a compensating globe used 
as counterpoise to check the effect of 
any change in atmospheric conditions ; 

B is filled with air at normal pressure 
and sealed (fig. 40). 

The globe A is first evacuated and 
the accurately counterpoised by adding 
weights to the scale-pan above R. 

The globe A is then filled with the 
pure and dry j^as (at a given tempera¬ 
ture and pressure) and additional 
wdghts are put on the pan above B 
to restore the balance back to 
equilibrium—^tbese additional weights 
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is the weight of the known Volume of gas in globe A. The density of the gas is obtained 
by dividing the weight by volume. [The normal density of a gas is determined by. 
weighing a known volume of the gas measured at The relative density of a 

gas may either be calculated by dividing the normal density by that of hydrogen^ 
or it may be found out by first weighing the globe A, full oi the gas, and then full 
of hydro^n under the same conditions, and dividing the weight of the gas by that 
of hydrogen—in the latter method it is not necessary to know the volume of the globe 
A.] 

Vapour densities and molecular weights.—(i) Victor 
Meyer’s method. —Relative density of a volatile liquid is generally 
determined by this method. 

In tnis method the vapour of a known weight of a volatile substance 
is allowed to displace ar equal volume of air which is collected at 

the room temperature and pressure. The 
apparatus (fig. 41) is a long glass tube 
ending in a bulb at the bottom and having 
a side lube. In making a determination, 
the apparatus is cleaned and dried and a 
little sand placed in it. The open end of 
the tube is then closed by means of a cork, 
and the apparatus is placed in a widfer 
copper jacket in which a liquid boils—its 
boiling point being about 20®G higher 
than that of the tsubstance takm for the 
experiment. The side of the glass tube now 
dips under water in a trough. When a 
steady state is reached i.e., when no furtlicr 
bubble escapes through the side tube, a 
graduated tube filled with water is inverted 
over the side tube, and a small stoppered 
bottle containing a known weight of the 
substance (about 0.1 gm.) is quickly 
introduced into the apparatus, and tlie 
cork replaced. The stopper opens 
automatically and the liquid vaporises 
quickly—the vapour displacing an equal 
Fig. 41 volume of air which is collected in the 

graduated tube—the tempeiature and the 
baiometric pressure*being noted. 

Calculation.— Weight of the substance = w gm. 

Volume of air displaced = v c.c. 

Barometric pressure = P mm. 

Temperature of water = t®C. 

Aqueous tension at f’C = / mm. 

/. Volume at N.T.P. = 1^73 ^760 ~ 

Weight of an equal volume of hydrogen ss= 0 ’ x 0.00009 gm. 

/. vapour density =s wfv' X 0.00009. 

BMtciM.->-0.22 g. of a substance when vaporised in Victor Meyer’s apparatus 
displaieed 45 c.c. of air collected over water at 20°G and 755 mm. pressure. 
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Calculate the mol. wt. of the substance. Aqueous tension at 20°C is 17.4 mm. 

Punjab *4S 


(i) Volume of vapour ■ i volume of air displaced 


45x X ( 2734 .^)“ N.T.P. 

Weight of same volume of Hg at N.T.P. = 40.81 X 0.00009 gm. 

0.22 


vapour density of the substance 


40.81 X 0.00009 


- 60. 


molecular weight = 2 x60 = 120 . 

(ii) Volume of vapour =* 40.81 c.c. at N.T.P. 

40.81 c.c. at N.T.P. weigh 0.22 gm. 

22.4 litres at N.T.P. weigh o*' 120.7 gm. which is the mol wt.> 


since 1 gram molecular weight of any gas occupies 22.4 litres at N.T.P. 
(iii) PV = wRT/M 


P = pressure in atmospheres 


755-17.4 737.6 , 

260 ~ 760 


V = volume of vapour in litres = 0.045 litre 
• w = weight of substance == 0.22 g. • 

R = 0.082 litre-atmosphere ; T ~ 273 -h 20 = 293® absolute. 


M 


wRT 

PV“ 


0.22x0.082x293x760 


0.045^737.6 


120.7. 


(ii) Damas* method. —The method is applicable to easily ^latalisahU liquids 

only. In this method a thin glass bulb 
(capacity about 200 c.c.) with a drawn 
out neck, is cleaned, dried, and weighed 
(fig.‘ 42). By dipping the neck in the 
liquid whose density is required, and 
by alternate heating and cooling, about 
100 c.c. of liquid is introduced into 
the bulb. The bulb is then held 
immersed in a con.«tant temperature bath 
of water, oil or molten wax (temperature 
being 30®—40’ above the boiling point 
of the liquid), so that the tip of the neck 
is above the surface of the bath. The 
liquid begins boiling, giving off vapour 
which completely displaces the air in 
the bulb. 

When the evolution of vapour stops 
and the bulb is full of vapour only, the neck 
is sealed off—the temperature of the bath, 
and the barometric pressure at the time 
of scaling are noted. 

The bulb is next removed from the 
bath, cleaned and weighed. Finally the 
neck is broken under the surface of 



Ouma$ 

tuli 

on or 

waUt Mlt 


Fig. 42 

previously boiled water—the water enters the bulb and fills it completely, 
bulb full of water is weighed. 


The 


Galcalation. —Let the weight of bulb filled with air » a gm. 

Aveight of bulb filled with vapour = b gm. 
weigl^t of bulb filled with water sa c gm. 
temperature of weighing = t®G 
temperature of bath = t'®G * 
barometric pressure = F mm. 
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volume of bulb at t®G =a (c—a) c.c. 

Volumc of air filling bulb at N.T.P. = (c—a) X X ^ 273 ^ 1 ) * ‘ ^ 

Density of air at N.T.P. = 0.001293 gm./c.c. 

.'. weight of A c.c. of air at N.T.P. = 0.001293 X A gm. 

Weight of vacuous bulb = (a—0.001293 X A) gm. 

Weight of vapoxir filling the bulb at t^C and P mm pressure 
= [b-(a-0.001293xA)] gm. 

T- 273 

Voliunc of this vapour at N.T.P. = (c—a) X ^ x 2 73 / = V c.c. 

,, f b-ra--0.001293A) ... 

normal density of vapour — gm/htre 

mol. wt. = 22.4 X normal density. 

Molecular weights in solution. —More common methods 
involved measurements of; 

(i) osmotic pressure of a solution ; 

(ii) lowering of the vapour pressure of a solution ; 

(iii) depression of \jhe freezing point of a solution ; 

(iv) elevation of the boiling point of a solution. 

(i) Osmosis and osmotic pressure. — \ solution has a tendency 
to dilute itself; when a solution is separated from a solvent by a 
semi-pcrmeabl6 membrane, tlierc occurs a spontaneous flow of the 
solvent through the membrane from the solvent to the solution side— 
this spontaneous flow of solvent is known as osmosis^ and was first 
observed by Abbe Nollet in 1748. 

A semipermeable memhratu is a medium 
which when used as a partition between 
a pure solvent and a solution freely lets 
through the solvent but not the solute. In 
the case of two solutions of difierent 
concentrations the flow of solvent is from 
low to high concentration of solute. 

Abbe Nollet*s experiment.—Osmosis 
was demonstrated b/ this experiment in 
which a semipermeable animal metnbrane 
(pig’s bl&ddar) was stretched across the 
mouth of a thistle funnel ; the funnel was 
filled with a strong'solution of cane sugar 
and inverted over a trough of distilled 
water (Fig. 43). Osmosis occurs and the 
flow of water through thC membrane causes 
the level of solution in the stem A of the 
funnel to rise gradually until a steady definite 
maximum level is attained. When the 
steady state is reached, the hydrostatic pressure 
of the column of solution becomes equal to 
the pressure forcing the water in and is just 
suflficient to prevent the flow of more solvent 
into the solution. This pressure, developed Fig. 43 

as a result of osmosis, is known as the osmotic pressure of the solution. 

In the light of the alx)ve*cxpcrimcnt the osmotic pressure of a sotutUm 
nuff be defined as the excess pressure which must be exerted on the solution when 
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a solution and a solvent are separated by a semi-permeable membrane in order 
to just prevent the flow of the pure solvent through the membrane into the solution. 

Measurement of osmotic pressure : Pfeffer’s method.— 

Animal membranes are too weak to withstand fairly high pressure in 
actual measurements and easily give way. Copper ferrocyanide is 
an ideal scmi-permcable membrane for this purpose. 


Copper ferrocyamde is deposited on the walls of a porous 
(unglazcd porcelain) pot, P ; the pot is then cemented to a giass 
tube, g, which in its turn is fitted 


- with a calibrated air manometer, m. 
The pot is filled witn the solution 
and then placed ir a tank of distilled 
water at a constant temperature 
(fig. 44). Water flows into the 
solution and develops a high 
pressure. Sufficient time is given 
for the system to attain equilibrium 
andi the osmotic pressure at the 
temperature of the experiment is 
read off from the manometer. 

Laws of osmotic pressure.— 

(i) a constant temperature the 
osmotic pressure of a solution is 
proportional to concentration. 

Let P = osmotic pressure ; 
C = concentration of a solution. 



expressed in moles per unit volume Fig. 44 

of the solution, and V = volume of 

the solution containing 1 mole of the solution, tlien C = IjV. 


P oc C, or P = constant X C, or PV = constant, at constant 
temperature. This is the analogue of Boyle’s la'^. 

(ii) For a given concvntration the osmotw pressure of a solution is pr2PortioneU 
to the absolute temperature, 

P oc T or P = constant X T. 

This is the analogue of Charles’s law. 

The ti\o laws may be combined in the single equation : 

PV = R 'T, where R' is a constant. 

/ 

This equation which is similar to the gas equation PV = RT, is 
often called van*t Hoff equation for dilute solutions ; the two constants 
R' for solutions and R for gases, have the same value 0.082 litre- 
atmosphere. Hence the gas equation PV = RT is valid for dilute 
solutions, whcie P is the osmotic pressure. 

This clearly shows the p>arallelism between the properties of solutions and gases, 
and therefore “the osmotic pressure of a dilute solution is equal to the pressure which 
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the dissolved solute would exert if it were a gas at the same temperature, and occupied 
the same volume as the solution”. 

For n gram molecules of the solute, PV = nRT. 

It follows that equal volumes of solutions having the same osmotic 
pressure and at the same temperature contain equal number of 
molecules of solute. This is the analogue of Avogadro’s hypothesis. 
These laws of osmotic pressure arc valid for dilute solutions of non- 
electrolytes ^only and marked deviations are observed when : 

(i) the solution is more concentrated than deci-normal ; 

(ii) the solute associates or dissociates in solution. 

Two solutions having the same osmotic pressure are known as 

isotonic solutions. 

Molecular weight from osmotic pressure.—In the equation 
PV = nRT, n = w/M, where w = weight of solute in V litres of 
solution and M = molecular weight of the solute. 

PV = wRT/M or M = wRT/PV. 

P is expressed In atmospheres and R is equal to 0.082 litri- 
atmosphere. 

Exercise.—^Thc osmotic pressure of a 2 per cent solution of acetone in water 
is 590 cm. of mcr^-.ury at lO'C. What is the molecular weight of acetone ? 

Cal. B.Sc., ’35 

P r= atmosphere ; V = > 

R = 0.082 litre-atmo^phcrc ; T = 273 -f 10 = 283” abs. ; m •= 2 gm. 
wRT 2x0.082x283x76 CO 77 
PV “ 0.1x590 ' 

(ii) Lowering of vapour pressure.—-When a non-volatile solute is dissolved in 
liquid the vapour pres.sure of the latter is lowcrotl —the loivering of the vapour pressure 
being proportional to the concentration of tlic added solute. 

If// is the vapour pressure of a pure solvent and p, that of the solution, at a given 
temperature, then {p°—p) is tl>e lowering of vapour pressure, and (/>”—is known 
as tiic relative lowering of vapour presmre^ 

RaoUSt’s law.— Raouil's law states that the relative lowering of the vapour pressure 
of a solution is equal to the tuol fraction of the solute in solution. 

If N and ti be tl*e number of moles of solvent and solute respectively, then mol 
^faction of solute * n/(N-|-n). 

Hence, by RaouU’s law, - 

’ ' p N-fn 

or ^ approximately for dilute solutions. 

If the solution consists of w gms. of solute (mol. wt. m) and W gms, of solvent 
(mol. wt. M), then 

P°-~P_ w/t^ 

'p° W/M 

The molecular weight of a sqjute may be determined from the above expression 
by making a solution of known weights of solute and solvent (mol. wt. of solvent 
bang known) and by measuring tlic vapour pressure of the solution and the solvent. 
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\^ii) Depression of the freezing point. —^The freezing point ^ a 
solution is less than that of the pure solvent. The lowering of freezing 
point of a solution is proportional to the concentration of the solute. 

dt oc C dt = KC, 

where dt = depression of freezing point ; 

C == molal conesntration, i.e., the number of gram molecules 
of solute dissolved in 1000 gms. of solvent. K = is a constant, called 
molal depression of freezing point or cryoscopic constant, i.e., the depression 
of freezing point caused by dissolving 1 gram molecule of a solute 
in 1000 gms. of the solvent. 

Let W gm. of solvent contain in dissoved state w gms. 

(molecular weight m; or w/m gram molecules of solute. 

1000 gm. of solvent contain (w/m) X ^1000/W) gram 
molecules of the solute. 


^ w X 1000 
G — - -fxr or 

m X W 


dt = K. 


w X 1000, 
m X W 


m = K. 


lOOOw 
dt W 


(i), also K — 


0.002Ta 

i: 


(«) 


where T = freezing point of soivint in degrees absolute, and I — latent 
heat of fusion of solvent per gram. From equation (i) and (ii) m 
can be calculated. 


The equation holds good for diluh solulions of non-electrolytes 
only— the solution on freezing must deposit crystals of pure solvent only. 

Moial cryoscopic constants for few solvents ara as follows : 

Water 1.86 Benzene 5.12 

Acetic acid 3.90 Camphor 40.0 

• 

Exercise.—1.25 gm. of a hydrocarbon dissolved in 29.7 c.c. of benzene depressed 
the freezing point from 5.4°G to 3.52G. Calculate tlie mol. wt. of the kydrocarl^n. 
Latent heat of fusion of benzene is 29.1 cals, per gram and the density 0.878 gm. 
per c.c. • 

„ 0.002T2 0.002(273 +5.4)3 ^ * 


w == 1.25 ; W = 29.7 xo.878 gm ; dt = 5.4-3.52 = 1.88'’C 

,, wXl000_ 5.325x1-25x1000 _ i 
” “ ^ Wxdt ~ 29.7 xO.878X 1.88 * 

Determination of Lowering of Freezing Point. —A very sensitive Beckmann 
thermometer is used in the determination. It has a large bulb and only six degrees 
on the scale—each degree is graduated into 100 division. There is a reservoir at 
the top of the capillary tube from whicli mercury can be drawn into the tube and 
bulb when lower temperatures are required or into which mercury can be made 
to overflow if higher temperatures are used. The actual readings on the scale are 
immaterial, as their difference only is required. 
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Bcckmum** Method.—An accuratdy weighed quantity of pure solvent (about: 
20 g.) is taken in a tube (fig. 45) which is fitted with a platinum stirrer and a 
Beckmann thermong«ter through a cork, so that the bulb is covered with 

liquid. The thermometer is previously set so as- 
to get the freezing point of the pure solvent towardb- 
the top of the scale. The tube is fitted through 
a cork into a wide tube which simply acts as an 
air jacket and prevents too rapid fall in tcmperatiue. 
The tube is then placed in a freezing mixture (ice 
and salt) in a jar. The solvent is gently stirred—the 
stirrer in the freezing mixture is also worked and the 
thermometer observed. The mercury falls gradually 
to a certain point, when the solvent supercools 
slightly below its true freezing point. Vigorous 
stirring is then started when freezing commences 
and the mercury column at once runs up to the 
freezing point and remains stationary on the 
thermometer. It is then read off with a lens. 

The tube is then taken out and allowed tn 
warm till the solid solvent melts. A weighed 
quantity of solute (about 0.2 g.) is then introduced 
through the side tube and dissolved in the solvent 
by stirring. The tube is then replaced in the .lir 
jacket which in its turn is placed in the freezing 
mixture. The solution is stirred and cooled as with 
the solvent and the freezing point of the solution 
read off. The difference between the two readings 
gives the depression of the freezing point. 

(iv) Elevation of boiling point.— 

Since the boiling point of a liquid is the 
tempcratuie at which its vapour pressure 
is equal to atmospheric pressure, a solution 
of which the vapour pressure has been 
lowered by the addition of a non~volatile solute, boils at a higher 
temperature than the solvent. 

Elevation of boiling point of a solution is proportional to the concentration 
of the dissolved solute, 

d* oc G or dt = K.C, 
where dt = elevation of boiling point, 

G = molal concentration, i.e., number of gram molecules of 
solute in 100b gms of solvent ; 

K = a constant, called molal elevation of boiling point or boiling 
point constant, caused bv dissolving 1 gram-molecule of 
solute in 1000 gms. of solvent. 

Let W g. of solvent certain w gm. (molecular weight m) or w/m 
gram molecules of the solute. 

/, 1000 g. of solvent contain (w/m) x(1000/W) gram molecules 

rf ^lutf. t « 



Fig. 45 
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w X 1000 _ -r, W X 1000 

m X W m X W 


„ 1000 w . « 0.002Ta , 

m K. ^ .(0 also K = ^ (u; 

T = boiling point of the solvent in degrees absolute, and 

I = latent heat of vaporisation of the solvent per gram. 

The equations hold good for dilute solutions of non-volatile non¬ 
electrolytes only. 

Molal Boiling Point Constants for few solvants are as follows : 


Ethyl alcohol 
Water 


0.513 Acetone 
1.20 Benzene 


Determination of elevation of boiling point.—^Landeberger^s method.—^In 

this method the liquid is raised to its boiling point by passing a stream of vapour 
of the pure boiling solvent into it; 
the vapour on condensation gives 
out latent heat of vaporisation which 
heats the liquid to its boiling point 
without any risk of superheating. 

The apparatus is shown ift 
fig. 46. The pure solvent (about 
5 c.c.) is taken in the graduated 
tube A, having an orifice just 
above the bulb ; the tube is fitted 
with a thermometer graduated in 
tenths of a degree and a delivery 
tube from the flask D in which the 
pure solvent is kept boiling. The 
tube is fitted with an outer jacket 
B which is attached to a condenser 
at G. The vapour of the pure 
solvent from the flask D where it 
is kept boiling passes into the 
solvent in the tube A and condenses 
there, its latent heat of vaporisation 
raising the liquid to its boiling 
point, which is read from the 
thermometer when the temperature 
becomes steady—the excess vapour Fig* 46 

escape through the orifice into the 

outer jacket B and provide a hot jacket round A and is finally condensed by the 
condenser C. After recording the boiling point of the solvent, the vapour is cut 
off and greater part of liquid in A is poured back into D, only about 5 to 7 c.c. being 
left behind. A weighed amount (about 0.2 g.) of solute is then added and dissolved 
in the liquid in A and the boiling point is again determined as before. The 
temperature is read off and immediately afterwards the supply of vapour is cut by 
dbconnecting the flask O ; the burner from under the flask D, the thermometer and 
delivery tube from A, all are removed and the volume of the solution is read on the 
graduated tube and the weight of solvent calculhtcd firom the density. Usually 
successive determinations are made by passing in more vapour until the boiling 
point is again reached. 

8 
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Exercise. —solution containing 0.5042 g. of a substance dissolved in 42.02 g. 
of benzene boils at 80.175°G. Calculate the mol. wt. of the substance. Benzene 
boils at 80°G and its latent heat of vaporisation is 94 cals, per gram. 


^ 0.002T* 
K--- 


0.002(273+80)* ^ 2.652 


w = 0.5042 g ; W = 42.02 g. ; dt = 80.175 -80 = 0.175“G 
„ wx 1000 2.652 xO.5042 X1000 „ 

Wxdt " 42.02 x 6.I75 =181.9. 

Molecular weight by effusion method. —^The method is based 
on the relation : 


/ia ./M, 

where tg and are rates of effusion of two gases of molecular weights 
M 2 and Ml respectively. 


^ Exercises 

1> Explain what is meant by (a) molecular weight, (b) vapour density. What 
is the relation between the two ? Describe a method for the determination of the 
molecular weigh^of a volatile liquid. * 

2. 0.178 g. of a liquid is vaporised in Victor Meyer apparatus ; 28.6 c.'c. of 
air was displaced and collected over water, at 15®C and 754 mm. Calculate (a) weight 
of 1 c.c. of vapour, (b) vapour density, (c) molecular weight of the substance. Aqueous 
tension at 15°C is 12.8 mm ; density of is 0.09 g.//. 

(a) 0.006732 gm., (b) 74.8, (c) 149.6 

3. 0.22 g. of a substance when vaporised displaced 45.0 c.c. of air measured 

over water at 20°C and 755 mm. Calculate molecular weight of the substance. 
Aqueous tension at 20® is 17.4 mm. Punjab Inter, 1945 ; 120.1 

4. What is meant by gram molar volume ? 2.762 g. of a gas occupy 3.895 
litres at 20'’G and 780 mm. Calculate its molecular weight. 

Punjab Inter, 1940 ; 17 

5. Calculate the mean molecular weight of air, and its density at N.T.P. and 
at 27'G. Air contains 80% and 20% Oj by volume. 

Mean mol. wt. = 28.8 ; d = 1.286 g.// (N.T.P.) and 1.170 g.//. (27'»C) 

6 . What is meant by osmotic pressure of a solution and how it is mea.sured ? 

Calculate the osmotjc pressure at 25®G of a solution containing 5 gms. of urea (mol. 
wt. 60) in a litre of solution. 2.036 atm. 

7. A 4 per cent solution of ribitol in water is found to have the same osmotic 

pressure at 34®C, as a 5.per cent solution of glucose (mol. wt. 180) at 18®. Find 
the molecular weight of ribitol. Cambridge Entrance School : 152 

8 . Describe the effect of a non-volatile solute on (a) the freezing point, and 
(b) boiling point of a solvent. Describe how you would determine the molecular 
weight of (i) chloroform, (ii) glucose, and (iii) urea. 

9. Explain how the molecular weig[ht of a substance in solution may be 

determined from observations of the depression of freezing point. If 1 g. of a suhitance 
is dissolved in 15 gm. of water the freezing point is lowered by 0.37®C. What is 
the molecular weight of the dissolved substance ? The freezing point constant 
for water is 1.9. 342 

10. A solution containing 0.^269 gm. of camphor (mol. wt. 152) in 32.08 gm. 

pf acetone (boiling point 56.3®C) boiled at 56.55'’C. What is molar elevation for 
acetone and its latent heat of vaporisation ? K =» 1.677 ; I 129.3 cal./g. 
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THE LAW OF MASS ACTION 

Reversible reactions. —^There are many chemical reactions of the 
type A+BG = AB+C whicn do not go to completion in one direction 
but proceed only to a certain point since the opposing reaction 
AB-fG = A-fBG can take place at the same time and under the 
same conditions as the direct reaction. A state of equilibrium is 
reached when the two opposing reactions balance each other : 

A + BG ^ AB + G. 

Thus, when a mixture of equivalent amounts of hydrogen and 
iodine is heated in a sealed bulb at 356“G, about 80 per cent of it 
is converted into hydrogen iodide, however long the heating is 
continued : Hg + — 2HI. If hydrogen iodide is heated uAder the 

same conditions, only 20 per cent of it is decomposed : 2HI = H 2 +Ia. 
At this temperature hydrogen, iodine and hydrogen iodide are said to * 
remain in chemical equilibrium ; the equilibrium independent of time. 
The state of equilibrium obtains whether on; starts with a mixture 
of hydrogen and iodine or with pure hydrogen iodide ; in other 
woids, the rtaction is reversible^ —a reversible reaction can, therefore, 
proceed ir either direction. 

When the equilibrium is attained, the formation of hydrogen 
iodide, HI, from its elements and its decomposition into and I 3 
lake place with equal and opposite speeds^ so that as much HI formed 
as is decomposed in a given timr. Two opposing reversible reactions 
balance each other at equilibrium, which is writtei as : H 2 +Ia 2HI, 
and the action is called a balanced action. 

Steam is decomposed by red-hot iron giving hydrogen and 
f;vroso-fc*ric oxide : 3 Fe-j- 4 H 20 = Fe 3044 - 4 H 2 » and under the same 

conditions the oxid- of iron is reduced by hydrogen giving iron and 
steam : FC 3 O 4 -I- 4 H 2 = 3 Fe-}- 4 H 20 . A state of equilibrium is set 

up when as much steam is decompose! as is formed in a given time ; 

3Fe+4H20 ^ FC 3 O 4 + 4 H 2 . 

Effect of insolubility or volatility. —Sometimes a reaction 
apiiears to go to completion instead of to a state of equilibrium. This 
is because of the disturbance of the equilibrium, state when one or more 
of the products deposit as a precipitate owing to insolubility or pass 
into the gaseous state due to their volatility, and do no longer influence 
the reaction. 

(i) When barium chloride solution is added to dilute sulphuric aied the 

equilibrium : BaCh + HjSO, ^ BaS 04 + 2HC1, 

is disturbed owing to the precipitation of barium sulphate, and as a result the reaction 
seems to go to completion. 

(ii) When strong sulphuric acid is added to common salt the equilibri um : 
NaCl + H,S 04 ^=5 NaHS 04 •+ HCl, is disturbed qiving to escape of hydrogen chloride 
as gas and the reaction proceeds. 

(iii) When limestone is heated in a closed vessel the following equilibrium ; 
GaCOs ^ CaO + COj, is reached owing to the reversibility of the reaction ; but 
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when heated in a cumnt of cart carbon dioxide is carried away, and consequently 

calcium carbonate decomposes completely into GaO and CO 2 . 

(iv) As stated above, the following equilibrium : 3Fe + 4HaO % Fej 04 + 
is set up, when steam is decomposed by red-hot iron in a closed vessel; when however, 
a current of steam is passed over heated iron, the hydrogen is removed from the 
sphere of reaction with excess of steam and the iron may then be completely oxidised. 
If on the other hand, a current of hydrogen is passed over heated iron oxide, the 
reverse reaction proceeds to completion. 

Irreversible reactions.—^Thcre are some reactions which proceed in one 
direction only ; they are classed as irreversible reaclions. Potassium chlorate, for example, 
decomposes by heat into potassium chloride and oxygen, 2KC10a = 2KC1 - 1 - SO^. 
The reverse reaction, i.e., formation of KCIO 3 from KCl and O* docs not occur. 
Hydrogen peroxide decomposes irreversibly into water and oxygen : 

2H2O2 = 2 HaO + Oa. 

The law of mass action. —^As slated above, tiic attainment of 
the state of equilibrium depends on the speed of a reaction. The 
principal factors which determine the speed of a chemical change 
are : temperature, pressure, catalyst and concentration of reacting sub~ 
stances. 

The effect of mass was studied by Guldberg and Waage in 1367 
who enunciated the law of mass action which states : 

At a given temperature the rate of a chemical reaction is proportional to 
the active mass of the reactants. 

The active mass is defined by the molar concentration of reacting 
substances, c.g., in gram molecules per litre. 

Consider the reversible reaction ; A + B ^ C -f According 
to the law of mass action, the speed of the forward reaction, Vi, witli 
which A and B react depends on the concentrations of A and B, i.e., 

cx: [A] [B], or = k, [A] [B], 

where is a proportionality constant for the forward reaction. 

The concentration of a given substance A is denoted by its symbol 
in square brackets [A]. 

The products of tlic reaction B and G react to produce A and B. 
The rate of the backward reaction, v^, depends on the concentration 
of B and C, i.e., 

VaOcCG] [D], or ^3 = [C] [D]. 

where k 2 is a proportionality constant for the reverse r< action. 
At cquilibriuin Vi = v^, kj [A] [B] = kg [C] [D] 

•• ka - [A] [B] 


The constant K is known as the equilibrium constant or the law of 
mass action constant ; K is constant at a given temperature. 

In general, if n molecules of a substance takes part in a chemical 
reaction, the corresponding concentration term is raised to the nth 
power. Thus, in the reaction : 
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The magnitude of the equilibrium constant K is a measure to 
which substances react to form the products, i.c., a measure of chemical 
ajfmily. 

The following example of a reversible reaction is highly illustrative : 

FeCNOa), + 3NH4CNS Fc(CNS)a + 3NH41NO3 

Ferric nitrate and ammonium thiocyanate in solution produce ferric thiocyanate 
which is deep red in colour. The colour deepens greatly on the addition of an excess 
of either of the reactants, but if NH4NO3 is added, the reverse reaction takes place 
and the colour becomes distinctly paler. 

Le Ghatclier’s principle. —^The effect of change of temperature 
• and pressure on chemical equilibrium can be predicted by Le Chatelier*s 
principle wliich states : 

If one of the conditions of a system in equilibrium be altered^ the system 
will adjust itself in such a direction as partially to neutralise the change in 
condition. 

(i) Effect of temperature on equilibrium. —Consider the 
synthesis of ammonia : 

• Nj + 3H3 ^ 2NH3 + 22000 cais. 

This is an exothermic reversible reaction. When the temperature of 
the system in equilibrium is raised, then according to Le Chatelier’s 
principle that change occiyrs which absorbs heat and tends to lower 
the temperature, i.e., the decomposition of ammonia into the elements 
is favoured, and when the temperature is lowered that change occurs 
which evolves heal, i.e., the formation of ammonia is favoured. In 
general, the principle predicts that increase in temperature favours an 
endothermic change and decrease in temperature an exothermic change. 

(ii) Effect of pressure on equilibrium. —Consider thr reaction. 

Na -f 3 H 2 ^ 2 NH 3 
1 mole 3 moles 2 moles 

A total of 4 molecules of nitrogen and hydrogen give 2 molecules 
of ammonia, that is, the formation of ammonia takes place with 
decrease in number oT molecules an<J with a cofiscquent decrease in 
volumfr at a given temperature and pressure, since pv = nRT ; if the system, 
on the otherhand, be kept at constant volume, the decrease 
in number of molcciitcs would cause a decrease <in pressiuc, since 
PV nRT. 

When pressure is applied to the system^ in equilibrium, then 
according to Le Chatclicr’s principle, that change occurs which causes 
a fall in pressure, i.e., a decrease in number of molecules and hence 
favouring increased formation of ammonia. 

Hence, increase of pressure on a system in equilibrium favours that change 
which takes place with decrease in volume. 

The decomposition of ammonia into nitrogen and hydrogen 
takes place with increase in number of molecules and with a consequent 
increase in volume, or if the volume is^ept constant, it will cause 
an increase of pressure. When pressure is lowered on the system in 
equilibrium, that change occurs which takes place with an increase 
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of pressure, i.e., with an increase in number of molecules and 
consequently decomposition of ammonia is favoured. Hence, decrease 
of pressure favours the change which occurs with increase in volume. 

In all cases where the total volume is unchanged by a reactioHy pressure has 
no influence on the equilibrium state. The equilibrium H2+I2 ^ 2 HI, 
for example, is independent of pressure. 

(iii) Effect on equilibrium of altering concentration. —(a) The 

effect of removing a substance from an equilibrium mixture. Consider thi 
reaction : 

NaCl + HaSOi ^ NaHS04 + HGl. 

The hydrogc n chloride formed is a gas, and as it escapes, its concentration in 
the equilibrium mixture falls, and consequently, by Le Chatelier’s principle, the 
equilibrium shifts in the direction which increases the concentration of hydrogen 
chloride ; this is a direction to the right, i.e., some more hydrogen chloride is formed. 
As the hydrogen chloride continues to escape, the forwartl reaction appears to go 
to completion. 

(b) The effect of adding a substance to an equilibrium mixture. Consider the dissociation 
of phosphorus pentachloridc. 

' pels ^ PCI3 + CI3. 

On adding chlorine, its concentration in the equilibrium mixture increases, and 
hence the equilibrium changes in the way as stated by Lc Chatclicr’s principle, 
i.e., in the direction which reduces the concentratipn of chlorine ; the equilibrium, 
therefore, shifts to the left, forming some phosphorus pentachloridc i.c., the extent 
of dissociation of PCls is decreased. The addition of PCI, to the system has a similar 
effect. 

The addition of one of the products of dissociation, therefore, reduces 
dissociation. 

Abnormal vapour density. —A determination of the density of the vapour 
of a substance that undergoes thermal dissociation gives the density of the mixture 
of the products of dissociation, and not that of the original substance. One molecule 
of ammonium chloride, for example, dissociates on heating into one molecule of 
ammonia and hydrogen chloride : 

NH«C1 % NH, + HCl 

The vapour would, therefore, occupy double the volume that would be expected 
if ammonium chloride volatilised unchanged ; the observed density for complete 
dissociation will be half the theoretical density and consequently the molecular 
weight would be half the expected value. Bineau found the vapour density 12.9 
which giv^ a molecular weight of 25.8, about half the theoretical value. Pel 5 al 
and Than confirmed the dissociation of NHjCl by separating NH 3 and HCl from 
the vapour by diffusidh by the following arrangement : 

Some solid amnionium chloride is heated in a tube d (fig. 47) divided into two 
pam by a porous plug of compressed 
solid ammonium chloride. Ammonia, 
being much lighter than hydrogen chloride, 
diffuses more rapidly than the latter, 
and hence the gas in the part Ad contains 
an excess of NHs and that in the part Bd 
an excess of HCl. A slow stream of 
nitrogen is passed through the tube c on 
both sides of the plug, so that a red litmus 
paper held at u* becomes blue, and a 
blue litmus at b' turns red. Baker 
found that absolutely dry ammonium chloride docs not dissociate. 

Degvoe of dissociation.— ^When a gas dissociates, more molecules are produced : 
PG4 % PCI* + Clj and at constant temperature and pressure volume increases. 
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since PV == nRT ; consequently the density or the weight per litre decreases. The 
degree of dissociation, i.e., the fraction of the total number of molecules dissociated, is 
calculated as follows : Let us consider 1 mole of a gas and let a be the fraction 
dissociated, then (1 — a) mole remain undissociated. If 1 mole of a gas gives x moles 
of gaseous products on dissociation, o moles of the gas would give x a moles ; therefore, 
the total number of moles present at any time will be : 

(1—o) + X o or 1 + (x—l)o. 

Since the density of a given weight of gas at constant pressure is inversely 
proportional to number of moles, the ratio of density dj, of undissociated gap to density 
dt, of dissociated gas is : 

d, _ 1 + (x-I)tt • „ _ 

(is" ■ 1 •• ®~d,(x-l) 

When there is no dissociation, a = 0 and di = da ; when dissociation is complete, 
a =s 1 and d^ ~ xda ; x is 2 for the following cases of dissociation : 

NH4CI % NH, + HQ ; PCI5 % PCI, + Cl,. 


Substituting molecular weights for densities, a 


mj—m, 
m,(x-l) * 


where m^ = mol. wt. of undissociated gas, and m, = average mol. wt. of gases after 
dissociation. 


Ezef'cise.—(1) At 26“C vapour density of nitrogen per(»cide is 38. Calculate 
the proportion of N,©, molecules to NO, molecules in the vapour at this temperature. 
Vapour density of undissociated NgO, = 46. 

NjO, 2NO, 

1 -a 2& 


Degree of dissociation a = ~ ^^ 5 ^- = 0.21 

d,(x—1) 38 

NgOg/NO, = (l-a)/2a = (l-0.21)/2 x0.21 - 1.88 

(2) 4.5 g. of PCI, (mol. wt. 208.5] were completely vaporised at 250''C and the 
vapour occupied 1.7 litres at 1 atmosphere. Calculate degree of dissociation of 
PCI, at tliis temperature. Calcutta B.Se. 


PV = ^ RT, 
m 

where P = 1 atmosphere, V = 1.7 litres. 
T = 273 + 250 = 523° abs : 
w = 4.5 gm. 

1x17= '^•5x0. 08 2x5 23. 

m' 


R = 0.082 litre-atmosphere 
m' = observed molecular weight. 

.-. m' = 113.5 


PCI, i=r PCI, + Cl, ; o = degree of dissociation, and x = 2a 
m-m' 208.5-113.5 


m'(x-l) 


113.5 


= 0.836 


Exercises 

1 . State (a) Lc Chatclier’s principle, (b) Law of mass action and give one 
illustration for each, either in the labwatory or in industry. 

2. What is meant by thermal dissociation ? How is it distinguished from 
electrolytic dissociation ? Give examples. Describe an experiment illustrating 
thermal dissociation. 

3. Explain ‘dissociation is a reversible reaction*. What is the effect of 
(a) temperature, (b) pressure, on the dissociation of (i) PCI, and (ii) MI ? 

Ajmer Inter., 1932 




Bombay Inter.^ 1953 
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Electrolysis. —When an electric current is passed into an aqueous 
solution of zinc chloride by dipping two platinum plates—one 
connected with the positive and the other to the negative pole of a 
battery—into the solution, decomposition occurs with the liberation 
of zinc and chlorine. The pfatinum plat^ leading the current in and 
out ot'^ tne solution are called electrodes —tlae electrode connected to 
the positive pole of the battery is charged with positive electricity and 
is called the anode^ and that connected with the negative pole of the 
battery is charged with negative electricity and is called the cathode. 

The solution of the electrolyte zinc chloride undergoes reversible 
dissociation, yielding ions (electrically charged atoms or radicals) of 
opposite charges : ' 

ZnCla Zn++ + 2G1- 

The positively charged ions arc caUed cations while the negatively 
charged ions arc called anions. The cation, viz., the Zn++ ion, 
migrates to the cathode and gets discharged on its surface and becomes^ 
' converted to a zinc atom. The anion, viz.,^Cl' ion moves to the 
anode and is discharged on its surface as an atom of chlorine—the 
atoms combine to form a molecule which is liberted as gas. 

At cathode Zn+++2« = Zn ; 

At anode Cl" -r = Cl ; Cl + Cl = Gl^. * 
where e represents a unit of negative charge called electron, 

'^Tlic electricity is, therefore, carried across from one electrode to 
the other by tlie ions, and hence the moving ions constitute the current 
in the electrolyte. Fused zinc chloride behaves similarly. Such a 
process of conduction of an electric current by an electrolyte either fused or in 
solution^ and the accompanying chemiced decomposition arc caiied electrolysis. 

Ions.—Ions are clcctiically charged atoms or radicals, (i.e., atoms 
or group of atoms which ha/e gained or lost'etectrons, thus acquirii^ 
negative or positive charges, respectively) usually produced during,, 
the reversible dissociation of an elcqjtrolyte in its* aqueous solution or 
in the fused state. , 

The electrolyte resolves into ions of opposite charges—the metals 
and hydrogen produce cations and the non-metals ^nd acid radicals 
anions. The ions are the carriers of electric current in electrolysis. 
Wh!;n an electric current is passed through arr electrolyte the cations 
deposit at the cathode and are called electro-positive groups while the 
non-metals and acid radicals appear at tlie anode and are caiied 
eketro-negatm groups. Hence, rr^tals are electro-positive cmd non-metals 
electro-negat^, 

HgS 04 2H+ (cISdon) -f SO 4 "’ “ (anion).*?' 

NaCl Na'*' (c4tion) -j- C.“ (anion). 

Ca(N 03)2 ^ Ga++ .(cation) -|^ 2 N 02 ~ (anion). 

The hydroxyl ion OH", is an anion, and is discharged at the 
anode during electrolysb. NaOH ^ Na+ OH" 
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leory of ele ctrolytic dissoci ation, —^To explain the pheno- 
m^on 61 clestroI^K the oweHIsh chGmS^TTffrhnius ( 1887 ) put forward 
the theory of electrolytic dissociation which states : 

(i) The molecules of an electrolyte such as an acid, base or salt 
when dissolved in water, mostly split up or dissociate spontaneously 
into positively and negatively charged ions—the ions produced 
remaining ii^ equilibrium with the undissociated molecules. This 
phenomenon is called electrolytic dissociation^ and is reversible in 
character. Molecules of sodium chloride, sulphuric acid, copper 
sulphate, caustic soda, for example, dissociate in their aqueous solutions- 
in tuc following way : 

NaCl Na+ + Cl' ; NaOH Na+ -f OH- 

GUSO4 ^ Gu++ + SO'4 ; H2SO4 ^ 2 H+ + SO4- 

Since the solution as a whole is uncharged, tlii sum of the charges 
on the cations must be equal to the sum of the charges on the anions. 

V(fi) The degree of ionisation, i.e., the extent to which an electrolyte 
dissociates into ions, largely depends on such factors as dilution, 
temperature, presence of other ions ir solution, and above all, on the 
nature of the electrolyte and the ionising medium. Many acids, bases 
and salts such as‘hydrochloric acid, caustic soda and common salt, 
show a very high degree of ionisation even at ordinary dilution, and 
are called strong electrolytes, whereas substances like acetic acid 
and carbonic acid ionise to a very small extent only and are known 
as weak electrolytes. The electrolytic dissociation, also calied 
ionisation, st.;adily increases with dilution up to an ^infinite dilution*y 
i.e., up to a very great dilution, when the electrolyte completely splits 
into ions. lorisation is practically complete in a very dilute solution. 
Ionisation is helped by rise of temperature. 

is the 10ns which conduct cuirent during electrolysis—the 
tmdissociated moleculps taking no part in the conduction. In genial 
the greater tlic dilution or higher*thc temperature, the gteater is the 
degree of ionisation and hence also the higher is the conductivity of 
the solution. The cations and the anions migrate to the cathode and 
the anode respectively j and are discharged there. 

It is useful to remeijiber that hydrogen and the metals are deposited 
at the cathode, and the acid radicals are liberated at the anode. 

According to Arrhenius’s theory any reaction between electrolytes in solution 
is a naetion between ions —^it is really the ions that interact. When silver nitrate is¬ 
sued to sodium chloride solution, a white precipitate of silver chloride is formed, 
since the silver ion reacts with ijie chloride ion forming insoluble silver chloride : 

AgNO, 4, Ag+ + NO/ • NaCI % + Q- 

Ag+ + a-49Aga; HCl<vH+ + Cl- 

Ai^O^ if..|hejceagent for chloride ioA, Gl' and precipitates it as silver chloride from 
an s^t^iisl^ution a chloride, mde^ndent of its cation t thus solutions of HCl, KCl, 
CaQla, all give a precipitate with diver nitrate. Potassium chlorate, K0Os, 
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on the other hand, though it contains chlorine, gives no precipitate with silver nitrate,, 
since on ienisation it yields chlorate ion, CIO,' and no ehUnidg ion. 

KCIO, K+ + CIO,- 

Silver nitrate is a reagent for chloride ion and not for chlorine merely. Similarly,, 
barium chloride is the reagent for sulphate ion and gives a precipitate of barium 
sulphate with sulphuric acid or its saft in solution. 

HjSO* 2H+ + SO 4 ' ; BaCl, Ba++ + 2C1- 
Ba++ + SO 4 ' % BaSO, 

t 

Illustrations of electrolysis.— (i) Electrolysis of water.. 

Water is a feeble electrolyte, and only slightly dissociate into H+ and 
OH“ ions : H2O ^ H+ + OH'. Its conductivity is increased by 
adding dilute sulphuric acid which dissociates greatly yielding H+ 
and SO4" ions : 

H2SO4 ^ 2 H+ + SO/. ” 

During electrolysis using platinum electrodes the hydrion, H+ 
is dischaiged at the cathode as an atom of hydrogen^—the atoms form 
molecules which are evolved as gas : of the hydroxyl, OH', and the 
sulphate, SO^", ions, the hydroxyl ions, OH~, are preferentially 
discharged at the anode—the OH ladicals then react with one another 
forming water and evolving oxygen. 

At cathode .H-*- 4-«=H;H+H=H2 
At anode OH- - ^ = OH ; 40 H =*= 2H2O + O2 

^me consideration app lies to t he elt ctrolysis of dilute sulphuric acid^ 

(ii) Electrolysis of sodium chloride. —^The aqueous solution of 
sodium chloride dissociates, yielding Na+ and Cl' ions, and water 
furnishes H+ and OH” ions : 

NaCl ^ Na+ + Cl'; HjO H+ + OH" 

During electrolysis with graphite electrodes H+ ions and not the Na+ 
ions are preferentially discharged at the cathode, and the hydrogen 
is liberated as a gas. The chloride ions arc discharged at the anode—► 
th'3 chlorine evolves as a gas at the anode. • 

At cathode H+ + e = H;H+H=H2 , ' 

At anode C»-—e = Ci ; Cl+Cl = CI2 ^ 

The solution after electrolysis, therefore, contains <Na+ and OH'' 
ions, i.e., caustic soda, NaOH Na+ 4 -OH“ , 

During electrolysis with mercary cathode^ as in Castner-Kellner cell, the Na*** ions, 
and not the H* ions, are preferentially discharged at the cathode—the liberated sodium, 
dissolves in the mercury and forms an amalgam. The amalgam is then decomposed, 
by water, giving caustic soda and hydrogen. 

The chloride ions Cl” are discharged, as usual, at the graphite anode,,end the* 
chlorine is liberated as a gas. 

(iii) ^£lectrolysi8 of copper sulpliiate. —Copper sulphate yields^ 
on ionisation, Cu++ and 804' ions ; wat;r yields H+ and OH“ ions. 

Hence the solution contains Ifiese four ibns. ^ 

CuSO* 9^^ Cu++ + SO/ ; H^O v* H+ + OH'. 
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During e!ectK>lysis at copper electrodes coppsr ions are discharged 
at the cathode ‘and hberated as a deposit of metallic copp^, while 
at the anode copper atoms pass into solation as cupric ions Gu++, 

sulphate ions are not discharged since the negative charges are 
r^oved more easily from a copper atom than from a sulphates ion 

At cathode . Gu++ -j- 2« = Gu ; At anode Gu—2? = Cu++ * 

%• 

Hence, during electrolysis of copper sulphate, copper dissolves at the 
anode and deposits at the cathode. 

During electrolysis at platinum anodes, cupric ions arc discharged as usual at the 
cathode, while OH~ ions, and not the SOt" ions, are preferentially discharged at the 
anod^—the OH groujis then react to form water and oxygen which evolves as a gas. 

During electrolysis the Cu++ ions and the OH~ ions are discharged, and 
consequently the solution contains the H+ and SO^' ions, i.e., sulphuric acid after 
electrolysis. 

t 

(iy) Electrolysis of caustic soda. —The aqueous solution of 
caustic soda contains, H+, OH- and Na+ ions ; 

HjO ^ H+ + OH' ; NaOH ^ Na+ + OH'. 

On electrolysis OH' ions arc discharged at the anode—OH.radicals 
react evolving* oxygen, while the H+ ions (and not jV<3+ Ions) are 
preferentially discharged at the cathode. Hence tlie clcciroiysis of 
caustic soda solution evolves hydrogen and oxygen only. 

Ampere and Gonlomb. —^'Fhe practical unit of current, called the ampere, 
defined as current which, flowing uniformly for 1 second, deposits 0.001118 gram 
of silver from a solution of silver nitrate. The unit quantity of electricity, called 
the coulomb, is the quantity of electricity passing when 1 ampere flows for 1 second. 
If q coulombs of electricity pass when c amjicres flow for t seconds, then 

q — c X t 

Coulomb = ampere x second 

Faraday’s laws of eleertrolysis. —As a result of his investigations 
on electrolysis Michael Faraday in the year 1832 enunciated two laws 
indicating the relation between tlie quantity of electricity pa.ssing 
through an electrolyte and tlie amount of any substance liberated at 
the electrode. * 

First law. — The weight of an ion deposited or formed at an’’electrode 
is directly proportional to the quantity of electricity passing through an electrolyte, 
i.e., w cc q, 

where w = weight in gram of the ion litx^ratcd oy q coulombs 
of electricity when a uniform current of c amperes flow for t seconds. 

q =s c X t ; but w oc q ; W oc c X t; or w z X c X t, 

when z Is a constant and is called the ekdfockemical eqmv^nt. 

^ For. the passage of same (q) quantity of'^ectricity the Mreic^Cs (wj and w*) of 
2 iom deposited are .proportional, to their electro-chew^* equival«nts (zt^'iuid z,). 

Wj Zjq and w, » z,q; .% Wi/W, ■» Zi/z* t 

'-e 
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£le<^ochemical equivalent. —^When c = 1 ampere and t » 1 
second, z becomes equal to.w gms. Hence, thi eUctro-chemical equivalent 
{E. C. E.) of an element is its weight in grams which is liberated by the passage 
of one coulomb of elet^tricity throng^ the dectrolyte ,by a uniform current 
strengtli of one ampere flowing for one second. Thus 1 coulomb of 
electricity deposits‘from a solution of silver nitrate 0.001118 gram of 
silver, wliich is, therefore, the E.C.E.. of silver. 

The E. G, E.pf hydrogen = 0.0000104. 


H, 0, 




The E. C. E. of silver 0.001118 gm. 

Second law.— weights of different ions deposited or formed at 
the electrodes, when same quantity of electrid^ passes through different 
electrolytes are propomondl to their chemical equivalents. 

Three electrolytic ddh—the first one containing acidulated water, the second 
a solution of copper sulpnate, the third fused stannous chloridc^-^are connected in 
series so that same current passes through 
all of them. After electrolysis for some 
time, the volumes pf hydrogen and oxygen 
liberated from the acidulated water, and 
tlie weights of copper and tin deposited from 
the copper sulphate solution and the fused 
stannous chloride respectively, are determined 
(fig. 48). 

It is found that when l.O^S gm. of 
hydrogen is evolved, the weights of oxygen, 
copper and tin liberated arc 8,31.78 and 
59.3 gms. respectively—8,31.78 and 59.3 
being the chemical equivalents of oxygm, 
copper and tin espectivcly. Hence the 

verification of the second law. Fig. 48 



Ca 0, 

Sa C/j 



M 

Cusb^ 
/ ael. * 


rj 


t 


Let Wj and W 2 be the weights of two elements (of equivalent weights 
El and E* respectively) deposited by the same quantity (q coulombs) 
of electricity. Then 

Wi/wa = Ei/Eg 

But according to the first law (w = zq), for the psissage of the same 
(q coulombs) quantity of eicctricity tlite weights of ions hberated are 
proportional to thdr electrophemical equivalents, i.c., • 

Wj/wa s= Zi/za ; = Ei/Ea* . 

When one of the substances liberated is hydrogen' f«r which 
E = 1.008, and z = 0.0000104, the relation becomes : 

z/0.0000104 = E/1.008 

z =Ex0.0000104/1.008 

or electrochemical equivalent = chemical equivalent x 0.0000104 
nearly. 

CSomfiiiuitioii of Faraday’s laws.'^^ince w oc ct {first law) and 
also w ^ £ ^second law), the combination of the two laws of electro¬ 
lysis leads to the relation: ^ ‘ 

w cc ct £. or w ss= ct E/F» 

wh^ 1/F i$ the propor^haiity constants 
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Taking the quantity of electricity ct equal to F, w becomes equal to 
£, i.e., the weight of a substance deposited or dissolved is equal to 
the equivalent weight. Therefore, F, called the faraday* is the quantity 
of electricity requited to deposit or dissolve ,1 gram equivalent of a substance 
in electrolysis. 

•t 

1 coulomb of electricity deposits 1 electro-chemical equivalent, 
i.e., 0.001118 gram, of silver in electrolysis. Therefore, the quantity 
of electricity required to deposit 1 gram equivalent, i.e., 107.88 grams, 
of silver, and hence 1 gram equivalent of any substance, is : 

107.88 -r 0.001118 = 96494 coulombs, which is usually rounded off 
to 96500, i.e., F = 96500 comombs 

"96500 coidombSt i.e., 1 faraday of electricity^ theiefore, deposits or forms 
1 ^ram equivalent of an ion in electrolysis. 

*** “ 96500 

Significance of Faraday*s laws.— 1 gram equivalent of an ion carries 1 faraday 
of electricity. ^ 

the quan^ty of electricity carried by 1 gT&m ion of valency n is nF coulomb, 
since 1 gram ion is numerically equal to 1 gram atom which is equal to gram 
equivalent X valency. 

The number of individual ions in 1 gram ion is equal to the Avogadro number 
N which is 6.023 X 10**, and the electric charge carri^ by a single ion is equal to 
nF/N. Since n is an integer, 1 for a univalent ion, 2 for a bivalent ion, and so on, 
the charge of electricity carried by a single ion is a multiple of the fundamental unit 
■charge F/N. In other words, electricity, like matter, is atomic in nature. The unit of 
«lectric charge F/N has been identified with the charge of an electron, the unit negative 
charge. 

When an atom loses one electron it forms a univalent cation which carries unit 
positive charge, e.^., Na+,_for which n is I. The unit positive charge is equal but 
opposite to the unit negative charge, i.e., the electronic charge. A bivalent cation 
carries 2 unit positive charges and results from the loss of 2 electrons, c.g., Ca++, 
for which n is 2. SinlUlarly, an atoni which has gained an electron forms a univalent 
anion which carries unit negative charge, e.g., Cl' ; a bivalent anion such as sulphate 
ion carrfts 2 unit negative charges, and so on. In general, the electric charge carried 
by an ion is the samefor all ions of the same valency and is proportional to the valency. Therefore, 
the charge carried by an ion of valency n is ± ne, where e js the unit charge, and 
the charge on a ^am ion is Nne, where N is the Avogadro number, and the charge 
on one gram equivalent is Nc. Hence F — Ne. 

f 

Detenmnation of equivalent weight.-— The equivalent weights 
of elements may be determined electro-chemically in two ways from 
the relations : 


(i) z = E X 0.0000104/1.008 ; ^u) wjwg == ' 

(i) (a) The equivalent we^^ht of co^er. —^The equivalent 
weight of copper may be determinec^ by finding its electro-chemical 
•eqmval^t in the following way. 


■yhe two copper electrodes of a copper voltameter which: is a glass 
k 1 are connected to the two term^als of a battery through an 
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adjustable resistance and ammeter—the voltameter contains a solution 
of copper sulphate which has been acidified with a little sulphuric 
acid. The cathode which is a pure copper plate, is carefully cleaned, 
dried and weighed before the experiment, and then placed into the 
copper sulphate solution. A definite amount of current which is 
read from the ammeter, is sent through the copper sulphate solution 
for a given period of time. 

After electrolysis, the cathode with a depoist of coppfer on it, is 
taken out, washed with distilled water, dried and weighed again—^the 
difference in weight gives the weight of copper deposited. Suppose : 

the copper deposited ... ... w grains, 

the current passed ... ... c amperes, 

the time ... ... t seconds. 

.*. w = zet or z == w/ct ; where z = electro chemical equivalent 
of copper. 

Knowing z of Cu from z = w/ct, the E of Cu is determined from 
the Relation : z of Cu == E of Cu x 0.0000104/1 j008. 

(b) Electrochemical equivalent of silver.— The electrochemical equivalent 
■of silver is determined by passing electric current through a 30 p.c. solution of silver 
nitrate contained in a carefully weighed clean platinum crucible {silver amlomeler) 
which forms the cathode. The anode is a rod of pure silver dipp^ into the solution 
in the crucible—a small glass cup is suspended under the anode to retain detached 
-silver pieces. The crucible and the silver rod are connected to the terminals of a 
battery through a variable resistance and an ammeter. Current (c amperes) is 
passed for a given time (t seconds) when silver deposits on the platinum crucible. 
After electrolysis, the deposit is washed with water and alcohol, and the crucible is 
■dried in an air-oven and weighed—let the weight of deposited silver be w grams. 

From w = zet, z = w/ct. 

Found z — 0.001118 gm. of silver. 

This determination leads to the dtrfinition of ampere, the practical unit of current. 

(ii), Two electrolytic cells, one containing copper sulphate solution 
and tha other silver nitrate solution, are connected in series through 
an adjustabk resistance and an ammeter. Tha same amount of 
e'cctricity is sent through the two cell^for a given time. The weights 
of copper and silver deposited on the respective cathodes ar? detbrmined 
after electrolysis. Then by the second law of electrolysis. 

weight of Cu d eposited _ c hemical equivalent of Gii 
weight of Ag deposited chemical equivalent of Ag 

Taking the chemical equivalent of silver to be 107.88, that of 
■copper may be found out. 

Dissociation. —^There are many substances the molecules of 
which split up on heating into simpler molecules or atoms which, 
however, recombine on cooling—^the phenomenon is called dissociatiortt 
■or what is called thermal dissociation. The process of dissociation is 
reversible in character—the products of dissociation remain in 
equilibrium with the undissociated molecujes.' 

Thus when ammonium chloride is heated, a fraction of its 
molecules dissociates into ammonia and hydrochloric add which 
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remain- in equilibrium with the undissociated molecules of the 
ammonium chloride. NH 4 GI NH 3 + HCl. 

Calcium carbonate dissociates on heating into calcium oxide and. 
carbon dioxide ; phosphorus pentacnloride dissociates by heat into 
phosphorus trichioride and chlorine. 

PCI 3 ^ PCla + GI 3 GaCOa ^ CaO + CO 2 

Iodine Sissociates into atoms of iodine on heating : I +1. 

The thermal dissociation differs from ionisation in the following, 
respects : 

(i) Products of thermal dissociation are aeutrax atoms or 

molecules, while tliose of ionisation are electrically charged 
atoms or radicals, called ions. 

(ii) Products of thermal dissociation are separable by physical 

means, such as solution, diffusion, etc., thus, the 
products of cflssociation of ammonium chloride, ammonia 
and hydrochloric acid may be separated, partially thoiigh, 
by the process of diffusion, while die products of 
^onisation cannot be separated by such physical 
'“processes because of the existence of strong electrostatic 
attraction between the oppo^tely charged ions. • 

(ui) Thermal dissociation requires no medium, while in lonisaton 
the electrolyte is disrolved in an ionising solvent or is 
fused. 

Both the processes are, however, reversible in character. 

Decomposition. —^The process ordinarily signifies the breaking 
up of a substance by heat into simpler substances which do not 
recombine on cooling and hence the process is irreversible. 

Thus, ammonium nitrate decomposes by h<at irreversibly into 
water and nitrous oxide ; potassium chlorate breaks up on heating 
into potassium chlbride and oxygen. 

NH 4 NO 8 = NaO + 2HaO ; 2 KGIO 3 = 2KG1 + 30a. 


Technical Ai»pUratioaB of Electricity. —^Application of electricity in industries 
has virtually reviyutionised Reduction, out for it calcium carbide would have 
remained a laboratoiy curiosity, and aluminium a rare metal. Elcctro-chcmical 
industries may be divided jnto several classy : (i) fused electrolyte group which involve 
edectromeUUlurgy of sodium, pota»ium, calcium, magnesium, aluminium, etc., which 
arc all obtained on a commercial sede by the electrolysis of fused compounds. 


(ii) those of an electrolytic nature, further subdivided into group involving : 
(r) elictrrhrejimng —electrolytic copper, silver and nickel are examples. Copper- 
will serve as an example. Anode is impure copper and pure copper is the cathode, 
while the electrolyte n a solution of copper sulphate in dilute sulphuric acid ; on 
deetmlysis copier dissolves off the anode and is deposited or 4 the cathode; 
(b) (dectrp-separation —production of alkali and chlorine by the electrc^ysis of brine, 

^ RM the preparation of hydrogen and oxygen of v^ high purity by the dectrolysis 
. of alkalmed water are the examples ; (c) electrowmting—^pptx is obtain^ ^ the 
r<^the oxidised ore, broch'wtitc, followed by electrolysis ; pure zinc is product 
by the electrolytic method ; (d) eUctro-depositson, represented by eUcItih 
eieetretyping mainly. 
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Electrotyp i ng.— Books are ptwted from electrotype. A wax impression i» 
first made <n ordinary types, and is then covered with graphite powder to render 
the surface electrically conducting. This surface is copper plated by making it 
the cathode in an electrolytic cell where the anode is pure copper and the electrmyte 
copper sulphate solution. When a thick plate has been form^, it is detached from 
wax by mating off the latter. Printing is then done from the copper plate. Before 
used in printing, however, the plate is strengthened by backing with type metal. 
Similar process is employed for uie reproduction of fine woodworks. £lectro*blodcs 
of diagrams, for example, are made from engraved wooden blocks. 

• 

Electroplating. —^In electroplating a thin but a coherent film of a metal is 
deposited upon an article of another metal, which is made the cathode, by the 
electrolysis of a suitable salt solution. Usually articles of iron or brass are plated 
with nickel, copper, chromium, gold, etc., to prevent their corrosion and sometimes 
to add to their commercial value. Electroplating is done either foi; protection against 
earrosion or decoration alone or sometimes for both. Prior to plating, the articles are 
first treated with caustic soda solution to remove the greasy matter from the surface, 
and then with dilute hydrochloric or sulphuric acid to remove the oxide films. They 
sue then washed and polished. The electrolytic bath consists of a solution of the 
salt of the plating metal—the cathode is the article to be plated and the anode the 
plating metal. In nickel plating nickel sulphate solution containing some boric 
acid is electrolysed between nickel-anode and the article to be plated as the cathode. 
In ailver plating a solution of potassium argenkuyamde is electrolysed, the smode bong 
a plAte of pure silver. • 

The electrolytic bath is prepared by addbg excess of potassium cyanide to silver 
nitrate solution. 

AgNO, -h 2KCN = K[Ag(GN),] + KNO, 

K[Ag(CN)J ^5 K+ + [Ag(CN),]- ; [Ag(CN) J' % Ag<- -f- 2CN- 

The anion, Ag(GN)j” is only slightly dissociated—the silver ions arc deposited oa 
the cathode (articles to be plated) as a thin' uniform film of metal instead of a coarse 
spongy deposit of silver when silver nitrate is used alone. The cyanide ions, G]^'', 
discharged on the silver anode, form silver cyanide which dissolves in excess of potassium 
cyanide forming potassium argentocyanide. 

AgGN -f KGN = K[Ag(GN) J 

The electroplating bath in gold plating consists of a solution of potassium 
aurocyanide : 

K[Au(GN), K+ [Au(GN),]- j [Au(GN),]' % Au+ + 2GN- 

As in silver plating, in gold plating as well gold dissolves from the anode and 
is deposited on the cathode. Table wares and jewellery are plated with gold or silver. 
Silver mirrors are plated with platinum to protect against tarnishing by atsnospheric 
hydrogen sulphide. Iron is plated with zinc to guard against corrosion. Many 
metal fittings are plated with chromium or cadmium to preserve their polish. 

(iii^ Electrolytic oxidation and reduction, —Many important diemicals such as 
potassium permanganate, potassium persulphate, hydrogen peroxide, potassium 
chlorate, potassium piercbolrate and hydroxylamine, are obtained by this method. 

(iv) Group involuing conversion of chemical to eleetrical energy, as represented by 
secondary celh, e.g., lead accumulator. 

(v) Electrothermal group, examples of which are white phosphorus, calcium carbide, 
graphite, synthetic abrasives like carborandum and alundum. 

(vi) Electric furnace products, such as the ferroalloys, ferrochrome and ferro* 
manganese, and the special ste^ like stmnlcss steel, high speed tool steel, etc. 

Applications in electrolytic industries apart, electrolysis offers excdlent analytical ^ 
method for: 

(i) electrolytic estimation <f metals, e.g., oipper, nCckel, etc., 

(ii) etectroanafysit ; for every metal there is a certain definite volts^e at whidx 
it is deposited at the cathode. Hence it is possible to dBTect a separation triT dHfereai, 

9 
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metab by depc^ting tiiem, only one at a time, at the cathode, by proper adjustment 
of voltagfc dumg the electrolysis of a solution of their salts in a mixture. Silver, 
for example, is deposited at lower wltage than cadmium, hence it is ponible to 
separate silver from a mixture of the nitrates of silver and cadmium the decomposition 
potentials of the s^ts being AgNOs =» 0.70 volt, and Gd(NOa)t = 1.98 volts—^when 
the applied potential is kept at a little less than 1 volt silver alone is deposited ; after 
die deposition of all the silver the current ceases. If the voltage is then raised to 


About 2 volts the cadmium is deposited. 

(Hi) eUctro^hmical equivaUnt and equivalents of metals. 

Electro Electro> 

'Electro-chemical Series. —It has been pointed positive negative 

out in connection with electrolysis that mtals and elements elements 

hfdrogen are electro-positive, i.c., they tend to lose Polatsium Fluorine 

negative electricity (electron) and fonn positive Sodium Oxygeti 

ions, while the non-metals are electro-negative, i.e., Barium Chlorine 

they tend to gain negative electricity {electron). Strontium Bromine 

This tendency to lose or gain electrons is measured Calcium Iodine 

by the E.M.F. that develops when an element is Magnesium Sulphur 

dipped into a normal solution of its ion. By means Aluminium Phosphorus 

of such electro-chemical measurements elements Chromium Nitrogen 

c have been arranged in an electro-chemical scries, in Manganese Boron 

which the metaib are arranged in descending order Carbon 

of electro-bositiveness, and tfle non-metals in descending Cadmium Silicon 

order of electro-negaliveruss. Iron 

Cobalt 

The scries which is an index of relative activities Nickel 
of the elements is a useful guide to the study of tlia Tin 


properties of elements, thus : Lead 

Hydrogen 

Antimony 

(f) Combination of metals with non-metals Bismuth 
mwtA radicals. —A more electro-positive metal has Arsenic 
greater affinity for a particular non-metal or radical Copper 
than a less electro-pcsitive of its salt ; c.g., iron Alercury 
duplaces copper from a solution of copper sulphate ; Silver 
sodium displaces aluminium from aluminium Platinum 
chloride. Cold 


Fe + CuSOi = FeSO* + Cu ; 3Na + Aid, = 3Nad + A1 

Conversely, a more electro-negative non-metal will displace a less electro-n^ative 
non-metal from its combination with a metal e.g., chlorine displaces bromine from 
potassium bromide, wbile bromine displaces iodine from potassium iodide : 

• 2KBr + Cl, = 2KC1 -f-*Br, ; 2KI + Br, = 2KBr -f-1, 

(u) Displacement of hydr<^en from water smd adds. —Metals above 
hydrogen (with the dkeeption of lead), displace hydrogen from hydrochloric or dilute 
sulphiiric acids ; ril the metals above hydrogen except lead and tin react with water 
liberating hydrogen—the higher the metd in tlie series the more vigoroiu the 
reaction ; e.g., potassiunt and sodium react violently with cold water and dilute 
adds ; brium, strontium and calcium react with less vigour under the same 
condition ; metals like magnesium and iron react with steam at high temperatures 
<Hily. 

2Na + 2H,0 = 2NaOH -t* H,; Mg -b M,0 «= MgO + Hj. 

Mg + 2HC1 =» MgCl, + H, ; Fe + HjSO* = F^O, -I- H,. 


Metals below hydrogen do not displace this element directly from water or dilute 
adds. 

.. 0uiKCinnbinntion wiith oxygen.— The stability of the metaUie ogddte increases 
increasing electro-posit|venes8 of the metab ; e.g., the oxides d the teetab 
and up to aluminium are too stable to be redU(^ by carb^ {magnesium 
The enddes of metab bdow aluipiuluiB are reduced Iw- ribbem .«rith 
case irith decreasing dectrorposittveoess of the 
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of the oxides of mercury, sUv<a: and gold is so very low that they are decomposed 
by heat alone. 

Acidsy bases and salts. —Certain properties of acids and bases 
have already been mentioned (p. 36). 

Acids arc generally soluble in water—the solution has a sour 
taste, turns blue litmus red, and conducts electric current, since it 
dissociates into ions, e.g.^ 

HCl ^ H+ + Cl- ; HaS04 2H+ + SO*" • 

Acids yield ions (also called, protons) on ionisation in aqueous 
solution ; hence an acid may be defined as a hydrogen-containing compound 
which dissociates in aqueous solution with the formation of hydrogen ions as 
the only positive ion. An acid, tnerefore, may be defined as a proton donor. 

An alkali ionises in aqueous solution yielding the hydroxyl (OH') 
ions and no other negative ion, and conducts electric current. 

NaOH ^ Na+ + OH' j Ca(OH )2 ^ Ca++ + 20H' 

A base may, therefore, be defined as a compound which, when dissolved 
on water undergoes dissociation with the formation of hydroxyl ions OH~ 
as the only negative ion. * 

Since the OH' ion of a base always reacts with H+ ion of an acid 

producing water, a base may be defined as a proton acceptor. ' 

• 

Strength of acids and bases. —^An acid in solution owes its 
acidic properties to the hydrogc.n ion it yields. Therefore the amount 
of H+ ions formed by the ionisation (electrolytic dissociation) of an 
acid in aqueous solution may be taken as a measure of its strength—the 
greater the quantity of H+ ions in the solution the stronger the acid. 
Hence acids which are highly dissociated in solution yielding large 
amount of H+ ions are termed strong acids, while those which arc 
but slightly dissociated are known as weak adds. The degree of 
dissociation is, therefore, a measure of the strength of an acid. The 
mineral acids HGl, HN08 and HjSO^ are strong acids, while the 
organic acids, oxalic acid and acetic acid are weak.acids. Carbonic 
acid is a weak acid ; hydrocynic acid, HGN, is weaker still. 

The concentration of OH' ions in solution is a m2asure*of the 
strength of an alkali ; NaOH and KOH are strong alkalis since they 
arc largely ionised even in moderate dilution, while •NH^OH is a 
weak alkaH. 

The rate of solution of metals with evolution of hydrogen very clearly illustrates 
the strengths of adds. The order of stren^hs of the following three acids is 
HC1> HtSO, > GHjCOOH (acetic acid), as indicated by the volume of hvdrogen 
•evolved per minute from the dissolution of zinc in a definite volume, say, 100 c.c. 
of normal^lutions of eadi of these adds. . 

Neatralisatioii.>~When solutions of an acid and an alkali arc 
mixed toother Jn gauivalent proportions the resulting solution 
nether acid nor alkaUne character—^this reaction is call^ neutralisation 
which involvw the formation of salt and water by interaction between 
the acid and the alkali t * 

NaOHHa « NaCl + HjO 
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The acidic property of a solution is due to the presence of H'*' 
ions while the alkalinity is due to OH" ions in a solution. Water is 
neutral since it contains and OH~ ions in equal amounts : 

H,0 ^ H+ + OH- 

When equivalent amounts of acids and alkalis aie mixed together 
in aqueous solution, the H+ ions of the acid react with the OH' ions 
of the alkali forming water—the process is called neutralisation and the 
solution is neutral, since it does neither contain H'*' nor OH** ions in 
excess. Hence neutralisation is defined as a process which involves 
the formation of practically undissociated molecules of water from H*^ 
smd OH~ ions of equivalent amounts of acids and alkalis respectively. 

H+ + Cl- -f- Na+ + OH- ^ Na+ + Cl- + HjO 
i.s., H+ H- OH' ^ H,0 

Basicity of acids and acidity of bases.—^Basicity of an acid is 
its power of neutralising a base and is measured by the number of 
rep^ceable hydropen atoms in the molecule of an acid, i.e., by the 
number of hydrogen ions that one molecule of an acid can give to a hose ; 
c.g., sulphuric acid HaS04 is dibasic^ since it can yield two H+ ions in 
solution ; phosphoric acid H3PO4, is tribasic; hydrochloric HCI 
and nitric acids HNOg are monobasic. Acids with one, two, and three 
replaceable hydrogen atoms are knownf as monobasic (or monoprotic), 
dibasic (or diprotk), and tribasic (or triprotic) acids respectively. 

An acid is said to be polybasic ^also called polyprolic) when a 
molecule of it vields more than one H+ ion on ionisation ; a polybasic 
acid may ionise in stages : 

H3SO4 ^ H++ HSO4- HSO4'^ H++ SO4* 

Acidity of a base is its power of neutralising an acid and is 
measured by the number of replaceable hydrogen atoms of an acid with 
which a molecule of a base can react, i.e., by the number of hydrogen 
ions which one molecule of a base can accept from an acid. By this 
dehnition, caustic soda, NaOH, caustic potash, KOH and ammonia 
are diacidicy ferric hydroxid% Fc(OH )8 triaeidic. In the case of 
hydroxides the number of OH groups in a molecule represent its 
acidity. 

Salts. —A jalt is a compound produced from an acid by the replacement 
of a part or whole of its replaceable hydrogen atoms by a metal or a basic radical. 
A salt, therefore, consists of a metallic (or basic radical) linked to a 
non-metallic (or an acidic) radical. In zinc sulphate, for example, 
Zn is the basic radical and SO 4 the acidic radical ; in sodium nitrate 
Na is the basic radical and NOg the acidic radical. Salts i^ssociate 
into ions in solution : 

ZnSOg Zn++ (basic radical) 4* SO 4 ' (acidic radical). 

NaNOj T* Na+ (basic radical) + NO*' (acidic radical). 

:^Type* of salts. —^Threc types of salts are distinguished.—(i) Addl 
—^Add salts are formed by the partial replacement of the 
hydtogen atoms of a polybasic add by a metal or 
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ammonium and as such they contain some replaceable hydrogen 
atoms : hence an acid salt has the properties of salts in ad^tion to 
those of acids. They are also known as bisalts. Examples are : 
sodium bicarbonate, NaHCOg ; sodium bisulphate ^sodium hydrogen 
sulphate), NaHS 04 ; disodium hydrogen phosphate, Na 2 HP 04 . An 
acid salt is produced when a polybasic acid reacts with a quantity 
of a base insufficient to replace the whole of replaceable hydrogen 
atoms. 

NaOH + HaS 04 = NaHS 04 + HaO. . 

NaOH + H 2 CO 3 = NaHCO, + HaO. 

(ii) Normal Salts. —^Normal salts are formed by the replacement 
of all the rtplaceable hydrogen atoms of an acid by a metal or 
ammonium. It thus contains neither the replaceable hydrogen 
atoms of an acid nor the oxygen or hydroxyl of a base. A normal salt 
is produced when equivalent amounts of acids and bases react: 

2NaOH + HaS 04 = Na 2 S 04 + 2 H 2 O 
2NaOH+HaGOa=NaaCO^+2HaO ; NaOH+HGl=^NaCl + HjO 
, NaaS 04 , NaaGOa, NaCl—all an* norin^l salts. 

(iii) Basic salts. —Basic salts contain an excess of a base, i.e., 

oxygen or hydroxyl radical which may be replaced by acidic radicals 
forming normal salts. A ba^ic salt is produced when a polyacid Dase 
is only partially neutralised by an acid. * 

Pb(OH )2 + HGl = Pb(OH)Gl (basic lead chloride) + HaO. 

White lead, 2PbGOa, Pb(OH )2 and bismuth oxychloride, BiOCl, 
are basic salts. They are generally insoluble in water but dissolve 
in acids. 

Bismutli oxychloride is produced as a white turbidity on diluting 
a solution of bismuth chloride with water—the turbidity, however, 
dissolves in the acid. BiGl, + HgO ^ BiOGl + 2HG1. 

Double Salta.—A double salt, such as potash alum, K,S 04 , Alt(SO«)s, 24H,0, 
is formed by the crystallisation of a solution containing the simple salts, potassium 
sulphate and aluminium sulphate, in molecular proportions., A double salt exists 
only in the solid state, but in solution it breaks ug into the constituent simple salts and 
behaves in every respect as a mixture of solution of these simple salts— a. doubjp salt in 
solution, therefore, contains all the ions of the simple salts. 

A double salt conforms to the law of constant proportions, examples of double 
salts are ferrous ammonium sulphate, (NH 4 )sS 04 , FeS 04 , GHgO, also called Mohr’s 
salt, and camallite, KCl,MgClj,6HgO. 

Complex Salt.—A complex salt is a salt that contains one or more complex 
ions. A complex salt like potassium ferrocyanide, K 4 [Fe(CN) 4 ], is formed by ad^i^ 
excess of potassium cyanide to a solution of ferrous sulphate, until the precipitate 
of ferrous cyanide rcdissolves, 

FeSO, .+ 2KGN = Fe(CN), + KaSO,; Fe(GN), + 4KGN = K 4 [Fe(CN) 4 ] 
and may be regarded as a mixture of ferrous cyanide and potassium cyanide in the 
jproportion of one to four. But its solution does not give the reactions either of 
ferrous salts or of cyanides ; new properties appear whicli may be regarded as due 
to the formation of the complex ferro-cyanide ion, Fe(GN} 4 "', which does not br^ 
up in solution and has its distinctive reactions. 

K 4 [F|!(GN),) ^4K+ + [Fc(pN)J" 

A complex salt, therefore, is a dutmet substance not only in the solid state, but, 
unlike a double salt, retam its distimtm eharaeter e^ in solution. 
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The complex ion may, however, partly dissociate in solution 

K[Ag(GN) J % K+ + [Ag(CN),3'; [Ag(CN),]' =£9 Ag+ + 2CN' 

A complex salt conforms to the law of constant proportions like a double salt. 

Hydrolysis of salts. —Tt might be expected that solutions of 
normal salts should be neutral in reaction, since they contain no 
replaceable hydrogen atoms nor any OH of a base. But this is true 
only in the case of salts of strong acids and strong bases only ; such salts 
simply ionise in solution : 

‘•NaCl Na+ ■+■ Cl" ; Na,S 04 ^ 2Na+ + SO 4 ' 

Salts of weak acids or weak bases or both are reversibly split up 
by water with the formation of free acid and free base : 

NaCN 4- HOH ^ NaOH + HCN 
FeClg + 3HOH ^ Fe(OH )3 + 3HC1 

and the process is called hydrolysis —the solution rsacts acidic or 
alkaline according as the acid or base is relatively strong. Three cases 
of salt hydrolysis occur : 

(i) Sait of a weak acid and a stroi% base. —Salts of weak acids 
(oxalic, acetic, carbonic, hydrocyanic, etc.) and strong bases (NaOH 
and KOH, etc.) are alkaline in reaction in their aqueous solution, since 
they are partially hydrolysed by water producing a strong base and 
a weak acid, e.g, 

NaCN + HOH ^ NaOH + HCN (weak acid) 

Na^COa + 2HOH ^ 2NaOH + H^COg (weak acid). 

Solutions of sodium cyanide, NaCN, and sodium carbonate, 
therefore, react alkaline to litmus. 

Owing to hydrolysis sodium carbonate behaves like a weak alkali in 
solution. 

(ii) Salt of a strong acid and a weak base. —Salts of strong 
acids (HCl, HNOg, H 2 SO 4 , etc.) and weak bases (metals like iron, 
aluminium, copper, etc., i.e., metals other than alkali metals, Na, K, 
etc. and the alkaline earth metals, Ba, Sr, Ca, etc., make weak bases) 
are all acidic in reaction in |licir solution, since they are partially 
split up by water producing a strong acid and a weak base, e.g., 

FeClg -h 3HOH Fe(OH )3 (weak base) + 3HG1. 

CuSOi + 2HOH ^ Cu(OH)a (weak base) HaS 04 . 

Aqueous solutions of ferric chloride and copper sulphate are, 
therefore, acidic to litmus. 

(iii) Salts of a weak acid and a weak base is split by water into 
acid and base which arc both w'cak—the solution may, therefore, be 
neutral when both are equally weak. Ammonium acetate solution is 
approximately neutral : 

CHaCOONH4 + HOH ^ CHaCOOH + NH4OH 

Ammonium formate solution reacts slightly acid, since ammonium! 
hydroxide is weaker than formic acid. 

HCOONH4 + HOH HCOOH + NH4OH. 
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Hydrolysis may be explained as due to (i) the withdrawal of hydrogen ions front 
water, HjO H+ + OH“, by the anion of weak acid with the formation of .a 
practically undissociated acid, living the hydroxide ions forming an alkaline 
reaction ; in the hydrolysis of sodium cyanide, NaCN, whi^ is completdy ionised 
in solution. NaCN Na+ + CN~, the cyanide ions CN~ removes the hydrogen 
ions, H+, from water, forming HCN which is practically undissociated, and the Na- 
ions combines with the OH~ ions to form sodium hydroxide, which being a strong 
electrolyte, dissociates back into Na+ and OH“ ions—^the net result is the presence of 
hydroxide ions in solution and hence the alkaline reaction. 

NaCN Na+ + CN- 

H,0 OH' + H+ - 

jr jr 

NaOH (highly ionised) HCN (feebly ionised) 

or (ii) the withdrawal of hydroxide ion of water by the cation of weak base, leaving 
excess of hydrogen ions to give an acid solution ; in the hydrolysis of ferric chloride 
the ferric ion withdraws the OH“ ions of water forming ferric hydroxide which is 
insoluble, and the chloride ions combine with the H+ ions of water to fom HCl 
which ionises back into II and Cl' ions—hence the solutions contains H+ ions and 
the solution reacts acid 

FeCla % Fc+++ + 3CI- 

SHjO i:? 30H- + 3H+ 

ir jr 

Fe(OH )3 (insoluble) 3HG1 (highly ionised) 

Acid salts possess the properties of salts in*addition to those of 
acids but are not necessarily acidic in reaction. NaHS 04 , for example,, 
is acidic to litmus, since it ionises yielding ions : 

NaHS 04 ^ Na+ A- HSO 4 - ; HSO 4 - ^ H+ ^ 804 " 

Sodium bicarbonate, though an acid salt, reacts feebly alkaline to> 
litmus in solution, owing to hydrolysis : 

NaHCOg + HOH ^ H 2 CO 3 + NaOH. 

Preparation of acids. —The methods usually used include : 

(i) The action of water upon acidic oxides ; c.g. 

SO3 + HjO = H2SO4 ; P2O5 + SHgO = 2H3PO4. 

(ii) The action of water upon non-metallic halides—^halides of 
non-metals are usually hydrolysed by water ; CCl^ is, however, stable 
towards water, 

PCI 3 + 3HOH = 3HC1 + H 3 PO 3 (phosphorous acid). 

SiCl 4 -4- 4HOH ~ 4HC1 -\- ^48104 (ortho-silicic acid). 

(iii) I’lic oxidation of non-metals.—Hot and concentrated nitric 
acid oxidises the non-metals carbon, sulphur, plfosphorus, etc., to 
carbonic, sulphuric and phosphoric acids respectively, e.g., 

C A- 4 HNO 3 -= CO 2 + 4 NO 2 -f 2 H 2 O 
8 H- 2 HNO 3 = H 28 O 4 -h 2NO 

4P + IOHNO3 + HgO = 4H3PO4 -h 5NO -f 5NOa 

(iv) Direct union of hydrogen witli non-metals.—Hydrochloric 
acid is commercially obtained by this method. Hj -f Clj = 2HC1. 

(v) The action of an acid upon a salt.—stronger acid displaces 
a weaker acid from its salt; e.g., 

CaCOj A- 2HC1 = CaCla 4* HjO + COj 
FeS + HaSO* = FeS 04 -h KgS. 
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A less volatile acid, even if weaker, may displace a stronger but 
more volatile acid, e.g., 

NaCl+HjSO* = NaHSO^ + HCl, 
NaN 0 ,+HaS 04 = NaHSO^+HNOg. 

Sometimes the acids produced may separate as an insoluble 
precipitate ; e.g., Na,B 407 (borax) +2HCl+5HgO =* 2NaCl+4HgBOg. 

Boric acid, H 3 BO 3 being insoluble, crystallises out. 

^ The acid produced may remain in solution, the salt of the reacting 
acid being thrown as a precipitate. The method is useful in preparing 
unstable acids : e.g., 

Ba(C 103 )a+HaS 04 = BaS 04 + 2 HC 103 (chloric acid). 
Preparation of salts. —^The methods usually employed include— 

(i) The action of an acid upon a metal.—^The method is often used 
for preparing chlorides, nitrates and sulphates : e.g., 

Fc-j-H 2 S 04 = FeSOg+Hg ; Sn+2HC1 = SnCla+Hg. 

(ii) The action of an acid upon a base.—Soluble salts may be 

conveniently prepared by this method. The method also includes the 
reaction between basic and acidic oxides. 1 

AI 8 O 8 + 3 H 2 SO 4 = Al 2 (S 04 ) 3 + 3 H 20 ; ZnO+2HCl = ZnClg+HaO 
2 NH 3 +H 2 SO 4 = (NH 4 ) 2 S 04 . NagO-j-SOa = Na 2 S 04 . 

(iii) The action of an acid upon a salt.—A stronger acid (HGl, 
HNO 3 , H 2 SO 4 , etc.) displaces a weak acid (H 2 CO 3 , HjS, etc.) from its 
salt—the salt of the stronger acid being produced ; e.g., 

CaC 03 + 2 HCl = CaCla-f H 2 O+CO 2 ; FeS+HaSO* = FeS 044 -H 3 S. 

A less volatile acid, even if weaker, may displace a stronger but 
more volatile acid from its salt ; e.g., NaCl-l-H 2 S 04 = NaHSOa+HCl. 
HCl is stronger than 

An insoluble salt may also lie prepared by this method ; e.g., 

Pb(N 03 ) 2 + 2 HCl = 2 HN 03 -fPbCl 2 (insoluble^ 
BaGl 24 -HaS 04 = 2HGI +BaS 04 (insoluble). 

(iv) Double decomposition of two salts.—Two salts in solution 
when mixed together may pr!fduce an insoluble salt by double 
decomposition ; e.g., 

AgNOa+NaCl = AgGl (insoluble)+NaN 03 . 
Pb(N 03 ) 2 +Na 2 S 04 = PbSOa (insoluble)-j-2NaN08. 

(v) Direct union of the elements.—Many chlorides are prepared 
by passing chlorine over the heated metal ; e.g., 

2 Fe+ 3 Gl 2 = 2 FeGl 3 ; Sn +2Gla = SnGl* 

Many sulphides may also be prepared by this method ; e.g., 

Mercuric sulphide, HgS, is prepared by simply grinding mercury 
and sulphur together ; Hg+S = HgS. 

(vi) Displacement of the basic radical.—A more electro-positive 
metal displaces the less electro-positive one from its salt; e.g., 

Fe 4 'GuS 04 = FeS 04 +Cu Zn-l-2AgNO* = Zn(N 03 ),+ 2 Ag. 
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(vii) Oxidation or reduction of a salt.—^Barium sulphide is 
prepared by leducing barium sulphate with coke ; zinc sulphide 
gives zinc sulphate on roasting in air ; e.g., 

BaS 04 + 4 G = BaS +4CO ; ZnS +20a = ZnSO*. 

Repression of ionisation by salt. —^The ionisation of a weak 
acid or a base in solution is repressed by the addition of a salt having a 
common ion. Consider the ionisation of ammonium hydroxide. 

NH 40 H^NH 4 ++ 0 H' 

rr [NH 4 +] [OH'] 

K (the ionisation constant) = 

On adding NH4CI which ionises as NH4CI NH4+ + Cl', the 
concentration of NH4+ ion increase, and since K is constant, there 
must be an increase in the value of [NH4OH] and a decrease in the 
value of [OH'j, i.e., some ammonium hydroxide formed, or in other 
words, the degree of dissociation of the ammonium hydroxide is 
reduced by the addition of ammonium chloride, with the consequent 
decrease in the concentration of OH“ ions. 

• Similarly, the extent of ionisation of acetiq acid is decreased by 
adding sodium acetate ; 

CH3COOH ^ CH3C00'+H+ ; CHgCOONa ^ CH3COO'+Na+ 

The degree of ionisation of the weak acid or base is inversely propor¬ 
tional to the concentration of the added salt. 

Solubility product of an electrolyte. —^The theory of electrolytic 
dissociation enables us to determine the conditions under which a 
substance either forms a precipitate or dissolves. Consider the 
equilibrium m a saturated solution of sparingly soluble silver chloride ; 

AgCl (solid) ^ AgCl (dissolved) ^ Ag++Cl~ 

Applying law of mass action, [Ag+] [Cl“] == K[AgCl] 

I'hc concentration of unionised solute in solution, [AgCl], is constant, 
since it is in equilibrium with solid silver chloride whose active mass 
IS constnat. [Ag+] [C1-] = S (a constant). , 

The constant S is called the solufllility product for silver chloride. 
Hence, in a saturated solution of an electrolyte the product of 
concentration of the ions is constant. , 

Thi solubility product of an electrolyte is the maximum product of 
the concentrations of the ions in its saturated solution at a givm temperature. 

Common ion effect. —Sodium chloride is precipitated when 
HCl gas is passed into its saturated solution. The product of 
concentrations of Na*^ ions and Cl~ ions in the saturated solution of 
NaCl is constant : 

[Na+] [Cl”] = solubility product, S. 

The concentration of Cl” ions is increased by passing HGl gas ; 
HCl H++ Cl” ; hence the concentration of Na+ ions must 
decrease to keep the solubility product,^ S, constant. This occurs by 
the removal of some Na'*' ions from solution as solid sodium chloride^ 
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i.e., som HaCl is predpitaUdf until the product of the concentrations, 
of ions reaches the solubility product. Hence the solubility of an: 
electrolyte is decrased by the presence of a common ion ^—but^ none the less, 
the solubility product remains constant. Silver chloride will, therefore, 
be less soluble in a solution containing silver nitrate or potassium 
chloride than in pure water. 

Applications of solubility product.— 

If, for a given electrolyte, the product of the concentration of ions in solution 
is made to exceed the solubility product, it is thrown out of solution as a precipitate ; 
if, on the other hand, the ionic product is made less than the solubility product, it 
passes into solution, that Is, when : 

product of jons>solubility product, the substance precipitates ; 
product of ions<solubility product, the substance dissolves ; 
product of ions — solubility product, the solid substance remains in equilibrium- 
with its saturated solution. 

(i) Precipitation.— Consider the solubility product of the sulphides ; HgS, 
4x 10-5* . CuS, 8 X 10-«5; GdS, 5x 10-»» ; ZnS, 1 X lO-^® ; MnS, 1.4x l0-“. 

On passing hydrogen sulphide into a solution of salts of these metals, the metallic 
sulphide precipitates only when : 

[M..] [S'']>S, where S = solubility product 
* and M** is the metal ion. Now, H 2 S is a weak acid, and its dissociation : 

HjS *5 2H’ 4 * S', is readily suppressed by hydrogen ions. 

When the solution is, therefore, acidified with dilute HGl (HGl *5 H’ + Cl')* 
the concentration of sulphide ions, [S'], is so much decreased that the solubility 
product of very insoluble, sulphides of group II metals, e.g., HgS, CuS, CdS, etc,, is only 
exceeded, and hcnc^ they arc precipitated, whilst FeS, ZnS, MnS, etc, remain in 
solution. 

The group III-A metals iron, aluminium and chromium arc separated from 
xinc, managanese and magnesium by controlling the dissociation of the weak base 
ammonium hydroxide : NH 4 OH ^^5 NH 4 + + OH”, by adding NH 4 CI which 
supplies the common ion, by dissociation. 

Ammonium chloride markedly represses the dissociation of ammonium hydroxide, 
thereby greatly lowering the concentration of OH” ions. Hence when ammonium- 
hydroxide is added to a solution of salts of these metals in presence of NH4GI, only 
hydroxides witli low solubility products, e.g., Fe(OH) 3 , Al(OH) 3 , and Gr(OH )3 
are precipitated. 

(ii) Solnbility of a precipitate. —Consider a solid in contact with its saturated 
solution : MN (solid) % MN (saturated solution) ^=5 M+ + N“ 

If either M"*" or N" ions is removed, the equilibrium gets disturbed and more MN 
ionises and as a result iRe solution ceajgs to be saturated, and consequently more 
MN dissolves to restore the equilibrium. Therefore, any substance that removes M+ 
or N” ions helps the solution of MN. 

Magnesium hydroxide which is but slightly soluble in water, readilv dissolves 
in ammonium chiorijjje solution. A suspension of magnesium hydroxide in solution* 
forms a saturated solution for which the following conditions hold good. 

Mg(OH )2 (solid) ^ MgfOH), (saturated solution) % Mg+'' + 20H' (i) 

[M^+] [OH']* = solubility product of Mg(OH)j ... ... (ii) 

On the addition of ammonium chloride (NH 4 CI % NH 4 + Cl') the concentration 
of OH' ions is reduced by combination with NH 4 + ions to form weakly ionised' 
ammonium hydroxide which evolves ammonia, 

Ntt 4 + + OH'%NH«OHfe?NH,+ H,0 ... ... (ili) 

and. the equilibrium (i) is thereby disturbed. In order to maintain the equilibrium- 
by ratoring the OH' ions that are removed, more magnesium hydroxide goes into 
solution and the process continues until all the ma^esium hydroxide is dissolved* 
Owing t6 the continuous removal of OH' ions the ionic product, [Mgt++1 [OH']*» 
io the solution berames less than ^e solubility product of magnesium hydroxide 
vmicbf’tiiereibre, dissolves. 
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For similar reasons chalk dissolves in hydrochloric acid. 

Silvw chloride which has very litde solubility in water, readily dissolves in aqueous 
ammonia. A suspension of silver chloride in water forms a saturat^ solution in 
which ; 

AgGl (soUd) % AgCl (saturated solution) Ag+ + Cr ... (i) 

and [Ag+] [Cr] = solubility product of AgCl ... ... (ii) 

On adding ammonia, the silver ion concentration is greatly reduced due to the 
formation of complex cation, [Ag(NHa)a]^, 

Ag+ + 2NH, [Ag(NHa)al . (iii) 

and consequently, the ionic product, [Ag+l [Cl'], in the solutiot? falls below the 
solubility product of AgCl and hence it dissolves. 

For similar reasons cupric hydroxide dissolves in ammonia—the cupric ions 
are removed due to the formation of the complex cation, [Gu(NHs) 4 ]++ 

Cu(OH)a % Cu++ + 20H- ; C^^+ + 4NH, i:? [Cu(NH,) 4 ]++ 


Exercises 

y (1) The same amount of electricity which liberated 100 c.c. of oxygen collected 
mver water at 1.5°G and 750 mm. of mercury, deposited 1,772 gm. of silver. Calculate 
the equivalent of silvter, 1 c.c. of oxygen at N.T.P. weighs 0.001429 gm. Tension 
of aqueous vapour at 15°G = 13 mm. « 

Volume at N.T.P. of oxygen liberated = ~ 91*94 c.c. 

28 X 760 


Weight of oxygen = 91.94 x 0.001429 = 0.1314 gm. 
Equivalent ofAg J.772 

8 ^ “ 


Equivalent of Ag = 101.9. 


0.1314 

>0(2) Two cells, one containing copper sulphate and the other silver nitrate, were 
^aced in the same circuit. It was found that 0.106 g. of Cu was deposited in the same 
time as 0.3597 g. of Ag. Calculate equivalent of silver and also find out the amount 
of silver which will be deposited when a current of 1.05 amperes is passed through 
the solution of silver nitrate for 20 minutes. Equivalent weight of copper = 31.8. 

Calcutta 1953 

Equi vale nt _ wt. of Ag deposi ted 

Equivalent of Cu wt. of Cu deposited 

' Equivalent of Ag 0.3597 t, • . . ^ 

g Q I'OG"** * * E^^uivsxlcjit oi i07*9. 

E. C.E. of Ag _ Eg. wt. of Ag . E.C.?!^. of Ag 

EiC.E. of Hi " Eq' wt. of ‘’i’ 'O.OOOOIOT 
.•. E.C.E. of Ag = 0.001114, ' , 

and wt. of Ag = 0.001114 x 1.0.5 X 20 X 60 = 1.404 gm. 
Alternatively from tlie relation w = Ect/96500. 

w = 107.9 X 1.05 X 20 X 607196500 = 1.409 gm. 

(3^ A current of 0.5 ampere is sent through a solution of copper sulphate for 
minutes using platinum electrodes. 

(i) Calculate weight of copper deposited at the cathode. 

From the relation w = ct E/96500 

lAr • 0.5 x 20 x 60 63.57 « 

Weight of Cu = X —^ = 0.1977 g. 


1.008 


/ 


2 


(ii) Calculate number of copper atoms deposited. 

1 gram atom, i.e., 63.57 gm. of Cu contain 6.023 X10** atoms. 

0.1977x6.02a X 10** 


0.1977 g. of Cu contain 


63.5f 


0.1873 X10** atoms. 
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(iii) Calculate volume of oxygen liberated at the anode at 27^G and 756mm. 
Wt. of O, liberated ^ Eg. wt. of Og 
Wt. of Cu deposited Eg. wt. of Cu < 

/. wt, of Og liberated = 0.1977x31.78 >*= 0.0497 g. 

Volume of O, at N.T.P. = 0.0497 x 22400/32 = 34.79 c.c. 


Volume at 27'’C and 756 mm 


34.79 x 760 x 300 
756x273 


= 37.55 c.c. 


, (4) The passage of a uniform current through dilute sulphuric acid with platinum 
>aectrodes for half an hour liberated 336 c.c. of electrolytic gas (mixed hydrogen 
^ and oxygen) at N.T.P. Calculate the strength of the current. 

Volume of H, = 336x2/3 = 224 c.c. at N.T.P. 

Volume of Oj = 336 X1/3 = 114 c.c. at N.T.P. 

Weight of H, = 0.224x0.09 = 0.02 gm. 

Weight of Og s= 0.114 X 0.09 X 16 = 0.16 gm. 

Applying w = ctE/96500, 


wt. of Hg X 96500 , 

"“"soxBox-rw 


C 


Wt. of OgX 9650 0 
30 x 60 x8 


= 1.072 amp. ; 


Alternatwely, I faraday i.Cy 96500 coulombs simultaneously liberate 1 eguivalen^, 
i.e., 1 gm. or ^ mole of Hg and 1 eguivalent, i.e., 8 gm. or i mole of Og, making a 
total of } mole of mixed gas per faraday. Volume of } mole of gas at N.T.P. = 22.4 x 2 
«*= 16.8 litres. 16.8 litres of gases are liberated by 96500 coulombs. 

0.336 litres of gases are liberated by 96500 x 0.336/16.8 = 1930 coulombs. 
But coulomb = adipere x second. 


current strength = 1930/30 x 60 = 1.072 amp. 


5. Explain and illustrate what you understand by electrolysis. State Faraday’s 
laws of electrolysis and show how they may be veriBcd experimentally. How would 
you determine the chemical eguivalent of copper electro-chemically ? 

6. What arc the principal characteristics of electrolytic conduction ? How 
is the phenomenon explained by the hypothesis of ionic conduction ? Give a brief 
account of the hypothesb. 

7. Write short notes on—(i) dissociation and decomposition ; _ (ii) elcdlro* 
chemical eguivalent. Deduce a relation between electro-chemical eguivalent of 
element and its chemical equivalent. 

8. Give a short accoitfit of the ionic theory. Discuss in terms of the theory 
(a) strengths of acids and bases, (b) neitralbation, (c) hydrolysis. 

Delhi Inter 1928 

9. A currrat of electricity deposits 0.2 gm. of copper (eg. wt. 31.8) from copper 
sulphate solution in half gn hour. What volume of oxygen could be obtained using 
acidulated water and ^ current twice as strong as in the former case for 2 hours ? 
If the gas were measured at 15®C and 765 mm. pressure, how would the result be 
altered ? 1 litre of oxygen fiX N.T.P. weighs 1.44 gm. 

Ans. 279.6 c.c. ; 292.9 c,e. 

10. An electric current b passed simultaneously through the following solutions ; 

hydrochloric acid, ferrous sulphate, ferric sulphate, and silver potassium cyanide. 
If 5.2 litres of hy^ogen at N.T.P. were evolved from the hydrochloric acid solution 
how much metal would be deposited in the case of the iron and silver salts ? 
Fe = 56, Ag = 108. Ans. Iron 13.0, 8.7 gms. ; silver 50.1 gm. 

11. Explain what is meant by electrolysb. Show how electrolysb may be used 
to find the equivalent of a metal. What meaning doa the statement: the E.C.E. 
gf silver b 0.001118 convey ? Explain with illustration the connection between 
valency and the charge of an ion. 

12. Bxp^in what b meant 1^ a 4)ase. Is there any diiforence between a base 
and an altaUi ? Would you consider sodium carbonate a base ? 
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13. E^qilain what is meant bv salt, indicating its relation to (i) an acid, and 
(ii) a base. Describe the general methods for preparing salts. What is an acid 
salt ? Does an acid salt always have an acid reaction ? Give illustrations. 

yT 14. Explain what you understand by the terms acid, base and salt; What 

their diaracteristic properties ? How are the salts classified ? Classify the 
following salts—sodium bicarbonate, copper chloride, sodium nitrate. Is the reaction 
of a salt always in keeping with its classifiction ? Ptmjab ’37 

j. 15. Indicate briefly the theory underlying the process of neutralisation of an 
i^UkL by a base. Solution of sodium carbonate and borax are alkaline to litmus, 
whilst solutions of copper sulphate-and ferric chloride are acidic. «Give reasons for 
this behaviour. Calcutta ’39 

f 16. An electric current is passed between platinum plates through solutions 
^copper sulphate, silver nitrate, and dilute sulphuric acid, the solutions being placed 
'in series. If 0.105 gm. of copper is deposited in the first cell, calculate :—(a) the 
weight of silver separated from the second solution ; (b) the volume of hydrogen 
measured at 15'’G and 740 mm. which is liberated from the third solution. £q. wt* 
wt. of Gu 31.8, and that of Ag 108. Ans. (a) 0.3567 gm.; 40 c.c. 

17. A solution of a salt of a metal of atomic weight 112 was electrolysed for 
150 minutes with a current of 0.15 ampere. The weight of metal deposited was 
0.783 gm. Find the valence of the metal in the salt. Ans. 2 

y 18. The same current is passed through acidulated water and through a solution 
'of the chloride of metal X. The volume of hydrogen liberated at N.T.P. was 14!8 
lilres and the weight of metal deposited 42 gm. The*specific heat of the metal is 
0.094. Find the formula of the chloride. Ans. XCIa 

19. A current is passed for 6 minutes through a voltameter containing dilute 
liberated 40 c.c. of electrolytic gas, measured at 15®G and 748 mm. What 
./as the average value of the current ? , Ans. 0.596 amp. 

/ 20. In the preparation of NaOH by the electrolysis of a sodium chloride solution, 
/4oQ c.c. of solution containing 40 gms. NaOH per litre was obtained after a certain 
time. During the same time 30.4 grams of Gu (eq. wt. 31.8) had been deposited 
in a copper voltameter in scries with the electrolytic cell. Galculate the percentage 
of theoretical yield of NaOH obtained. Ans. 62.75 per cent. 

21. State Faraday’s laws of electrolysis and explain the terms electrolyte and 

ions. What products are liberated at the electrodes or formed in the electrolyte 
during electrolysis : (a) dilute hydrochloric acid using carbon electrodes, (b) aqueous 
solution of sodium chloride using carbon electrodes, (c) solution of sodium sulphate 
using platinum electrodes ? Punjab Inter, 1944 

22. What is the relation between : (a) electro-chemical equivalent and chemical 

•quivalent of an element, (b) atomic weight and chemical equivalent of an element. ? 
Galculate electro-chemical equivalent of silver and .oxygen, given E.C.E. of 
H = 0.0000104, and Ag = 108, O = 16^ , Bombay ’31 

Ans. E.G.E. of Ag = 0.001114 ; E.G.E. of 0,= 0.00008254 
✓ 23. An electric current is passed through solution of copper sulphate and cyanide 

silver connected in series. If in a given time 0.35 g. of popper is dcpc«ited, what 
will be the weight of silver deposited in the same time ? Cu = 63.57, Ag = 107.8 

Ptmjab 1945. Ans. 1.187 gm. 

24. What is meant by salt hydrolysis ? Explaip why an aqueous solution of 
sodium chloride is neutral towar^ litmus, a solution of sodium acetate is alkaline^ 
and a solution of ferric chloride is acidic. 

25. Explsun the terms : (a) ion, (b) electro-chemical equivalent, (c) Faraday. 

Calcutta '53 

26. State Faraday’s laws of electrolysis and express them in the form cX an 
equation. A current of 5 amperes is pass^ through a copper voltameter and a silver 
voltsuneter connected in series for 32 minutes and 10 seconds. Calculate the amount 
of Gu and Ag deposited. Given E.C.E. of Cu « 0.000325 g. and of Ag 0.001118 g. 

Calcutta 1952, 1959. Am. Cu 3.137 gm. ; Ag 10.79 gm.; 

27. Write a short note on the Aeory of ionisation. What is the difference 
between an atom smd an ion ? How is the theory used to explain (a} neutrsdmtion, 
(b) electrolysis and (c) non-precipitation (ff zinc in group II during antdyas. .. 

^ . Ptatjab ld48 
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28. Explain the following on the^as^ of ionic theory : (a) use of ammoiiiuni 

chloride in qu^tative analysis, ^ (b) alkalinity of a solution of sodium carbonate 
and acidity of a solution of ferric'chloride, (c) precipitation of pure sodium chloride 
from a saturated solution of the impure salt by HGl gas. U. P. Board ’44 

29. A ciurent of 2 amperes was passed through a solution of copper sulphate 
for 16 minutes and 5 secs. Calculate the amount of copper deposited on cathode. 
Given 96500 coulombs can deposit 63.6/2 gms. of copper. Cal. 1959 ; 0.636 gm. 

XII 


THERMOCHEMISTRY 


Thermochemistry is concerned with the evolution of heat that accompanies a 
chemical change. Heat is a form of ener gy and hence when a process is accompanied 
by a heat cliange, an equivalent amount of energy of some other from must be 
'inverted into heat. Heat is measured in calorics. The calorie is the amount of 
heat required to raise the temperature of 1 gram of water through 1°G (from 15° to 
16°C) ; 1 kilocalorie is equivalent to 1000 calories. 1 calorie (cal.) — 0.001 
kilocalories (Gal.) =4*1833 joules. 

• Heat of a reaction. —As stated before, vide page 15, chemical changes are 
accompanied by evolution or absorption of heat. Heat of a reaction is the quantity 
of heat evolved or absorbed during a chemical change. Reactions in which heat 
is evolved are exothermic itactions ; reactions in which heat is aljsorbed are 
endothermic reactions. Evolution of heat is taken as a positive (+) quantity and 
absorption of heat a negative (—) quantity in a thcrmo-chemicaJ equation. Thus 
the equation : 

C. + Oa = COi + 97,000 dais. 

means the 97,000 cals are evolved in the formation of 1 gram molecule of GO*. The 
<^113600 : G + 2S = GSg—21,000 cab. means that 21,000 cals, of heat are absorbed 
in the formation of 1 gram molecule of carbon disulphide, CS,. 

Intrinsic energy. —Under a given set of external conditions a 
substance contains a definite amount of energy, known as its intrinsic 
or internal energy. Consider the reaction : 

C+Oa = 003 + 97,000 cals. 


Heat of the reaction is +97,000 cals. Since no energy is lost in 
the trar sformation, intrinsic energies must balance on cither side of 
the equation, when proper allowance is made for the heat evolved or 
absori^d in the process. It follows that : 

intrinsic,energy of G + intrinsic energy of O 2 

= intrinsic energy’ of 002+97,000 calories. 


The internal ener^’of an element is not known, but since thermo¬ 
chemical measurements give only the difference of intrinsic energies 
of reactants and resultants, the intrinsic energy of a free element in its 
normal state is arbitrarily taken as zero. The intrinsic energy of COg 
is then equal to —97,000 cals., meaning thereby that the intrinsic 
energy of a mole of COj is 97,000 cals, less than its constituent elements. 

Heat of formation. —Heat of formation of a compound is the 
amount of heat evolved or absorbed when 1 gram-molecule of the 
CQXBpound is formed from it5 e][ements in their normal state. 


HP 

HC3 



+ 38, 500 cs&a . 
+ 22,000 
+ 8,440 „ 

-s- 6,400 


'S?P 




NO 




+ 68,300 cals. 
+ 94,000 „ 
- 21,000 „ 
-21,600 „ 
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H«at of formation is a measure of the stability of a compound. The 
-stability of the hydracids of halogens, for instance, progressively 
•decrease from HF to HI. 

Now, consider the reaction : G -b O 2 = GO 2 + 97,000 cals. 

Heat of formation of COg = +97,000 cals., whereas the intrinsic 
•energy of CO 2 is —97,000 cals, i.e., intrinsic encigy of CO 2 is 
numerically equal to its heat of formation but is opposite in sign. 
Again, in the reaction C + 2S = 082 —21,000 cals., heat «»f formation 
of CS 2 is —21,000 cals, but its intrinsic energy is +21,000 cab. In 
other words, intrinsic energy = — heat of formation. 

Heat of combustion. —^The heat evolved in the complete oxidation of 1 gram 
molecule of a substance (element or compound) is known as the heat of combustion. 

The equation CgH* + 2 IO 3 = 2COj + HgO + 310,615 cals. , 

means that when 1 gram-molecule of acetylene is burnt in excess of oxygen 310,615 
•cals, of heat are evolved—this quantity is called the heat of combustion of acetytene. 

law of constant heat summation.—The heat evolved 
in a chemical reaction is the same whether it takes place in one or 
several steps. Carbon, for examph, may be burnt to COg directly : ' 

G + O 2 = CO 2 + 97,000 cals. H« at evolve*d = + 97,000 cals. 

Now, carbon may be first combined with oxygen to give carbon 
monoxide and then CO may Ije burnt to COg : 

C + 'JO 2 — CO + X cab .,. *(i) 

CO + '§02 = CO 2 + y cab. ... (li) 

Heat evolved in the two steps (i) and (ii) must be equal to 
97,000 cab., i.e., x + y = 97,000 calories. 

Hess’s law has been utilised to determine the heat of formation 
indirectly. In the above example heat of combustion of CO into CO 2 
b + 68,000 cab, hence x + 68,000 = 97,000, x = 29,000 cab, 
i.e., heat of formation of GO is + 29,000 calories. 

Heat of solution. —Heat of solution of a substance is the amount of heat evolved 
or absorbed when 1 gram-molecule of the substance dissolves in such a large volume 
of water that further dilution causes no additional heat change. The solution is 
denoted by the symbol aq., as HGl aq. Heat of solution of hydrochloric acid is 
17,400 cals., and that of HjSO* 20,200 cals; 

Heat of neutralisation.—^Tbb b the amount of heat liberated 
during the neutralisation of 1 gram equivalent of hn acid by 1 gram 
equivalent of a base in their dilute solutions. Hcaf of neutralisation 
of a strong acid by a strong base is rrmarkably constant and b equal 
to 13,700 cab. Consider the neuiralbation reaction : 

HCl aq + NaOH aq = NaCl aq + HgO + 13,700 cal. 

According to ionic theory, strong, acids and bases, and salts are 
completely ionised in their dilute solution, hence 

H+ + Cl- + Na+ + OH- = Na+ + Q- +.H 2 O + 13,700 cals. 

Disregardmg the common ions on botly^^S of the equality sign, 

H+ + OH- - H^^^,700 cab. 

Hence, heat of neutralbatiq|j|hf nothing but the heat of formation 
of water from its ipas. Tfab b true for pc neutralbadon of equi^ent 
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amounts of any strong aci# and strong base, and hence the constancy^ 
of the value. 

KOH aq + HNO, aq = KNOj aq + HaO + 13,700 cak: 
or K+ + OH- + H+ + NOj- = K+ + NO*- + H*0 + 13,700 cals. 
i.c., H+ + OH' = HjO + 13,700 cals. 

Exercises 

t 

1. Wliat is meant by the heat of neutralisation of an acid ? Explain clearly 
why the heat of neutralisation of strong acids is approximately constant. 

U. P. Board Inter., 1946 

2. What are exothermic and endothermic reactions ? Explain with tUus^ 
trations. 

y. Write notes on: heat of formation, heat of neutralisation, heat of 
solution, and heat of combustion. 

A ' 


XIII 

CATALYSIS 

Catalysis.—In 1835, Berzelius drew attention to a number of 
reactions which were accelerated by the presence of an added substance 
which appeared to take no part in the reaction. This phenomenon 
he described as chtalysis. Ostwald compared a catalyst to a lubricant 
which makes a machine move faster or to a whip which urges on a 
reluctant horse. 

Catalysis is a process in which the rate of a chemical reaction is altered 
{either increased or decreased) by the addition of a small quantity of a foreign 
substance which remains unchanged in mass and chemical composition at the 
end of the reaction—the added substance is known as the catalyst. 

Types of catalysis.—(a) Positive catalysis.—A catalyst may 
accelerate or retard the reaction. When a catalyst increases the rate 
of reaction, it is called a positive catalyst, and the process positive catalysis ; 
c.g., manganese dioxide acts as a positive catalyst in the decomposition 
of potassium chlorate into potafsium chloride and oxygen ; finely 
divided platnium catalyses the reaction of hydrogen witli oxygen to 
give water, and activated charcoal the reaction of hydrogen with 
chlorine to yield, hydrochloric acid. 

(b) Negative catalysis.—When a catalyst diminishes the rate of 
a reaction, it acts as a negative catalyst, and the process is negative catajysis, 
e.g., phosphoric acid acts as a negative catalyst in retarding the 
decomposition of hydrogen peroxide into water and oxygen. 
Glycerine retards the oxidation of sodium sulphite to sodium sulphate 
by air. 

(c) Autocatalysis.—There are some reactions in which the 
products of the reaction act as catalysts ; this phenomenon is called 
eadecatalysis. Thus, tlie declorisation of potassium permanganate in 
41^ titration of a hot solution of oxa^ add, in presence of sulphuiic 
4idl4» k a very slow procesa the start; but thq decolorisation is 
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almost instantaneous as soon as a little manganous sulphate is formed, 
which catalyses the reaction. 

(d) Induced catalysis. —solution of sodium arsenite is not 
oxidised to arsenate on exposure to air, but sodium sulphite is oxidised 
to sulphate under the same condition. When a solution of a mixture 
of arsenite and sulphite is exposed to air, both salts are simultaneously 
oxidised. This is an example of induced catalysis. 

* NugSOg+Na^AsOs+Og == Na 2 S 04 -fNa 3 As 04 

CSmracterigticB of Catalytic Reactions : —(i) The catalyst remains unchanged 
fn mass and composition at the end of the reaction. It may, however, undergo a physical 
change. Thus, coarse manganese dioxide added to catalyse the decomposition 
of potassium chlorate is found to be changed to very fine powder at the end of the 
reaction. 

(ii) A very small amount of the catalyst is only required. Thus, a trace of copper 
sulphate at a concentration of only 10"^* gram molecules per litre markedly accelerates 
the rate of oxidation of sodium sulphite by air. 

(iii) A catalyst does not alter the position of equilibrium in a balanced action, but only 
the velocity of reaction, and since a catalyst influences the forward and backward 
reactions to the same extent, it hastens up the quick attairftnent of the equilibrium 
state. Catalysts are usually used in exothermic reactions for the quick attainment 
of equilibrium at low temperatures at which these reactions are favoured. 

(iv) A catalyst carmot start a reaction but can only influence its rate. 

Experiments seem to contradict this statement, since there are many 
changes which do not take place when the materials are perfectly dry —a trace of 
moisture being essential to start the reactions. 

Thus, the combination of hydrogen and oxygen even in presence of finely divided 
platnium, and the union of nitric oxide and oxygen, do not take place in the complete 
absence of moisture. Perfectly dry carbon monoxide does not burn in dry oxygen. 
Sodium may be melted in dry chlorine without any chemical change, although they 
ordinarily interact vigorously even in the cold. Trace of moisture is thus a very 
active catalyst in many reactions. 

Mechanism of Catalysis. —^Catalytic reactions are grouped into two classes, 
namely, homogeneous catalysis, in which the catalyst is uniformly distributed 
throughout the system, i.c, all the substances concerned are in one phase, and 
heterogeneous catalysis, in which the catalyst, usually a finely divided solid, is 
not uniformly distributed throughout the system and foritis a separate phase. 
Examples of homogeneous catalysis are (a) SRtion of nitric oxide in the formation 
of sulphuric acid from sulphur dioxide, oxygen and water vapoxir, (b) influence 
of moisture in the formation of ammonium boride from ammonia and hydrogen 
chloride, and (c) effect of acids in the hydrolysis of cane sugar to l^lucosc and fructose. 
Examples of heterogeneous catalysis arc found in most technical gas reactions, e.g., 
platinised asbestos is an effective catalyst in the oxidation of sulphur dioxide to sulphur 
trioxide in the contact process for sulphuric acid ; iron is a catalyst in the synthesis 
of ammonia in Haber's process ; active charcoal helps the formation of phosgene, 
COCl], from carbon monoxide and chlorine. 

There are two theories to explain catalytic changes. 

The “intermediate compound** theory, applicable to homogeneous catalysis, 
postulates that the catalyst combines vrith one of the reactants to form a mare reactive 
unstable intermediate compound, which then reacts with other reactants to yield 
the products, simultaneously releasing the catalyst. The catalytic action of nitric 
oxide in the oxidation of SOg in the chamber process for sulphuric acid offers an 
example. Nitric oxide combines with atmospheric ox)^cn to fom nitrogen peroxide, 
which then converts the stilphur dioxide to the trioxide—^theXhitric oxide that b 
set free s^ain takes part in the reaction. 

2NO + O, - 2NO,; 280, + 2NO, i» 2SO* + 2NO 


10 
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The adsorption theory, applicable to heterogeneous catalysis only, postulates 
that the reacting gases are adsorbed on the surface of a solid catalyst—the adsorbed 
layer is limited to a thickness of one molecule. The increase in the velocity of the 
reaction is attributed to the close proximity of the reactants in the adsorbed hlnu. 
The product is formed on the surface and subsequently fly off, leaving the surface 
bare for fresh adsorption. The degree of adsorption and the catalytic activity increases 
with the fineness of sub-division of the catalyst. 

Catalyst poisons and promoters.— -The activity of a heterogeneous catalyst 
is sometime? appreciably altered by traces of foreign substances. Foreign substances 
which tend to inhibit catalytic activitv arc known as anti-catalysts or catalyst poisons ; 
they are more firmly and preferentially adsorbed tlian tl»c reactants at the surface 
of a solid catalyst, which is thereby rendered incflcclive. Thus, in the manufacture 
■of sulphuric ackl by the contact process, traces of arsenious oxide completely .destroys 
tlie catalytic activity of platinum catalyst. 

Substances which tend to enhance the activity of a catalyst arc known as promoters. 
In the Haber process for the synthesis of annnonia with iron catalyst, for example, 
the addition of a trace of molybdenum produces a large increase in*cata!ydc activity. 

Indnstrial applications of catalysts.— Mention is made of few processes 
only.— 

(a) Synthesis of ammonia. —Reduced iron with molybdenum as promoter is the 
catalyst in the synthesis of ammonia from its elements in Haber process. 

(b) Hydrogenation of oils and fats, —^Finely-divided nickel promotes addition of 
hydrogen to unsaturated compounds, and is used for the hydrogenation (hardening) 
of unsattirated fats and oiLs—the solid products being used for margarine. 

(c) Synthesis of hydrochloric acid from its elements in presence of active charcoal. 

(d) Nitric acid. —Platinum gauze is the catalyst in the oxidation of ammonia 
to nitric acid in Ostwald process. 

(e) Sulphuric acid. —In the contact process pladniscd asbestos or vanadium 
pentoxide is the catalyst in the oxidation of sulphur dioxide to the trioxidc. 

Catalysis by enaymes. —Many chemical reactions arc catalysed by complex 
oiganic substances called enzymes produced by living cells. Thus, the enzyme 
irwertase, which occurs in yeast cells, hydrolyses cane-sugar to a mixture of glucose 
and fructose. 

CijH,.Oii (cane-sugar) -f HjO = C,H|jO, (glucose) -f CjHjsO, (fructose), 
which, under the influence of the enzyme jymase, also present in yeast, are converted 
into ethyl alcohol and carbon dioxide, 

^ C,H„0, = 2 G 2 H 4 OH (ethyl alcohol) -f 2CO,. 

Exercises 

1. Write an essay on catalysis and point out its importance in some industrial 

processes. , U. P. Board Inter., 1951 

2. Write a #hort note on catalysis and its applications. 


XIV 

v.€61loidal solutions 


The Colloidal State, —In course of his investigations on diffusion 
of solutions of various substances,(Thomas Graham (1852-60) observed 
that acids, bases and salts could readily diffuse in solution and fdirly 
quickly pass through vegetable and animal membranes, ^whereas 
substances like glue, staitjh and albumen diffused but very slowly. 
(TTic rapidly diffusing substances, were called by Graham c rystalloi d^ 
Wee most of them were crystalline in the solid state. 'Wtlhumciy 
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Starch, gum, proteins, etc., on the other hand, which form amorphous 
solid masses resembling glue, were called colloida^from the Greek 
word kollQi meaning glue, which was a typical merimer of the group 
of substances that diffused very slowly. Graham thus differentiated 
between “two classes of matter, the crystalloid and the colloid,” each 
with characteristic proper ties. 

But in the light of later researches it is more correct to speak of 
the colloidal state of matter than to describe a substance «s a colloid 
or crystalloid, since most substances may be obtained in the colloidal 
state under suitable conditions. Common salt , for example, which is 
• a typical crystalloid in aqueous solutFon, inay be brought into a 
colloidal state in benzene ; soap, which forms a colloidal solution in 
water, behaves as a crystalloid in alcoholic solution. It is the size of 
the particle which decides if a substance will remain in the colloidal 
state. 'I’he term colloid, therefore, refers not so much to a class of 
substiince as to a state of subdivision. 

In a true solution, such as one of common salt or sugar in water, 
the solute distributes in the solvent as ions or single molecules. A« 
suspension, on the other hand, contains particles which arc visible 
to the naked eye or, at least, in a microscope. Between these two 
extremes exists the colloidal system in which the particles are larger than 
molecules but are not large engugh to be seen under the microscope. A coarse 
suspension, a colloidal solution and a true solution* differ as regards 
size of particles only. Size of particles : 


Coarse suspension 
10~* cm 


Colloidal particle 
10“® to 10"^ cm 


Molecular diameter 
10~® cm 


r •^V Mjmlysis «-^Colloids may be separated from crystalloids by a 
'process, called dialysis^ {.Dialysis is a process of separation of a colloid 
from a crystalloid from a mixture of the two in solution by diffusion through 
a membrane^ such as parchment paper and collodion filmy which lets through 
the crystalloid hut not the colloid.^ 

By means of dialysis a colloid is freed from ’%:rystalloidal 
impurities. ^ 

Experiment. —A solution of starch aq/1 potassium iodide is taken in a bell jar, 
over the mouth of which a piece of parchment paper 
is tightly tied—the apparatus is called a dialyser 
(lig. 49), It is suspended in a jar of distilled water, 
so that the parchment paper dips into the water. 

After sometime, about half an hour, chlorine water is 
added to the water in the water jar—a yellow colour due 
to liberated iodine shows that the crystalloid potassuim 
iodide has passed through the parchment paper, but 
the starcli is retained, which would, otherwise, 
have given a blue colour with the iodine ; on adding 
both chlorine water and starch into outer jar, blue 
colour develops, showing that potassium iodide alone did 
•diffuse out. 

\.^d11oidal soludon, —Unlike a true solution 
which is homogeneous, a colloidal solution is 
heterogeneous and consists of two phase^ one of 
which is distributed throughout the other as 
small particles or droplets ; the substance that is in the form of particle 



Fig. 49 
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or droplets is in the colloidal state and is known as the disp erse d phase, 
and the medium in which the particles are distributed (or dispersed) 
is called the dispersion medium. 

The dispersed phase and the dispersion medium may be solid, liquid or gas, 
except that two gases cannot form a colloidal system. When the dispersion medium 
is a liquid, the colloidal systems are called sols ; sometimes the sols are as thick as 
as jelly and are called gels. Smoke and dtist consist of solid particles dispersed in a 
gaseous tnedium, whereas in fog, mist and cloud a liquid is dispersed in a gas. A 
foam^ consists ol a gas dispersed in a liquid ; one liquid is dispersed as droplets in another 
liquid in an emulsion, e.g., milk is an emulsion of fat in water ; when a solid of relatively 
large particle size is distributed in a liquid the result is a suspension. 

Glassification and preparation of colloidal solution.— 

Colloidal solutions are roughly divided into two classes : lyophilic 
(solvent-loving), and lyophobic (solvent-hating). I’he dispersed 
phase exhibits great affinity for the dispersion medium in a lyophilic 
colloidal system, and consequently many substances forming lyophilic 
sols, readily pass into colloidal solution, when simply treated with a 
^suitable dispersing medium, e.g., colloidal solutions of starch and 
gelatin in water, and rubber in benzene. On evaporation or cooling 
of lyophilic sols, solids arc obtained which can be reconveited into 
sols by adding solvent or by warming, respectively. Lyophilic sols 
are, thus, reversible in character. 

Many aqueous lyophilic colloidal sols occur naturally, e.g., starch, gelatin, rubber 
latex and epg albumen. Lyophilic silicic acid sol can be prepared artificially by 
pouring a dilute solution of sodium silicate into excess of dilute hydrochloric acid : 

Na,SiO, + 2HC1 = 2NaCl + H,SiO, 

Silicic add is in the colloidal state. The sodium chloride and excess acid are 
removed from the sol by dialysis. Lyophilic colloid particles are heavily solvated. 

The dispersed phase has no affinity for the dispersion medium in a lyophobic 
colloidal system. Lyophobic sols are, therefore, prepared by special methods, 
referred to as condensation method and dispersion method. 

Condensation method. —Particles of colloidal size are obtained by this method 
as a result of. 5 Chemical reaction between substances which are originally present 
in true solutions, as ions or molecules. Chemical reactions used are : (i) Hydrolysis .— 
Deep red ferric hydroxide sol is obtained by adding drop by drop ferric chloride 
solution to boiling water—the excess fei;ric wloride and the hydrochloric acid are 
.removed by ^dialysis : 

FeCI, -I- 3H,0 Fe(OH), + 3HC1. 

(!i) Metathesis. —Yellow arsenious sulphide sol is prepared by passing H,S into 
a solution of arseni6us oxide in water—the excess HgS is removed by bubbling 
hydrogen through the sol: As^Oa + 3HaS » AsgS, + 311,0. 

(iii) Oxidation. —^An aqueous solution of HjS can be oxidised by sulphur dioxide 
to yield a sulphur sol: SO, + 2 H 3 S s. 3S + 2H,0. 

(iv) Reduction. —Metal sols (sols of Au, ^ and Pt, etc.) are obtained by the 
reduction of solutions of their salts with formaldehyde, hydroxylamine and hydrazine, 
etc. Zsimondy’s gold sol is prepared by reducing a solution of auric chloride with 
fonsaldehyde—the sol is ruby-red in colour when gold particles are fine, and blue 
with coarser particles. 

TOi^eraiim snetlsod.—By this method the material is disintegrated from the 
masrive fiarm into particles of colloidal size. 

(i) Medwsdedl dispersion. —This is* done in a eolbnd mill which conrists two closely 
spam dispL rotating at a high speed in opposite directions. A mixture of the 
material po be diqwrsed and the diversion m^um (e.g., day suspensions in water) 
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is fed between the plates, where the shearing force produces particles of colloidal 
size. 

(ii) Peptisatim .—^The term refers to the dispersion of a substance into particles 
of colloidal size by an added agent, known as a peptising agent _ The presence of a 
common ion in small amounts helps peptisadon. A precipitate of aluminium 
hydroxide passes into colloidal solution if shaken with water containing a little 
aluminium chloride. A dilute solution of AgNOa or KCl can pepdsc freshly 
precipitated AgCl to yield a colloidal sol. 

Bredig’s method which involves both dispersion and condensation makes use 
of electrical disintegration. Metal sols are prepared by this method, e.g., sols of Au, 
Ag, Cu, Pt., etc. A direct current electric arc is struck between two ntctal electrodes 



(fig. 50fl) held under water, and the metal sol is formed. The metal is vaporised 
by the arc and the vapour is condensed by cold water to form colloidal particles. 

Once the dispersed phase is precipitated out from a lyophobic, sol, it can not be 
reconverted into the sol easily ; lyophobic sols arc, therefore, called irreversible sols. 

Properties of sols. —(i) Diffusion and dialysis. —^The rate 
of diffusion of a sol is very much less than that of a solute in true 
solution. The process of puiifying a sol from true solution, known 
as dialysisy depends largely on the differential rates of diffusion. 

(ii) Osmotic pressure. —The osmotic pressures of colloidal 
solutions are very small. The very low osmotic pressures of sols 
distinguish them from true solutions. 

(iii) Optical properties. —(a) Tyndall effect. —Colloidal 
particles are too small to be seen in a microscope. But just as dust 
particles in the path of light, when a sun beam cnteis a dark room, 
become visible due to scattering qf light fiom fheir surface, so also 
when a strong beam of light is passed through a sol in a^ darkened 
room (fig. 50c), the individual colloidal particles scatter light and as 
a result they appear as flashes cf light which can be observed and 
counted under a ultra-microscopey first constructed and used by 
Zsigmondy, 'fhe colloidal solutions, thus, sfattcr light, producing 
what is called Tyndall effect. A true solution does not show Tyndall 
effect and is said to be optically void. 

(b) Brownian movement. —When observed in the ultra- 
microscope colloidal particles arc found to undergo a ceaseless random 
motion, referred to as Brownian movement after the name of English 
botanist Robert Brown who in 1827, first observed this movement 
in pollen grains dispersed in water. The Brownian motion is due 
to the impact of the molecules of the medium on the colloidal particles 
(fig. 50b). 
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The Tyndall effect and Brownian motion are characteristics of colloidal 
solutions only. 

(iv) Electrical properties. —(a) Electrophoresis and electro¬ 
osmosis. When a sol is placed in an electric field, colloidal particles 
move in one direction or another, showing that the colloidal particles are 
electrically charged with respect to the dispersion medium. When two 
platinum wires connected to the terminals of a battery, for example, 
are dipped in arsenic sulphide sol in a U-tube, the colloidal particles 
slowly move towards the positive pole, showing that they carry 
negative charges. This phenomenon of movement of colloidal 
particles under the influence of an electrical potential is called 
electrophoresis ; also called cataphoresis. 

Colloidal particles of clay, arsenious sulphide, silicic acid and metals such as 
Au, Ag and Pt, carry negative barges, whereas haemoglobin, and metallic hydroxides, 
e.g., Fe(OH)j and AKOIl),, etc. are positively charged. 

When an electric field is applied to a sol under condition in whicli the colloid 
particles are held stationary the liquid is observed to move—this effect is known as 
electro-osmosis ; when the colloid particles are n<‘gativcly charged, the liquid moves 
towards the negative pole. 

< colloids. —Electrical charge is an important 

factor in the stabilisation of colloids'.'’(_Whcn an electrolyte is added 
to a colloidal sol, the latter slowly gets turbid and finally the dispersed 
phases separates out as a precipitate ; this phenomenon is known as 
precipitation or coagulation.^ Coagulation is. due to the neutralisation 
of the charge on'the colloid particles by the oppositely charged ions of 
the added electrolyte. The coagulating power of an electrolyte 
depends upon the valency of its ions. Hardy — Schulz states 

that S^^flhe ion which is effective in causing coagulation of a sol ts the ion 
whose charge is of opposite sign to that of colloidal particles, and Sfi’y''the 
coagulating power increases with increasing valency of the ion. Bivalent 
sulphate ions, for example, arc about 50 times more effective than 
univalent chloride or nitrate ions in coagulating positively charged 
foric hydroxide sol. Charged colloids are also effective in coagulating 
colloids of opposite charge ; when positive feiric hydroxide sol and 
negative arsenious sulphide sol are mixed, mutual coagulation of 
two colloids take place. Heating a sol also favours coagulation. 
I..yophobic sols are relatively unsfeble compared with lyophilic sol ; 
the fbrmef is coaguated by small quantity of electrolytes but the latter 
is not affected unless large amounts of electrolytes are added. The 
addition of a lyophilic colloid to a lyophobic sol renders the latter less 
sensitive to coagulating effect of electrolytes. When this occurs the 
lyophobic sol is said protected and the lyophilic colloid is called a 
pr^ective colloid. Gelatin, gum, albumen, etc., usually act as 
protective colloids. Graphite sols arc protected by the addition of 
tannin ; gum-arabic acts as a protective colloid to ink preparations. 

' '^^{The pkenomerm of electrophoresis and electro^osmosis, and coagulation 
’'^ej^acteristics of sols only. \ 

VyAjpplieationB of ColloIdc.-AColloids play an important role in our everyday 
industry. Many of the substances composing the body of living organisms— 
the piotoplasm itself—are colloids* Mention is made of few of its applications 
to fi}ciMRt its importance in science and technology : 



COLLOIDAL 80I3TI0NS 


151 


(i) Fo 0 (f.—Many of our foods are colloids. Milk, for example, is an emulsion 
of butter-fat in water, stabilised by casein as an emulsifying agent. In ice cream 
the casein of milk and ice particles are in the colloidal state, stabilised by the presence 
of gelatin or albumen. ArtiHcial beverages are mostly colloidal solutions or 
emulsions ; tea is a colloidal solution, coffee an emulsion. 

(ii) Medicines. —Many pharmaceutical preparations are either emulsions or 
colloidal suspensions, c.g., cod liver oil emulsion, colloidal gold sol. Colloidal silver 
(protargol and collargol) is used in eye treatment. 

(iiil Vegetable iannin ^^.—Process of tanning is regarded as a union of tannin.s with 
hide fibre. Tannins dissolve in water forming colloidal sols, in which the particles 
arc negatively charged. Hides soak water and swell forming a geLof positively 
charged colloid particles of collagen, the principal constituent of hide fibre. On 
mixing the two, hide and tannin, electrical neutralisation with the resulting coagulation 
of two colloids follow—this is the fundamental action in leather tanning. 

(iv) Formation of dflla. —Many rivers carry colloidal suspensions of clay particles 
which are negatively charged. When such a river reaches the sea, the salt 
concentration is high enough to bring about the coagulation of the clay particles 
which are deposited to form a delta—in this way new land, e.g., Gangctic delta, 
is continuously added at the mouth of the river. 

fv) Dmt precipitation. —Smoke, dust, mist, and fog, etc., are all colloidal suspensions 
of solids or liquids in gases, in which the individual particles are electrically charged. 
They can be deposited by Cottrell precipitator which consist of two metallic plates 
acro^ which a very high potential, about 50,000 volts, is applied and between which 
the gas containing the dust, smoke, etc., is passed. Dust particles, etc., are attracted 
towards the plates of charge opposite their own and are discharged, and finally settle 
down, and the cleaned gas passes on. Cottrell precipitator is now an adjunct of 
many factories for the elimination of dust and mist, c.g., sulphuric acid concentration 
units, cement factories, and furnaces for smelting arsenical ores. 

(vi) Cleaniing action of soap. —Soap forms a colloidal solufton in water. Its 
detergent action is due to its ability to emulsify the greasy matter that holds the dirt 
particles fast on the soiled linen. With the removal of the grease the dirt is released 
from the surface of the linen and is washed away. 

(vii) Rubber plating. —The latex, i.c., the milky juice that a rubber plant yields, 
is a colloidal suspension of negatively charged rubber particles ; this property is 
taken advantage of to plate rubber by electrophoresis on various objects, e.g., gloves, 
hot water containers, etc., are made in this way. 

Besides, paints, lacquers, varnishes and enamels are dispersions of pigments etc. 
in suitable vehicles or solvent. Practically all plastics are colloids, so also the gums, 
resins and glues. Silica and alumina gels find use as adsorbent for gases. 

(viii) Purification of water. —Alum is largely used for clarifying drinking water. 
Flocculent precipitate of aluminium hydroxide is formed due to the alkalinity in 
water—it is in colloid state with a positive efii^rge and readily coagulates the negatively 
charged colloidal suspensions in the water, and as it slowly settles, it carries with 
it most of the suspend^l matter. • 


Exercises 

1. Write a .short cassy on the colloidal state of mat^er. Punjab, 1932 

2. What are colloids and crystalloids ? Give examples. Discuss some of the 
important properties of a colloid. Describe a process by which a colloid can be 
obtained in a pure state. 

3. What is dialysis ? Describe an experiment to illustrate it. Calcutta, 1958 
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THE STRUCTURE OF MATTER 


In the nineteenth century the atom was regarded as a small indivisible particle 
—the unit of matter in all chemical changes. But convincing researches in physics 
of the celebrated scientists, Sir J. J. I'homson, Lord Rutherford and others equally 
famous in the begiiming of the 20th century have shown that an atom is a complex 
structure, f 


Cathode rays : The electron.— When an electric discharge is 
sent through a rarefied gas (at low pressure of 0.1 mm. of IJg or less) 
in a vacuum tube, a stream of lays, called cathode rays, is emitted from 
the surface of the cathode and move in straight lines towards the 
anode. By studying the deflection in electric and magnetic fields 
Sir J. J. Thomson (1897) showed that the cathode rays consist of 
negatively charged particles. Each particle carries a negative charge 
of electricity of magnitude 1.6x10“^® coulombs which is equal but 
opposite to that of a hydrogen ion. These negatively charged particles 
are called electrons. The ratio of the charge c to the mass m of the 
electron, e/m, is l.ThSxlO* coulombs per gram. The ratio e/m for 
the electron is ahvays the same, no matter what is the residual gas 
in a vacuum tube and the material of the cathode. The ratio e/m is 
1836 times greater than the ratio of charge to mass, c'/m', for the 
hydrogen ion, which is 96,494/1.008 = 9.574x10^ coulombs. Since 
the charge of an electron is equal but opposite to that of the hydrogen 
ion, i.e., e = e', its mass is 1836 times smaller. 


e/m 

e'/m' 


1.758x10® 

9.574x104 


= 1836, 


m' = 1836 m, 


i.e., the hydrogen ion is 1836 times heavier than an electron. 

Electrons can be had from all kinds of substances. An electron is, 
therefore, a common constituent of all kinds of matter. Hence an electron 
isTa constituent of all atoms. 

The positive .rays : The Proton.—^I’he discovery of the. 
electron suggests that an atom contains positive electricity in some 
form since the atoip as a whole is electrically neutral. Besides 
nega^tively charge^ cathode rays, the operation of a discharge tube 
always produces,a stream of rays travelling in a direction opposite to 
the cathode rays, called positive rays. The positive rays consist of 
positively charged particles of atomic mass formed from atoms by the 
removal of electrons—the ratio of the charge to the mass of these 
particles is no longer constant as for the electron but depends on the 
nature of the residual gas in the tube. This ratio shows that these 
particles are much heavier than the electrons. The lightrat positively 
charged iwirticle has been detected in the hydrogen discharge tube—its 
‘ >bout the same as that of the hydrc^cn atom and it has a unit 
jcharge, i.e., it is a hydrogen atom that has lost the electron. This 
of unit mass and unit ppsitioe charge is known as a proton. No 
positively charged ion has been found which has a mass less than 
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that of a pioton—the mass of different ions are integral multiples of 
that of proton. Hence, protons like the electrons, enter into the structure of 
all kinds of atoms. A proton is a fundamental particle like an electron, A 
proton with one electron forms a hydrogen atom and hence : 

mass of a H-atom = mass of a proton + mass of an electron 
= 1836 m + m = 1837 m, 


i.e, the hydrogen atom is 1837 limes heavier than the electron. 

The Neutron*— Keutron is another fundamental particle of matter, 
discovered by Chadwick in 1932 by bombarding beryllium with alpha 
particle (i.e., a particle of mass equal to 4 times that of a hydrogen 
atom and carrying 2 unit positive charges). The neutron has about 
the same mass as that of the proton, but no electric charge, i.e., it is 
a neutral particle of unit mass. 

Positron was discovered in 1932 by Anderson. A positron is an exact electrical 
opposite of an electron, i.e., a positron is a positive electron of unit positive charge 
and mass equal to that of an electron—its place, if any, in the structure of matter 
is still obscure. A po.sitron has only transitory- existence. 

• The structure of the atom.—^I'he fundamental particles, 
electrons, proton and neutron, enter into the structure of matter. The 
piesent conception about the structure of atom is mainly due to E. 
Rutherford (1911) and is based on his experiment on the scattering of 
a-particles by thin metal foils. When a thin gold fqjll, 0.0004 mm. in 
thickness, for example, is placed in 
the path of a-ijarticles in a vacuum 
tul^ most of the particles pass out 
practically without any deflection — 
a small proportion, however, are 
scattered through a large angle ; 
one a-particle in 20,000 was turned 
through 90° or m o-c, fl’his sudden 
and very large deflection suggests 
that the mass of the atom is located 
on a vciy minute nucleus, carrying 
the whole of the positive charge 
(fig. 51). 

The size of the nucleus must be 



P»7iTr*ir4tT:WPi 


very small indeed in com]')arison pig 

witlf the atom, since the a-particles 

pass through several atoms without dcflcclioVi— the diamc^tcr of the 
atom is of the order 10“f_cm. and that of the atomic nbohsus iSL of 


the order of cm. and hence the greater 


space. The atom is pictured as a system m wnicn a _ 
cKa?^ed nucleus is surrounded by planetary electrons —an atom is, 
therefore, very much like a model of the solar system;’ Since an 
atom as a whole is electrically neutral, it must contain cquali^[|her 
of protons and planetary electrons. The planetary eiectronsl^K^e 
round the positively charged nucleus lin a series of orbits in wniilhr 
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they are held, not by gravity as in a solar system, but by electrostatic 
forces between the positive and negative charges. 

Nucleus < ---r-Elcctron-——-► 

-f- Electrostatic attraction — Centrifugal force 

The nucleus of an atom is built up of protons and neutrons—the 
mass of an atom being concentrated entirely in the nucleus. Since 
the neutrons, like protons, have unit mass but carry no electric charge, 
the atomic nfass of an element is equal to the total number of protons 
and neutrons (the mass of electrons being negligibly small), while the 
number of protons is equal to the nuclear positive charge. 

The proportion of protons and neutrons, however, can vary only 
within narrow limits, beyond which the nuclei are no longer stable, as 
in the case of heavy radio-active elements such as radium and uranium. 

The atomic number of an element is equal to the number of positive 
charges on the nucleus of an atonic which is e<jual to the number of protons 
in the nucleus (also equal to the number of planetary electrons)^ 
As the atoms of each successive element in the periodic table has 
one additional positive charge in the nucleus, the serial number of an 
element in the periodic table counting from hydrogen is also known 
as the atomic number. Moseley showed that the ato mic n umber 
is a m ore fundamental property of an element thanits atomic weight. 

The planetary electrons revolve in a set of concentric elliptical 
shells or orbits having the positive nucleus at the centre. There arc 
seven such shells, each shell being able to contain a certain maximum 
number of electrons—the first shell which is the nearest orbit to the 
nucleus can contain only up to 2, the second up to 8, and so on. 

The shells are described by the letters K, L, M, N, O, P, etc.,— 
the first is the K shell, the second 1., and so on ; each shell represents 
a definite energy level —the energy is the least when n = 1 and inci cases 
as the value of n increases, n being the serial number of the shell. 
The electrons in the K orbit are, therefore, at the low’cst energy level. 


The maximum nurpber of electrons in a shell n is 2n*. 


Sheel n 

K • I 

L ' ‘ 2 

M 3 

■ N 4 


Maximum number of electrons 

2x2* = 8 
2x3* .= 18 
2x4*«=32 


The outermost shell of an atom, however, cannot have more than 
except helium which'has a pair of electrons only. 

. dectronic configurations of the inert gases with which end 

M^pmfire;ent periods in the periodic table are as follows : 
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Inert gases and their 

Electrons in succes.sive shells 

atomic number 

bheil K 

L 

M 

N 

O 

p 



n = 1 

2 

3 

4 

5 

6 

Helium 

2 

2 






Neon 

10 

2 

8 





Argon 

18 

2 

8 

8 




Krypton 

36 

2 

8 

18 

8 



Xenon 

54 

2 

8 

18 

18 

8 


Radon 

86 

2 

8 

18 

32 

18 

• 

8 


As the charge on the positive nucleus is increased by one at each 
step an electron is added to the orbits, as the following illustrations 
clearly show. 


An atom of hydrogen contains one proton in the nucleus and a 
single planetary electron in the first shell ; hence its atomic mass 
is one, and the atomic number is also one. The helium nucleus 
contains 2 neutrons and 2 protons—the planetary electrons are 
therefore two, all contained in the first shell. I’he next heavier 
clement contains 4 neutrons and 3 protons in the nucleus—the 
planetary electrons being three only, 2 in the first shell and 1 in the 
second. The addition of electron in the second shell produces 
successively the elements lithium, beryllium, boron, carbon, nitrogen, 
oxygen, fluorine and neon*-with neon the second shell contains 8 
electrons and is full. The next electron successively •enters the third 
shell until it is full in argon—argon having 2 electrons in first shell, 
8 in the second and 8 in third. 


Atomic structure of first 20 elements in the Periodic Table 


Element 

Atomic 

weight 

Atomic 

number 

i 

Electrons in orbits 

K L M N 

H 1 

1.008 

1 

1 



He 

4.003 

2 

2 



Li ! 

6.940 

3 1 

2 

1 


Be 

9.013 

^ ' 1 

2 

0 


B 

10.820 


2 

* 3 


C 

12.010 

6 ! 

2 

4 


N 

14.008 

7 


5 

• 

O 

16.000 

8 

2 

,6 


F 

19.000 

9 

2 

*7 


Ne 

1 20.183 

10 

2 

1 

8* 


Na i 

1 22.997 

11 

'1 

8 

1 

Mg 

24.32 

12 

2 

8 

2 

A1 ] 

26.98 

13 

2 

8 

3 

Si 

28.09 

14 

2 

8 

4 

p ! 

30.975 

15 

2 

8 

5 

s 

32.066 

16 

2 

B 

6 

Cl 

35.457 

17 

2 

8 

7 

A 

39.944 

18 

2 

8 

8 

K 

39.100 

19 

2 

8 

8 1 

Ca 

40.80 

20 . 

2 

8 

8 2 
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Electronic Theoty of Valency. —Modern atomic structure largely explains 
the mechanism of chemical changes. The elements of zero woup viz., _ helium, 
neon, argon, krypton, xenon and radon, arc found to be mert cmemically, i.c., they 
manifest no combining capacity, or what is called valency.. Their chemical inertness 
is due to the stable electronic structure of their atoms. 

The outermost shell of atoms of all the inert gases, except helium (which has 
two electrons only), contain eight electrons, as shown in a table on page 135. 

Chemical reactivity of other elements depends upon their tendency to assume 
the stable configuration of the inert gases so as to have an octet in the outermost 
orbit (or a duplet as in helium). This tendency may be satisfied either (a) by the 
transfer of clecfrons from one atom to another, or (b) by the sharing oi electrons between 
two atoms, accordingly there arc two main types of valency, viz., electrovalency and 
covalent^. The electrons in outermost orbits are usually involved in chemical changes, 




Electrovalency. —An examination of the atomic number shows that the inert 
gases are just fallowed by an alkali metal and preceded by a halogen. Metals in general 
lollow the inert gases, while the non-metals precede them. The sequence is as 
follows : 



H 

He 

Li 



1 

2 

2. 1 


o 

F 

Nc 

Na 

Nfg 

2, 6 

2, 7 

00 

2, 8, I 

2, 8, 2 

S 

Cl 

A 

K 

Ca 

2, 8, 6 

2, 8, 7 

2, 8, 8 

2. 8, 8, I 

2, 8, 8, 2 


The combination between metals an^ non-metals, therefore, involves a process 
of electron tran.sfcr in which the surplus electrons of the metal supplies the rleficit 
of electrons of the non-metal. Thus when an atom of sodium with one surplus electron 
combines with an aton; of chlorine with a deficiency of one, producing common salt, 
sodium transfers the ^surplus electron to chlorine and thereby sati.sfies their tendency 
to lose or gain electrons, 'fhe sodium atom has become positively charged owing 
to the loss of an electron aijd the chlorine atom negatively charged due to the gain 
of an electron. The electrically charged atoms, called ions, are then held together 
by electrostatic attraction, there being no definite bond betw'cen them, 'fhe ions 
come apart readily in solution or in the fused state and form independently mobile 
ions, and hence conduct electric current. 

This type of valency which depends upon electron transfer is called eUctro-mlmey. 
It may be either positive or negative and is measured liy the number of electrons a 
neutral atom loses or gains in the formation of the complete octet—metal atom 
exhjbting {positive elcctrovalency and the non-metals negative elcctrovalcncy. In ‘ 
common sodium has the positive clectrovalen<^ of one, and chlorine the negative 
decjhrbvalency of one. In the formation of calcium chloride, an atom of calcium 
transfers itt two surplus electrons to t\^o atoms of chlorine—eac ^ accepting one electron; 
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hence calcium develops the positive electro-valency of two. In sodium sulphide 
two atoms of sodium—each having only one surplus electron—transfer 2 electrons 
to sulphur atom which has the ddacit of two ; sulphur, therefore, has the negative 
electrovalency of two in this case. 

• 

The electron transfer is illmtrated by few examples : 


Na 


+ 

Cl = 

Na+ 

+ 

ci- 


2,8,1 



2,8,7 

2, 8 


2, 8,8 


Cl 

+ 

Ca 

+ Cl 

sss 

Cl- 

+ Ca++ • + 

ci- 

2, 8,7 


2, 8, 8, 2 

2, 8,7 


2, 8,8 

2, 8,8 

2,8,8 

Na 

+ 

S 

+ Na 

3SSS 

Na+ 

+ S=* -j- 

Na+ 

2, 8,1 


2, 8,6 

2, 8,1 


2, 8 

2, 8,8 

2, 8 


Govsileiicy.—^The covalency consists in the mutual sharing of a pair of electroiu 
between two atoms each of which has the deficit of electrons—of the shared pair 
each atom contributes one electron. Mutually shared electrons form a definite bond 
between the two atoms—the sharing of one, two or three pair giving rise to a single, 
double or a triple bond respectively. The atoms of non-metak which have the 
deficit of electrons combine with one another by covalency. 

T^e diatomic molecules, Hj, Cl*, O*, N*, etc., arc form^ in the following way— 
the electrons in the outermost orbit being shown only. 


H- + H=H;H 

; :C1. + .Cl: « 

« •• 

• • •• 

:C1:C1: 

• • •• 

:N: + :N; = 

:N : : : N :; O : 

• • 

*o * 6**0 

•• •• •• 

The formation of water, methane, ammonia, ethylene, acetylene and hydrogen 
chloride by covalent links is shown as follows : 

H 

» * • 


H-N-H 

H..G;: :G..H 

Water 

Ammonia 

H 

Acetylene 

H.. C : ;C .. H 

H ..C..H 

• 

• • 

• • 

< 

H.. Cl: 

H H 

H 


Ethylene 

Methane 

Hydrogen chloride 

• 


Tlie covalent link due to a shared pair of electrons gives riy to a definite b<md 
between the atoms, while in electrovalent compounds the electrically charged atoms- 
^e held together by electrostatic attraction only—^tha-e,being no bond in between 
them. This gives rise to difference between electrovalent and covalent compounds : 


1. Polar and conducts electricity when 1. Non-polar and non-conductors, 

fused or dissolved. 

2. Relatively high melting and boiling 2. Relatively low melting ai:i4 Ixnling 

points. points, i.c., volatile. < 

3. Usually insoluble in non-ioni^g 3.* Usually soluble kt aon-ionismg: 

solvents, such as benzene. solvents (organic ioilvesats). 



'"'lUectrovaleat compoandn 



rroperties ot a typical ionic and covalent substance are shown in the table :— 


Substance 

Type 

1 nx.p. 1 


Solubility 

Conductivity 



n 

B 

in water 

in alcohol 

in aqueous 
solution 

Common salt 

Ionic : highly 
polar 

0 

0 

0 

CO 

1 1440“ 1 

1 

high 

nil 

high 

Iodine ^ 

Covalent ; i 
non-polar 

114“ 

C 

GO 

very 

slight 

high 

nil 


Co-ordinate covalency—also called dative covalcncy, semi-polar bond, co-ionic 
bond or co-ordinate link. The co-ordinate link is formed by the sharing of u pair of 
electrons, but the electrons are contributed by one atom only, and not by each atom 
as in covalcncy. Here one atom which contains a ‘lone pair' of unshared electrons 
acts as the donor, while the otlicr atom acts tis the acceptor. Thus boron trichloride 
combines with ammonia—ammonia having a lone of pair of electrons and boron 
in boron trichloride having only 6 shared electrons in the outermost shell, which is 
2 less than the octet. Here ammonia is the donor and boron trichloride the acceptor. 


Cl: 

H H Cl 

“ ■ ■ I ^ .-.1 

H:N: + B:C1: = H-N -i. B-Cl 

II 

H H Cl 

:C1: 

The co-ordinate link is represented by the arrow~^with the head pointing towards 
the acceptor. 

In aqueous solutions H+ ions of acids combine with water by co-ordinate bond, 
forming hydronium ion, H,0+—a lone pair of electrons of oxygen in water is shared 
with the H+ ion. Ammonium ion, NH 4 + is similarly formed—the lone pair of electrons 
of nitrogen in ammonia is shared with the ion. 

H 

H: 6 :H 
H 

H:N:H 
H 

Isotopes *—Tne atoms of an element with different atomic weights 
but the same chemical properties are known as isotopes. Isotopes of an 
element have the same atomic number fi.e., the same number of protons 
in their nuclei) and hence the same chemical properties. The atomic 
number determines the planetary elections in the orbits, and hence 
also the electrons in the outermost orbit (known as valency electrons) y 
upon which depend the chemical properties of an clement. The 
atomic number is, therefore, the fundamental property of an element 
which determines its chemical property. Isotopes arc identical 
in all properties including the chemical properties, which depend on 
the |itoinic number, but differ in those physical properties, such as 
de^ity, rates of diffusion, efc. which depend on mass. Isotopes {isosy 
equal and topoSy place) occupy the same place in the periodic table. 





» • 

H 

H:N:H 


H+ 


H+ 

















It is the number of neutrons in the nucleus which makes the 
difference in the atomic masses of various isotopes of the same element 
and not the number of protons which is constant for all the isotopes 
of a given element—the number of neutrons varies in the different 
isotopes. Chlorine, for example, has two isotopes of atomic masses 
35 and 37—one containing 17 protons and 18 neutrons in the nucleus, 
while the other contains 17 protons and 20 neutrons only—the atomic 
number in each case being 17. The atomic mass of an isotope (also 
known as the mass number) which is the sum of the protons hnd neutrons 
in the nucleus is alwavs a whole number, since protons and 
neutrons are particles of unit mass. The atomic weight of an element, ^ 
as determined by chemical analysis, is but an average of the atorrnc 
masses of various isotopes of an element as found in nature. 

Elements with fractional atomic weights exist as mixture of 
isotopes whose mass numbers liave integral values. 

Thus ordinary chlorine contains the two isotopes of atomic masses 35 and 37 
in such a proiX)rtion that its average atomic mass is always found to be 35.457. Argon 
has three isotopes of atomic mass 40, 38 and 36 and its average atomic mass is 39.9^. 
Potassium has tlirec isotopes of atomic mass 39, 40 and 41, and its average atomis 
mSss is 39.10. The atomic numbers of argon and potassium arc 18 and 19 
respectively, and hence quite correctly argon precedes potassium in the periodic 
table. 

Hydrogen has thiee isotopes—‘light hydrogen’, heavy hydrogen 
or deuterium (symbol D) and tritium of mass numbers 1, 2 and 3 
respectively. Relative abundance of deuterium in ftrdinary hydrogen 
is about 1 part of deuterium to 6900 of ‘light hydrogen’ and ordinary 
water contains corresponding amount of heavy water, Df). 

The principal method of enrichment of ordinary water in heavy xuaUr, also called 
deuterium oxide, DjO, is electrolysis of aqueous solution of acid or alkali; light hydrogen 
is preferentially evolved, and the residual solution gets richer in deuterium with 
progress of electrolysis. Heavy water can be finally obtained by prolonged electrolysis 
Deuterium is made by the action of sodium on deuterium oxide or by electrolysis 
of deuterium oxide in presence of phosphorus pentoxide. * 

Oxygen has 3 isotopes of mass numbers 16, 17 and 18. Uranium 
has thx'ce isotopes of mass 234, 235 and 238—the 235 isotope readily 
undergoes nuclear fission with explosive violence jeleasing huge energy 
as it docs in the atom bomb. Isotopes of few elements are : 


Klemcnts 

Atomic 

number 

Atomic 

weight 

^fass 

number 

proton+neutron 
Nucleus 

Hydrogen 

1 

1.008 


1 





1 + 1 





1+2 

Chlorine 

17 

35.457 


17+18 




37 

17+20 




36 

18+18 

Argon 

18 

39.944 

38 

18+20 




40 

18+22 




39 

19+20 

Potassium 

19 

39.100 

40 

19+21 




41 

19+22 


Isotopes of different elements having the same mass numbers are known as ^obaxs : 
this occurs when the sum of protons and neutrons in their nuclei is the same. The 
two isotopes of argon and potassium with m^s numbers 40 arc isobiaric. Except 
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that they have the same atomic mass, the isobars differ in all their physical as well 
as chemical properties. 

Atomic structure and atomic theory. —Modern atomic 
structure contradicts the assumptions of Dalton’s atomic theory.— 
(i) An atom is not indivisible, as Dalton assumed, since it itself consists 
of the fui^damental particles, protons, neutrons and electrons, ^^ii) The 
.discovery of isotopes indicates that the atomic weight of an element is 
'not constant as was the assumption of Dalton. In the light of modern 
theory of the atom an element may be defined as a substance which is composed 
of atoms with same atomic number i.e.^ with the same positive charge in the 
nucleus. 

But the most fundamental assumption of the atomic theory—that 
an atom is the unit of all chemical changes still holds good, in spite 
of its complex structure. 


RADIOACTTVITY 

Discovery. —The walls of X-ray generating vacuum tube become luminous 
or fluoresce under the influence of X-rays. 

Fluorescent substances were, therefore, 

• carefully examined for a supposed relation 
between fluorescence and X-rays. It was 
in this context that is 1896, one year after 
the discovery of X-rays by Rontgen, 
uranium compounds were found by H. 

Becquerel to spontaneously emit radiations 
capable of affecting, a photographic plate 
covered in black paper. This spontaneous 
emission of p^etrating rays was called 
radioaetim^ and the element uranium 
undergoing such a change is said to be 
radioaetioe. In cotirse of investigation of 
the uranium joiaadXf pitchblende, which was 
found to be more active than its uranium 
content, M. and Mme. Curie in 1899 
discove:^ two active elements, polonium 
* (so named after Mme. Gmie’s native 
country, Poland) and radium, which were 
many times more active than uranium 
itself. Another radioactive element, 
thorium, occurs in monazite sands, found in 
Travancore in India. 

Properties. —rThe radiation emitted by radioactive elements is 
composite in nature and consists of three different kinds of rays : ^ 

a-raySf the P~rays and the y-rays. 
When subjected to an electnc or 
magnetic field (fig. 54) thej a-rays 
suffer deflection in ^e opposite 
direction to )3-rays, whereas the 
y-rays remain undeflected. 

The a-rays consist of material 
particles of mass 4 and having a 
positive charge of 2 units, i.e., they 
are doubly positioel^harged helium 

—- atoms. They are s^ot out with a 

/ ^ <Ftg. 5^ ( velocity about one»tcnth that of light. 




Fig. 53 

Madame Curie (1867-1934) 
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They have great ionising i-)Owcr but very little penetrating power— 
only a few cm. of air or very thin aluminium foil, 0.01 mm. in thickness. 
When radium (atomic mass 226} emits a-particles, the inert gas 
radon (atomic mass 222) is formed, the atomic ma.ss of an a-particle 
being 4. One element is thus transformed into another element with 
emission of rays in a radioactive change. Ihc a-particles ultimately 
become helium. 

The fi-parlicles consist of electrons, i.c., particle.s of unit negative 
charge, shot out with speeds varying lioni two-fifths to ijine-tenths 
of speed of light. Particles with high .speed have considerable 
penetrating power— 0.1 mm. of aluminium. Their ionising power is 
much weaker than a-rays. The y-rays arc not particulate but are 
X-rays, i.e., electio-magnetic radiations, of very short wave length. 
They-are not deflected by either clccuic or magnetic fields. 'ITie 
speed of y-r'ays is the same as that of light, lfl6,t)00 miles per second. 
They ionise air and arc highly penetrating- 2r) cm. of steel and 
5 cm. of lead. 

The penetrating power c*f the rays is roughly in the order 1,100 
anci,10,000 for the a-, and y-rays. 

Raclioactivily is an atomic phenomenon, i.c., it is the char.icteristic of the atom 
of the element undergoing the change, irrrftpeciive of its state of combination or 
past history. Radioactive chan,go is nnaffected by temperature, pressure, etc. New 
elements arc produced in a radioactive change. 

When nitrogen gas is bombarded with swift a-particles, the former is transformed 
into oxygeri with release of protons : 

-f- jlle* (alpha-particle) — ,^ 0 ” -{- iH* (proton). 

where the subscripts arc atomic numbers and the superscripts arc the atomic masses. 

This is an example of artificial transmutation of elements, first brought 
about by E. Rutherford in 1919. This experiment inter alia also proves that the nuclei 
of atoms contain protons. 

Artificial radioactivity was discovered l)y Irene Curie, the daughter of the 
discoverers of radium, and her husband F. Joliot in 1932, while studying the effect 
of fast o-parl:clcs on boron, aluminium and magnesium— they noted that positrons 
were emitted, in addition to neutrons. The bombarded elements were transformed 
into new elements with emission of neutrons. The new elements so produced 
disintegrated like radio-active elements, although positrons w'cre emitted instead of 
a- or /3-particle.s. • 

Magnesium, for example, was transfornifed into radio-silicon, which in its turn 
disintegrated into a stable isotope of aluminium with emission of positrom : 

-(- sHc* uSi*’ -f (neutron) 
jjSi®’ — ijAl®’ •+■ /3+ (positron) • 

This result is a conclusive evidence of artificial transmutation of Sloms first noted by 
E. Rutherford in 1919. 

Most artificial radioelemcnts decay with emission of electrons or positrons. 

Exercrises 

1. Make a short note on the structure of atom. 

2. Explain the terms : electron, neutron, atomic number and co-valen,cy. The 
nucleus of an atom of an element consists of 12 neutrons and U protons. W'hat 
is the atomic weight and clcctrovalcncy of the element ? Give the electronic structure 
of: (i) helium atom, (ii) carbon atom. 

3. Explain clearly the terms ; clcctrovalency, covalcncy anq co-ordinate 

covalency. How would you explain, on the baas of electronic theory of valency 
the formation of the following molecules : (i) LiF, (ii) Fa> (ii>) O^, ati^d (iv) CH 4 i 

11 



XVI 

THE PERIODIC CLASSmCATION OF ELEMENTS 


Evolution of Periodic Law. —^'Fherc have been many attempts to classify 
rlemcnti accgrrling to thrir similarities—they have been broadly classified, for example, 

into metals and non*meta]s, but 



their distinction is not always very 
sharp. The most satisfactory system of 
classification of elements is based on 
their atomic weights. 

As early as 1817. Dobereiner 
noticed that the atomic weights of 
chemically related elements vary in 
a regular manner,—viz., in a set 
of three such elements the atomic 
weight of the middle elements is 
approximately the arithmetic mean 
of those of tlie extreme elements ; 
thus, taking the modern atomic weights, 
we have : 


35.3 

Ga 

40 

S 

32 

80 

Sr 

88 

Se 

79 

127 

Ba 

137 

Te 

128 


This is known as the law of triads. 

In 1862 de Ghancourtois arranged 
the elements in the order of their 
increasing atomic weights in a 
spiral around a cylinder divided into 
several vertical strips and noticed 


Fig. 53 

Mcndclccfr( 1834-1907) 


that similar elements fell on the 
same vertical of de Chaneewtoit 
helix. 


But serious attempts were made to discover relations between the properties 
of various elements and their atomic weights only after a sound system of atomic 
weights had been work^ out by Cannizzaro in 18.37. 

In the year 1864 Newlands actually attempted a classiheation of elements on 
the basis of their atomic weights and stated that if the elements are arranged in*the order 
of their incensing atomic Heights, the eighth element from a given one is a kind of repetition of 
the first, like the eighth neite m an octave of musk. This is referred to as the law of octaves. 
His observation wa? but very coolly received. 

But nevertheless, the ideas of de Ghancourtois and Newlands contained the germ 
of the Periodic Law. 

The Periodic law. —Fifom the consideration of chemical 
properties, the great Russian chemist Dimitri Mendelecff enunciated 
the principle of periodic classification of elements in the year 1869. 

Mcndeleeff observed that “there must be some bond of union between mass 
and chemical elements; and as the mass of a substance is ultimately expressed in 
the atom, a functional dependence should exist and be discoverable between in^vidual 
properties of elements and their atomic weights** and he found that **if the elements 
art arrat^ed m the order of their mreasit^ atomu weights, their properties vary in a ngdar 
nuoater from ft member to member qf the series, but return more m less to the same value at eertain 
fixed Poinis in the series*’ i.«., the elements show periodkify in properties or in shirt: 
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The physical and chemical pretties of elements are periodic ftnetions 
of their atomic weights. This is known as the periodic law of 
elements. 

Similar generalisation was arrived at independently by the German chemist 
Jx)thar Meyer in the same year from his obs^ations on the physi^ p>ropcrties 
of elements. 


The Periodic table. —On the basis of the periodic law MendeleefT 
arranged the elements in a table ^called the periodic table]^ which is a 
list of the elements in the order of ascending atomic weight—^thc table 
was prepared by cutting the list of the elements into successive 
. horizf)ntal rows (emailed periods) in such a way that similar elements 
come under the same vertical columns (called groups). A modern 
version of Mcndelcef’s periodic table consists of 9 groups, number 
1 to VJII and 0 (zero), and seven periods containing 102 elements. 


Kxcept the first period which begins with hydrogen, each period 
begins with an alkali metal, and ends with an inert gas. Passing 
though the table we have in succession : 


riod Number 

of elements 

Elements 

1 

2 

H and He 

2 (first short pcricxl'i 

8 

Li to Ne 

3 (second short peruxl) 

8 

Na to A 

S 

4 (first long periorl 

16 

• K to Kr 

f) (second long period) 

18 

Rb to Xe 

<> (first very long period) 

32 

Os to Rn 

7 (second very long period) 

16 

Fr to No 


'1 he iiist period contains 2 elements ; each of the second and third 
periods contains 8 elements. The properties of elements of the second 
period arc more or less reproduced in the elements of the third period : 

Period 2 l.i Be B C N O F Ne 

Period 3 Na Mg Al Si P S Cl A 

'I hus, lithium and sodium are alkali metals which decompose cold water ; fluorine 

and chlorine are halogens which readily unite with metals tc^yield salts, an d so on. 

• 

i'!,Very ninth clement, therefore, starting from a given element, is 
a kintl of repetition of the first. The elements of the first and second 
sho)t periods arc referred to as typical elexnents.^ 

The fourth and fifth periods of 18 elements each arc divided into 
even and odd series according as the elements 6ccur in series of even 
(e.g. K) or odd (c.g. Cu) number, sta’-ting with hydrogen. 

After argon 18 elements arc passed over before the next inert gas 
krypton is reached—the periodic rccuircncc of properties begin only 
after 18 elements, e.g., potassium is analogous to rubidium ; bromine 
is analogous to iodine. This is due to the inter-position of 10 elements, 
called the transition elements, scandium (21) to zinc (30), which 
l>car little or no analogy with the typical elements. The remaining 
8 elements, e.g., K, Ca, and Ga to Kr*bear a close analogy to the 
typical elements of short periods. 
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The first long period is followed after krypton by a second lon.g 
period where an identical sequence is met with—the 10 clerr.cnls 
yttrium (39) to cadmium (48) form the second scries of transition 
elements. The remaining 8 elements, c.g., Rb, ISr, and Tn to Xc aie 
analogous to the members of the short peviods. 

The 6th (first very lon^^ pciiocl) period contains 32 elements : Cs, 
Ba, the elements of the rare earths, etc., and Rn. As in the iraig 
periods, there at e 8 elements : Cs, Ba, and T1 to Rn \\hich arc cic.vciy 
related to ^he typical elements. Of the remaining ‘.M cicrp.csils, 
14 elements cerium (58) to lutecium (71)^ so rcni.iikahlv 
similar to one another that they arc placed in the same position in 
the periodic table ; they ate known as rare earth elements, also 
called lanthanides. The remaining 10 elements, c.g., lanthanum 
(57), and hafnium (72) to mercury (80) form the third series of 
transition elements. 

An identical sequence of the 6th pcricjd recurs in tlic ineopipletc 
second very long period in which the actinide series begins alter 
f actinium and abruptly cuds w ith nobcliurn. 'i he cicn cnt«t 
neptunium to nobelium are known as transuranic elements,, as 
they are placed beyond uranium in the periotic trd)lc. 

The position of transition elements, lanthanides and actinides, is tlr.arly shown in 
the Long Periodic Table. 

Groups and.sub-groups of elements.— Due to the intei position 
of the transition elements, the members of the long periods ha\c been 
divided into the sub-groups a and elements oceming m the first 
part of a long period are called sub-grouj) these in the second part 
sub-group b. The typical elements resemble the sub-groui. wliich 
does not contain the transition elements--the transition elements 
constituting the h sub-group in groups I and II, and the a snb-grmip 
in groups, III, IV, V, VI and VII. Each of the groups I to VII 
consists of tw'o typical elements and two sub-groups of the long 
periods. Near the end of the table in group I the typical elements 
and the sub-group la are closely related and a. c called the alkali 
metals —the coinage metals of sub-group Ib do not resemble the 
alkali metals : while in group VII the typical elements and the 
sub-group VI Ib form the family of halogens—manganese of sub-group 
Vila being quite different from the halogens. In the middle of the 
table, especially jn group IV, the two sub-groups arc about ecpially 
related to the typical elements. The inert gases occupy the 7 ero 
group in the table, while the group VIII is a compact body of nine 
metals of the tiansition series. 

Periodicity in properties.— There is a regular gradation of 

properties of elements in the same period, as also in the same group_ 

the properties of an element are, as a rule, intermediate betw ecn those 
of the contiguous elements in the tabic and are, therefore, dependent 
upon its position in the table, and hence upon its atomic weight, i.c.- 
the magnitude of the atomic weight determines the character of an elentettf. ' 

Periodicity of physical properties.— The physical properties 
of Clemente show the same periodicity as their chemical properties. 





















Modern version of MendeleeTs Periodic Table 
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This can be shown graphically by a plot of physical properties against 
atomic weights, as illustrated in the atomic volume curve. 

Atomic volume. —Atomic volume is the volume in c.c. occupied 
by 1 gram atom of the element and is obtained by dividing the atomic 
weight of the element by its density. 



Atomic volume — atomic weight r- density. 

Lothar Meyer observed that the atomic volumes of elements showed 
periodicity when plotted against atomic weights—ithc members of 
each period appearing in successive positions, while the elements of 
each group occupying similar positions in the atomic volume curve. 
The curve (fig. 56) shows a series of waves in w'hich the short and 
long periods arc clearly shown, with the light alkali metals at the 
crests and the heavy transition elements in the troughs of the waves. 

The electronegative elements, i.c., mainly non-metals, occur on 
the ascending part of the cuivc ; the electropositive dements on the 
descending parts. 

MenddccfT ol»eiv«l ihat the reactive elemenl.s such as alk.-ili metals and halogens 
have high atomic volumes, whereas elements which have low atomic volumes, Co, 
Ni, Ir, Pt, etc., are not very reactive. , 

The atomic volume curve shows also pejrioclicity in many «jthcr physical properties 
»>f elements, such as coefficient of e.Ypansion, melting and boiling points, hardness and 
malleability, conductivity for heat and electricity, and so on. * 

Periodicity of Valency. —The periodic tabic is above all a 
valency classification, and as MendeleefF pointeef out the group 
number of an element is identified with its Jiighcst oxygen-valency 
(i.c., the highcil valency exhibited in its typical oxide) ~\n group VIII the 
highest valency is met with only in OsO, and RUO 4 . Ihe oxygen 
valency gradually increases in steps fiom the left, and the hydrogen 
valency in steps from the right, as the following illustration indicates : 

Group I TI in IV V VI VII 

Oxide NajO MgO .MaOj SiO. PsO, SO* 01*0^ 

Hydride . SiH, PHj HjS HCl 

The metals on the left exhibit no hydrogen valency, but in all 
cases when both the valencies appear, ^heir sum is always equal to 

eight. 
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Ele^ro-chemical character.—Periodic relationship.—Each 
period begins with an alkali metal which is the most electro-positive 
ot the elements in group I and ends with a halogen which is the most 
electro-negative in group VII. In passing along a period from 
group I to group VII the elements display a gradual decrease of 
electio-positive (metallic) character followed by an inciease of electro- 
negative (non-metallic) character—-coming at group IV the members 
show ver^^ feeble electro-chemical character, but at group V the 
elcctio-positivc character changes completely into electro-negative 
uhich gradually increases until it becomes a maximum in group VII. 
This is clearly exhibited by oxides of the third pciiod : 

Na^O .\I^O A1,0, SIO. P.O- SO, €1.0; 

strongly b.i\ic ainphotoric woakiv acidic b>in'iis.;Iv verv 

*’^''**' acifiic aciilic strongly aculic 

Afidit) of oxides increases from left to riglit ; in grtng.s I and II 
oxides are stiongly basic, in group HI the oxide shows both p'ropcrtic.s ; 
whilst in groups IV^, \, VI and Vll the oxides show increasing acidity. 
In othet words, deihopoiidie vloiunh give ba\ii o\ide^ and (Uclro-negatire 
elemenls acidic oxides. • '«> 

Group relationship. —"J he electro-{x\siiivcncs.s, I.c., metallic 
chaiacter of elements gradually increases with iiicicasing atomic 
weights m each group. In the lif'th group, for example, metallic 
propel tics are jjiogrcssively dex eloped nitrogen and phosphorus are 
typical non-metals, arsenic a non-metal with senne metallic properties, 
antimony a metal with scimc non-metallic character and bismuth a 
typical rnctal ; the gradation is also exhibited in their oxides—NoO, 
ancl P.,03 are distinctly acidic, As^Og mainly acidic with a feeble 
jasic charactci. Sb^Os amphoteric, BijjOj prcdominatly basic. 

"f a re.semhlrs the second 

fheni in a. V ^ M"? 1" rclciicd to as diagonal relationship. Thus, 

airf boron S S" “'‘<1 a'uminmm, 


Lastly, it must l»r rem,-mbcr<-d that the vertical relationship of the typical, 
Mn'F^CW "1 till- transition seiics. T’hus, IL mt 


[ elements 
metals Cr, 

nM •" solids with high dcnsiiv and low atomic volum?- 

all ot them e.xhib,i variable valencv and give colouretl ions. oniicsoiume , 

Uses ofthe periodic table, (i) The systematic classificatioii 
of chemically related elements in the same group,- members 
ne same group haying similar properties and giving rise to 

structures and properties ; e.g., alkali metals, 
halogens, alkaline ea.th metals, and so on. 

(ii) Correction of doubtful atomic weights.- Since the 
nvgnmKic^ of the atomic wciglit of an element fixes its position in the 

Liahls^t^h''llm''"• r doubtful atomic 

From its olc.n ^ lyno^yIedgc of those of adjacent elements, 

bivalent anri hi. ^ minerals, indium was taken to be 

S"um 38 Bfl',?" =38x2 = 76. the equivaflm 

g p .11 for an clement with the atomic w^eight 76, Mendcleeff 
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asserted that indium is tervalent and its atomic weight = 38 x3 = 114 
—the element then filling a vacant space in the table in group III 
between cadmium and tin. 

Beryllium was regarded as tervalent owing to its striking similarities with 
ahinunium ; but it could only be placed in group II. The atomic weight was, 
therefore, conected from 4..'')x3 — 13.5 to 4.5x2 —9, 4.5 being the equivalent of 
berylliuni. 

Subset) uent work has generally confirmed the changes so boldly 
advocnletl by the Russian chemist. 

liii) Prediction of missing elements.— Tn order that 
t’licmical analosrics might be preserved McndclefiT in framing the 
table left many blank spaces for the missing elements and predicted 
the dis overy of yet unknown elements to fill up these gaps. He 
even venlured to picdirt their atomic weights and properties from 
those ol‘ the contiguous elements in the table. His anticipations were 
fulfilled with remarkable accuracy in his life time by tlie discovery 
of tho elements scandium, gallium and germanium which he called eka-boron,. 
eka^ahuninvum and eka-silicon respectively (Sanskrit eka — one). 

rill’ p.’t'flilted and obscrvofl properties of germanium arc as follows : 



Properties 

j Eka-silicori j 

predicted in lfl71 

Germanium 
elLseovered in 1880 

(i; 

.\tor.nc weight 

i 72 

72.0 

fii) 

Density 

; 5.5 

5.47 

(iii) 

Atomic volume 

1 13 

13.2 

fiv) 

(. olour 

; Dirty grey ; 

Greyish-white 

(V( 

Ignition produces 

1 EsOa, white ixtwder . 

GeO., white powder 

(Vi) 

Attion on vsater 

' Will decompose steam 
! with difliculty • 

Docs not decompose water 

(\iil 

EflVct of acids 

i Slight 

HCl has no effect ; soluble 
in aqua regia 


Etfert of alkali 

More pronounced than in 
acids 

Aqueous K<7H has no 
action : burns brillianly 
in molten KOH 

px) 

Element produced by 

Reduction of EsOj or 
KjE-sF, by Na 

Reduction of GK3, by G 
or K..GeF 4 by Na 

(x) Pioporties of oxiiles 

Refractory, deii'sily 4.7 ; ■ 
li.*ss basic than 'I'tO. or 
SnOjj. but more basic . 
j than .Si0.j 

Refractory ; liensity 4.703 ; 
feebly basic : forms 

gsjrmanalcs 

% 

(xi) 

PropiTlic's of chloride 

i Liquid, boiling below , 

liquid, boiing at ; 

> . a 


1 100 , density 1.9 at 

density 1.887 at 18’ 

(xii; 

Pn.p' itics of fluoride 

EsF 4 will not be a liquid 

1 

1 ' 

GeFi.3H..O is a white 
crystalline solid. 


'I he rt semblance is highly convincing to show the usefulness of periodic table. 

1 he gaps corresponding with the elements technetium 43, promethium 
til, rhenium 75, polonium 84, astatine 85, and /rawemw 87 have been 
filled up, partly with information supplied by the periodic table. 

The dLscovery of the inert gases were not, however, predicted by the table, and 
a-S a matter of fact, Mcndelectf’s table had no provision for the zero group elements. 
When the inert ga.scs were discovered towards the end of the I9h century, they 
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placed in an additional zero group where they bridge the gap between the noost 
ro-positive alkali metals of group I and the most electro-negative halogens of 
? VII. 

[iv) The periodic table is of great service in the understanding of 
structure of the atom. 

Di£Blculties in the periodic table.— The table was not free 
a its defects and apparent contradictions. 

(i) The inverted positions of 4 pail's of misfit elements^ namely, 
m (39.944) and potassium (39.100), cobalt (58.94) and nickel (58.69), 
mum fl27.61) and iodine (126.91), thorium (232.12) and proto- 
ftium (231), where the heavier elements have been placed before . 
! lighter elements on grounds of chemical analogies. 

(ii) The transitional elements occupy an anomalous position ; due 
their interposition elements with little analogy have often been 
iced together, e.g., the alkali metals which show no similarity with 
e coinage metals have been put together in group I ; managanese is 
it with the halogens in group VII, though they have but very little 
si analogy. Sometimes chemical analogy has been overlooked ; 
us copper and meijcury, though similar in many properties, have 
en placed in different groups ; so also is the case with boron and 
icon. 

fiii) Suitable positions foi hydrogen and the rare earths and the 
.tinides are wanting in the table. Mendeleeff’s table also fails 
> fix up the exact number of elements in the rare earth series. 

Glassification based on atomic numbers. —^The periodic 
assification of elements based on atomic weights gives rise to the 
bove defects, since the atomic weight is not a constant property 
f an clement—the discovery of isotopes (i.c., atoms of the same element 
aving different atomic weights but the same chemical properties) 
efinitely establishing that there may be different atomic weights of 
he same element. 

The anomalies of the periodic classification find satisfactory 
explanations if the elements are classified in the oidcr of their atomic 
lumbers—the atomic number is numerically equal to the number of 
mit positive charge in the nucleuS of the atom of an element. 'I'hc 
periodic Ihw may, therefore, be restated as 

“/A? properties •of elements are periodic functions of their atomic 
mmhers.'* • 

The modern classification based on atomic number has the 
following advantages ; * 

(i) Each element occupies a place in the table in a series of integcis 
fi’om one to one hundred and two—the atomic number of the lightest 
element hydrogen is one and that of nobelium 102. 

Tbr pcssibilUy of discovery of new elements is, however, by no means exliaust«l, 
since the second very long period is incomplete. 

(ii) It gives the underlying reason fm the correct position of argon, 
r.ubalt, tellurium and thorium—their atomic number being one lcs.s 
than those of potassium, nickgl, iodine and protoactinium rfspcctivclv. 

(iii) It fixes the exact number of rare earth metals to be 14, from 
cerium (58) to lutecium (71), both inclusive. 



PoaMott •£ liydro|;ea in the tnUc. —The lightest element hydrogen (at. wt. 
■* 1.008) has the atonuc number one, and hence it must precede helium (atomic 
number 2) in the periodic table, as shown in the first period: Now, since it 
resembles «>th the ^kaU metals m group I and the halogens of group VII*it may 
be placed in either groups. 


Properties of hydrogen compared with alkali metals and halogens : 


AUtdi metaU 

Hydrogen 

Halogent 

(i) Solid, vapour usually 
monatomic 

. (ii) Metal 

(iii) Forms alloys with 
metals. 

(iv) Forms stable oxides; 

e.g., Na*0. i 

(v) Redudng i^ent 

(vJ) Strongly electroposi¬ 
tive, forming stable 
cations, 

Na+, K+, etc. 

• 

Diatomic gas 

Non-metal 

Forms salt-like hydrides, 
e.g., LiH and GaH, 
Forms stable oxides, e.g., 
H,0 

Reducing agent 

Feebly electropositive; 
H*^ only found in vacuo. 

Feebly electronegative ; 
H“ found in Li+ H“ j 

> 

Gas, liquid or volatile solid ; 

vapour diatomic 
Non-metal 

Forms salts with metals 

Forms unstable oxides, e.g., 

ci,o 

Oxidising agent 

Strongly electronegative, 
farming stable, anions, 
F~, Cl~, etc. 

• 


Besides, 


(vii) Hydrogen forms hydrocarbons in which halogens can replace hydrogen, 
atom for atom, without any change of type, e.g., CH4, CH.CI, GH.Clt, CHCl. and 
GCI*. ^ 

(viii) Fused lithium hydride, LiH, on electrolysis liberates'hydrogen at anode, 
showing that it may be electronegative like halogens. 

(ix) Electrolysis of acidulat^ water liberates hydrogen at cathode—hydre^en 
is, therefore electropositive like alkali-metals. 

Considering the points i, ii, iii, and vii and viii hydrogen as a tmivalent element 
can be placed in group VII with halogens, but the first period might then contain 
unknown elements of atomic weights less than 1. Points iv, v and ix and the fact 
that hydrogen forms ajq^loy with palladium suggest that hy^ogen can be placed in 
group I with alkali metms ; there would then be 6 gaps in the first period with atomic 
weights between 1 and 4. It is, however, placed at the head of group I, because it 
is generally electropositive, 

Thougn a reducing agent and generally electropositive, it is never a metal like 
alkali metals ; and though a non-metal and sometimes electronegative, it is never 
an oxidising agent like halogens. Its structure explains its dual character—the 
hydrogen atom consists of 1 proton and a jungle planetary electron. Like the alkali 
metal it may lose an electron and become a positive ion : 

H = H *• -f e compare Na = Na+ -f e * 

It may gain an electron to assume the electronic configiyration of helium, and 
may form a negative ion, like the halr^ens : 

H -i- e = H~ compare G1 -f* e = Cl~ 

Li + H Li+H- compare Li + GI Li+Q- 

Hydrogen is thus an unique element—it has no analogues. 

Exercises 

1. Give a brief account of the periodic classification of elements. Discuss its 
merits and demerits. Show that the chemical properties of magnesium and zinc 
justify their position in the same group in the periodic table. 

Calcutta, 1958 

2. Write a short account of the periodic classification of elements. Mention 

the advantages and anomalies of this classification. U. P. Board 1^3 

3. What is meant by Periodic law ? Briefly discuss the msun features of periodic 
classification of elements and discuss the influence of the concept oS atomic number 
upon it. 
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OXYGEN, HYDROGEN AND WATER 
Oxygen 

Symbol C). Formula Oj. Atomic number 8. Atomic weight 16 by .dt-finilion. 
M. Pt.—218''C. B. Pt.—183 ('. Density, 1 litre at N.T.P. weighs 1.429 giams. 
Solubility, 1, litre of water at 0 C <iissolv«'s 48.9 c.c. of oxygen at 1 atmosphere. 

History.— Oxygen wun indtpendcmly discovered by Schf,ele And Pristley in 
the year 1774. Seheeie obtained the gas by heating various substances, namely, 
.• mixture of nitre and oil ofvittiol, re<l oxide oi’mercury, etc. ; while Pristley prcpare«J 
It by heating the lattet subsianee by*^ locussing sun’s rays thereon by means of a «>nvex 
lens. But its importariee ii; combustion and respiration was first clearly retogniscil 
by I.avoisier who .also gave it the name oxygen. 

Occurrence. Oxygen is by far the most abundant of the elements. It occuis 
free in the auno^[)tuTC of which it forms about 21/„ by volume or 23"a by weight. 
In the combined slate it occurs in icnleT, in nearly all rocks, in fAiints and in animah. It 
forms about 88.8'’o of water by weight or 3tiV(. of the ocean, ami nearly 50^1,> of the. 
e.aith’s crust. 

Laboratory preparation.— Tn the laboratory oxygen is usyally 
prepared by hcating*a mixture of 5 parts of potassium chlorate, KCK^a, 
with I part of manganese dioxide, MnOo. The mixture is taken 
in a hard glass test tube fitted with a cork through which passes a 
tlelivery tube the further end of which dips under water in a pneumatic 
trough. 7 he test tube is clamped in a horizontal position with its 
cork-end inclined slightly do^vnw'ards, fig. 56a. 



The potassium chlorate alone decomposes on healing iiu<» 
potassium chloride and oxygen ; the manganese dioxide acts as .. 
catalyst (p. 145). 'I he liberated oxye-cn gas is collected by the displaa- 
ment nf water as follows : A gas jar completely filled with water and 
closed with a greased cover glass, is inverted over water, in the, trough ; 
W’lwlc under water, the cover glass, is removed and the gas jar is placed 
on the shelf t>f the trough sd that the delivery tube reaches, the mouth 
of the jar through an opening in the shelf. Oxygen collects in the 




,|ar by the displacement of water. When the jar is full of the gas, 
its mouth is closed with a cover glass, while still under water, and it 
is then removed from the trough. Several jars of oxygen are similarly 
('ollccted. 

2 KCIO 3 (potassiuRn chlorate) — 2KCI (potassium chloride'! + 3 O 3 . 


.Manganese dioxide adulterated with powdered coal or antimony sulphide explodes 
violently wlien healed with potassium chlorate. Hence a little of the mixture should 
l)e always heated before starting the experiment to make stiie that no deflagration 
occurs. ^ 

When heated alone, potassium chlorate melts and rapidly gives off oxygen at 
370* to 380'C—two reactions however taking place : 2 KCIO 3 - 2KG1 + 30j. 

4 KCIO 3 3 KCIO 4 (potassium perchlorate) + KCl. 

Above 400'’C the perchlorate also decomposes, liberating oxygen. 

KCIO, -= KCl + 20... 

In presence of a little manganese dioxide potass-ium chlorate decomposes at less 
than 240'’C. The manganese dioxi<le can h>,* recovered unchanged in mass and 
composition at the end of the reaction, and hence acts merely as a catalyst, i.e,, it 
has simply helped the df'eomposilion of potassium chlorate, but it has not uttdergonc* 
any permanent chemical change. 

^ i 

Atanganese dioxitlc siwfdy accelewles the decomposition of potanium chlorate. 

This can he illusiratc'd in a simple way. Two hard giasS test tubes, one containing 
potassium chlorate alone, and another a mixture oi'manranese dioxide and potassium 
chlorate in the proportion cjf about 1 :4, are embedded in sand in a sand-tray and 
heated. It will be seen th.at oxvgen is rvolvetl first from the tube containing the 
mixture. * 

9 - 

.Manganese dioxide remains mattered in weight and properties when it acts as a catalyst 
in the decomposition of polassivrn chlorate. 

.'\bout 1 gni. of manganese dioxide is put in a tared porcelain crucible containing 
about 4 gtn. of poiassium chlorate, and weighed again—-the difierence gives the 
weight of manganese dioxide. The crucible is then carefully heated over a small 
flame on elay-pipe tri.ingle until oxygen cc-ases to be evolved. 

The crucible is then cooled, and put in a beaker of water, and boiled in order 
to separate from the crucible the residue of manganese dioxide and pr>ta.s$ium chloride 
<formed from the rlecomposition of potassium chlorate), which latter dissolves in the 
water. The crucible is then removtxl, and carefully washed into the beaker. 

The liquid is then filtered, taking rare that all the manganese dioxide is transfeired 
quantilatirely to the filu*r paper. The residue is washed several times with distilled 
water, rlricd in an air-oven, and weighed ; the weight Avdl be found to be the same 
as before. * 

The filtrate gives a rurdy white preripit.ate of silver chloride, when treated with 
a solution of silver nitrate--the preripilalc is insoluble in lytric acid, but soluble 
in ammonium hydroxide ; consequently the residue left after the oxygen is set free 
from potassium chlorate is a chloride. * 

AgNOs + KCl = AgCl (white precipitatp) -f KNO 3 . 

The residue of manganese dioxide has not undergone any chemical change. 

It may be used over again to act as a catalyst. 

Physical properties. —(i) Oxvgen is a colourless, tasteless, and 
odourless gas which may be condensed to a pale blue liquid and 
frozen to a blue solid. Liquid and solid oxygen arc strongly 
magnetic. 

(ii) Oxygen is slightly soluble in water ; and hence the aquatift 
animals can live. Oxygen is, however, tnore soluble than nitrogen in 
'water. 




C3i«iiilcal proj^rdes.—^Oxygen is a very active element and 
readily combines with many elements (both metahi and non-metals) 
snd compounds, slowly at ordinary temperature and vigorously when 
treated evolving heat and light. 

'Combination of substances with oxygen, with evolution of heat and light, 
s knowtfas combustion. 

(i) Ox^^cn is a supi/ortcr of combustion but not combustible. 
Dxygen supports lespiration and is essential to the life of plants and 
inimab. 

A glowing chip of wood is introduced into a jar of oxygen ; it is immediately 
tkindUd but the gas docs not burn. 

(ii) Combustion of non-metals in oxygen.—Some non-metals 
mch as carbon, sulphur, and phosphorus, burn in oxygen to form 
uidU oxides, i.e., oxides which dissolve in water to form acids. 

(a) A piece of glowing charcoal taken in a dcfiagraling spoon is 
ntroduced into a jar of oxygen, the charcoal biuns brilliantly, 
producing carbon dioxide. The contents of the jar are then shaken 
vith water ; to a portion of the solution is added a few drbj?s of bjue 
itmus solution, it tarns wine-red. 1 he gas formed is, ^therefore, 
i weak acid. Clear lime w-ater is added to the other portion^ it turns 
nilHy owing to the formation of white insoluble calcium carbonate : 

C -f- O, = GOj ; COj + HgO = H^COs (carbonic acid) 

Ca(OH )8 (lime water) -hCOj = CaCOg (calcium carbonate) -fHaO 

(b) Feebly burning sulphur, and phosphorus are similarly 
ntroduced into separate jars of oxygen ; sulphur burns with a bright 
tluish flame, producing sulphur dioxide, and phosphorus bmns fiH 
nth a brilliant white flame, forming dense white cloud of 
►hosphorus pentioxide. When shaken with water the products of 
ombustion produce acids which turn blue litmus red. 

S+Oj — SO 2 ; SOj-f HjO — HaSOg (sulphurous acid). 

4P-f5C\ = 2Pa06; P 80 g+H 20 = 2 HP 0 a (mctaphosphoric acid). 

HPOa+HgO = H 8 PO 4 (orthophosphoric acid). 

(ti) Combastimi of Metals in Oxygen. —Some metaU whi*n heated burn, in 
cygen to give oxides. These arc mostly basic oxides, i.e., oxides which react vdtli 
;ids to form salt and water. 

(a) Small pieces of sodium and potassium are heated in deflagrating spoons 
itil they begin to burn, and then introduced into jars of oxygen, they continue 
jirning with bright yellow and violet fishes respectively forming pertatidee mai^y, 
bich may be dissolved in «vater producing strongly alkaline solutions which turn 
d litmus blue ; 

2Na -H O, = NaaO| (soudim peroxide). 

2Na,0, -f- 2H,0 <=* 4NaOH (sodhim hydroxide) -f- O^, 

2K + 20, » K^Oa (potassium tetroxide). 

2KaOA d- 2HtO » 4KOH (potassium h)^roiude) d- 30,. 

(b) Burning magnesium ribbon,,inserted into a ^ (Mcygen, burnt with .a 

inding vdiite light, producing white solid magneriumWide.'' A pi^ of box wire 
^led with burning sulphur arid inserted in a jar of burns bnlliaQtty,iCirowiog 
r a shower of wrate-bot {utHides of ferroio-ferrie oxme. * 

2Mg 4- O, « 2]ftgO (magnesium osdde). 

8 Fe 4 20 a FciOa (letroMHiacrie oxide). 



(iv) At orcUnary temfNmtore.—Oxygen combines fairly rapidly 
M^th the following reagents in the cold : 

(a) Moist white phosphorus leacts with oxygen to yield phosphorus 
pcntoxide—the reaction is used for removing traces of oxygen from 
inert gases such as nitrogen. Iron rusts in moist air, foiming hydrated 
ferric oxide. 

(b) A solution of potassium pyrogallate in caustic potash abaorlw 
oxygen and turns black—the reaction is used in gas analysis. 

" (c) Nitric oxide combines with oxygen forming browii fumes of 
nitrogen peroxide—the reaction is used as a test for oxygen.. 

(ri) Oxygen can also oxidise sulphurous acid, ferrous and stannous salts in the 
cold, as shown by the equations : 

2H|SO| (sulphurous acid) O, — 2HtS04 (sulphuric acid). 

4FeS04 (ferrous sulphate) + 2HiS04 + O, == 2Fc*(S04), + 2H,0. 

2SnGl4 (stannous chloride) + 4HCi + O, — 2SnGl4 + 2H|0. 

(e) Colourless solution of cuprous chloride in concentrated hydrochloric acid 
turns green on exposure to air due to formation of cupric chloride ; ammoniacal 
solution of cuprous chloride, however, turns blue in air. 

4CuGl + 4HCI + O, == 4CuCU + 2HtO. « 

■feeta.—Oxygen rekindles a glowing chip of wood. • 

(ii) Oxygen forms reddish brown fumes of nitrogen peroxide with nitric 
oxide : 2NO 4-0, = 2NO,. 

Abaorbeats.—Oxygen is absorbed by : (i) a solution of potaninm pyrogaihtte 
in caustic potash ; (ii) an acid solution of chronious chloride ; a 
4CrCl, + 4HC1 + O, = 4CrCl, + 2H,0. 

Usaa. —Oxygen is used (i) as an aid lo respiration to patients stiSering Cnom 
breathing difficulties as in pneumonia and carbon monoxide poisoning ; in b%h 
altitude aviation ; in submarines ; tunnels, and tnountaineoring, etc. 


* L‘ 




Fig, 57 

(ii) in producing oxy-hydrogen and oxy-acetylcne flames* much used for cutting 
and welding metals. An oxy-hydrogen blowpipe (fig. 57) consists of two coneentrie tubes 
ending in jets ; oxygen gas is passed through the inner tube and hydrogen throii|^ 
the outer,-—the mixture when lighted at the jet produces an intensely hot, pointed 
llamc (temperature about 2800“C) wliich readily melu platifium. 

If the oxy-hydrogen flame impinges on a pencil of quick limef and intensely white 
light, called lime ligM is emitted by the incandescent lime. ^ In the oxy-acetyUae 
ace^cne gas takes the place of hydrogen j a hotter flame, 3100“—3315®G, suitaM 
for welding and cutting metals such as iron and steel, is obtained. 

Liquid oxygm soaked in powdered charcoal has been used as an explosive. 

if Khdd^ ,AAn oxide is a comfomd^two elements one of wImH is 
''rhc**@H8ci ate classiiietl as tollows y - J 

Baric orid— basic oxide i^an oxide which reacts with 
an acitf lo yield a srit and water only ; 

MgO (masmesium oxic^) + 2 HCi «MgCl, ^ HgO. 

CuO 4 - HJ5O4 «w OuSOj (copper su^ihate) -f H|p. 
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Basic oxides arc oxides of metals. If soluble . wa^' they 
produce hydroxides which are also basic. Oxides of ajkali metals 
(sodium, potassium, etc.) and alkaline earths (calcium, barium, etc.) 
dissolve in water forming soluble hydroxides (called alkalis) which turn 
red litmus blifc. .. 


NagO -f HgO 2NaOH (sodium hydroxide). 

CaO + HgO = Ca(OH )2 (calcium hydroxide). 

^aOH 4- H 2 S 04 =Na 3 S 04 (sodium sulphate) 

. Ca(OH -)2 + 2HC1 = CaClg (calcium chloride) + 2 H 2 O. 

\yin) ^yidic oxides. —An acidic oxide is an oxide which reacts with 
a base to yield a salt. Carbon dioxide reacts with sodium hydroxide ^ 
yielding sodium carbonate ; 

COg + 2NaOH = JNagCOg (sodium carbonate) -f HgO. 

Sulphur dioxide yields sodium sulphite on treatment with caustic 
soda : SOg + 2NaOH ~ NagSOg (sodium sulphite) -h HgO. 

An acidic oxide, if soluble, combines with water to yield an acid, 
and it is, therefore, called an acid anhydride. 

, ,PgO^ . 4 - SHgO = 2 H 3 P 04 (phosphoric acid); SO 3 -f HgO — HgSO., 
An acidic oxide reacts with a basic oxide to yield a salt : 

, Glali> 4 -C 02 ~CaC 03 (calcium carbonate); NagO-j-SOa—NagSO^ 

"" Most of the oxides or non-metals (e.g.» COo, SOg, PoOg etc.) and 
. Jbti|gh^'j*^xides of Inetals (c.g., CrOg, Mn 207 etc.) arc acidic. 

oxides .-—An amphoteric oxide is one which 
a yvcakly basic oxide towards a strong acid and a weakly acidic 
Osade to\vards a strong base, i.c., an amphoteric oxide, which is usually 
a m^llic oxide, has both basic and acidic properties. 


IZinc i^ide reacts with hydrochloric acid to form zinc chloride and water, and 
JiMCie behave as basic oxide ; but with sodium hydroxide it reacts as an acidic oxide 
forming sodiuin zincate : f'v, (S 

Basic action : ZnO + 2HC1 — ZnCb + H,0. 1 i ^ J 

Addic action : ZnO -t* 2NaOH = Na^ZnO, (s<xlinm zincatc) + H^O. 

Alurtunium oxide, Al^Og and stannous oxide, SnO, arc also amphoteric. 

y{iv) Neutral <wddes «—The oxides which arc neither acidic nor 
'msLC in character are called neutral oxides ; e.g., carbon monoxide, 
GQ^mitrous oxide, NgO ; and nitric oxide, NO. 

Permri^aS—A peroxide of an clement contains more oxygen 
what is pres'bnt in its highest typical acidic or basic oxide. A peroxide 
cS.:Si meXd\ yields hydrogen peroxide, HgOg, on treatment with cold dilute 
acids : 


NagOg (sodium peroxide) 4" 2HCI — HgOg 4- 2NaCl. 

BaOg (barium peroxide) + Ha 02 + BaSO^. 

A peroxide contains the oxygen c]^in —O—O—, as in sodium 
— O —O —Nf.* , 

CMetailfo oxides such as lead dioxide, PbO, (usual basic oxide is PbO) and 
diostide^'MnOg (imtal basic oxide is MnO) whiqh contain ntorc oxygett 
. ilian 'dHt Oxides arO not ifieroxidei, since they do not yfojd 

diiute adds i'diey^elsre desedbed as Tteey give oxygen 
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with hot concentrated sulphuric add, and chlorine with hot and strong hydrochloric 
add 

2 Mn 09 + 2 H 8 SO 4 — 2 MnS 04 (manganotis sulphate) +.2H,0 + O*. 

MpOg + 4HC1 — MnClf (numinous chloride) + 2HgO + Cig. 

\jfw) Mixed oxides .—A mixed oxide is formed by the combioatioii 
of iwo simpler oxlde^ Thus ferroso-fcrric oxide, Fe 304 , is a mixed 
oxide of the two basic oxides ferric oxide, -Fe 203 and ferrous oxide, 
FeO. It yields ferric and ferrous chlorides with hydrochlonc acid. ^ 

FcjO^fFeaOa.FeO) 4* 8HC1 = 2FeCl3 -f FeClg + 4H2b. 

Oxides of non-metals are always acidic or neutral. l.ower oxides of metals are either baste 
tframpholeric ; higher oxides of metals are often acidic ; e.g., CrO basic, GrgOg amphoteric, 
and CrOg acidic. 

When an element yields more than one oxide, the oxides become more acidic gradually as 
the valency of the element increases, e.g., MnO strongly basic, MogOg basic, MnC^ 
amphoteric, MnOg acidic, MiigO, strongly acidic. 

Industrial Preparation of Oxygen.—On a technical scale oxygen is obtained 
—(i) by the fractional distillation of liquid air, and (ii) by the electrolysis of water. 

(i) Fractional Distillation — tkMOemmmeeasin 
of Liquid Air.—Air is a mixture ^ Q "*** I ^ . 

of nitrogen and oxygen mainly, 
of which the latter forms about 
21 per cent by volume. The 
two gases may be separated by 
the liquefaction and fractional 
distillation of air. Air is 
liquefied by subjecting it to high 
pressure and low temperature. 

Air is freed from water vapour 
and carbon dioxide by fused 
calcium chloride and daked 
lime respectively, and then 
compress^ to 200 atmospheres. 

This heats the air, so it is cooled 
to ordinary temperature by 
running water. The compressed 
air is then pumped down a 
jacketted spiral tube (fig. 58) 
and allowed to expand suddenly 
through a nozzle into a chamber, p. 

where it is somewhat cooled by _ 

the free expansion (due to Joule-Thomson cflfect). This cooled air circulates through 
the jacket round the spiral tube, thereby cooling the succeeding stream of*mcoining 

compressed air, and is sent back to the compressor—the 
processes of compression and expansion are repeated. The 
cooled gas becomes still cooler each ^ime as it suffers 
expansion till eventually the temperature of incoming air 
falk below the critical temperature Vhen it liquefies. Liquid 
air (boiling point — 190“G) is a mixture of liquid oxygen 
^.p. — 183“C), and liqwd nitrogen (b. p. — 196'’C). 
The liquid air is then fractionally distilled. On evaporating 
^ - liquid air, the evolved vapour become ridhec >n more 
volatile nitrogen. The separation of nitrogen and oxygen 
is then effect^ by allowing the evolved vapours to buhUe 
through liquid air (rich in oxygen) in a tall fractionaring 
column. Nearly pure nitrogen (lower boiling poinQ 
leaves the top of the column. The oxygen, in the gas 




Fig. 59 


condenses and pure liquid oxygen collects at the boy:om of the column, in^ch is then 
evaporated. ? ■ 

Liquid air and liquid oxygen may ^ Iwpt in douUe>walled glass Dewar (dlonaimi) 
flasks-~there being a h^ vwuum briween the two walls .(fig. 59)t % 

,12 '' " " " 
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A kettle of liqxud air boils barisW when kept on a slab of ice. 

(ii) Electratyais of water. —Some oxygen is made, together with hydre^n, by 
the electrolysis of water (sec industrial preparation of hydrogen). 

Oxygen is stored and transpiorted in steel cylinders, at pressures of 100 
atnK>sphere or so. 

Barium monoxide (‘baryta’) at dull red heat (500®C) absorbs oxygen from air, 
forming barium peroxide which latter at bright red-heat (800“C) or at reduced pressure 
gives off oxygen again. This was the principle of Brin's process which is now entirely 
obsolete. 

, 2BaO + O* 2BaO,. 

Other reactions in which oxygen is liberated. —(i) Oxygen 
may be obtained very easily (a) by the action of water upon sodium 
peroxide oi oxone as it is known technically. Sodium peroxide is taken 
in a conical flask fitted with a dropping funnel and a delivery tube. 
On adding water from the dropping funnel oxygen is evolved which 
may be collected over water ; (fig. 60). 

2Na202 + 2HaO = 4NaOH + O^. 

Cubes of sodium peroxide, supplied for tlie preparation of oxygen in a Kipp’s 
apparatus, contain traces of ferric oxide and copper sulphate, to catalyse evolution 

Ob by the action of hydrogen peroxide upon a mixture of dilute 
sulphptetc acid and potassium permanganate : pu;e oxygen is evolved 
onl^^^ping hydrogen peroxide solution into a solution of potassium 
perjsi^ganate in dilute sulphuric acid Jn the conical flask (fig. 60). 
The’^eatygen is collected over water : the pink solution becomes 
col«|0css. 

J^^n04+3HaS04+5H20a = K2S04-f2MnS04+8H20 +50a 

(ii) Oxygen is also liberated by 
the thermal decomposition of the 
oxide of feebly electro-fKaitive metals, 
such as silver oxide and mercuric 
oxide, and most higher oxides and 
peroxides, such as PbOj, CrO„ BaOt, 
etc. 

Mercuric oxide decomposes on 
strong heating into mercury and 
oxygen : 

2HgO % 2Hg -I- O,. 

The reaction was used by Lavoisier 
to abstract oxygen from air ; when heated 
in air, mercury forms mercitrk oxide 
which decomposes at a higher tempera¬ 
ture into mercury and oxygen. Silver 
Fig. 60 oxide decomposes at a lower 

temperature than mercuric oxide and 
gives very pure oxygen : 2 Ag 20 = 4Ag -|- Og. 

Barium peroxide decomposes into barium monoxide (baryta) and oxygen : 
2 Ba 02 *5 2BaO + O 3 . Both red lead, PbgO^, and lead dioxide, PbO», evolve 
oxygen on heating ; 2PbsOt ~ GPbO + O* ; 2PbOa — 2PbO -f- O*. 

Chromium uioxide breaks up on heating into chromic oxide and oxygen ; 
manganese dioxide decomposes at bright-red heat, evolving oxygen : 

4GrO» « 2Cr,0, + 30, j 3MnO, « MnjO, -{- p*. 

\iii) Oxy<4tcidi|i and vtheir salts.-^Many o3£y*^alts, such as 
chlorate^ and nitrates, etc., and the oxy>acids, such as sulphuric acid 

nitric acid, etc., decompose when heated. 
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(a) Potassium nitrate, also known as nitre or saltpetre, decomposes 

on heating into potassium nitrite and oxygen, sodium nitrate behave 
similarly.. Potassium permanganate KMn 04 , and potassium 
dichromate also decompose on heating, giving off oxygen : 

2 KMn 04 = K 2 Mn 04 (potassium manganatej + MnOg + O 2 . 

4 K 3 CraO, = 4 K 2 Cr 04 (potassium chromate) 4- 2 Cf 203 4 - SOj. 

2 KNO 3 (potassium nitrate) = 2 KNO 2 (potassium nitrite) + O 2 . 

(b) A paste of bleaching powder when heated with a few drops of 
cobalt chloride solution rapidly evolves oxygen—the cobalt chloride 

as a catalyst : 

2Ca(OCl)Cl = 2 ClaCl 2 + O 2 . 

(c) When dry powdered lead nitrate is strongly heated in a hard 
glass test tube (figure 61), it decomposes into yellow lead monoxide 
PbO, and a mixture of gas, nitrogen dioxide and oxygen—nitrogen 
dioxide forms reddish brown fumes. The gas evolved is passed through 
a U-tube cooled in a mixture of ice and common salt, where nitrogen 
peroxide condenses to a yellow liquid, and oxygen passes out. A 
ghnving splint held over the exit of the U-tuhie bursts into flame, 
showing that oxygen is evolved : 

2Pb(N03)2 = 2PbO + 4 NO 2 + Oj. 

(d) When strong nitric acicl is allowed to fall upon red-hot pumice 
stone, it decomposes into water, nitrogen peroxide and oxygen : 

4HNO3 = 2H2O -f- 4NO3 + O2. 



Fig. 61 Fig.«62 


A distilling flask containing some, pumice-stone, is fitted with 
a dropping funnel, and a delivery tube via a U-tube cooled in freezing 
mixture. The flask is strongly heated, and strong nitric acid is 
allowed to fall by drops on the hot pumice-stone (fig. 62). 

The evolved gas is passed through the U-tube where the nitrogen 
peroxide condenses to a liquid, and oxygen passes out—the gas is 
collected over water. 

(c) Strong sulphuric acid may be similarly decomposed by allowing to drop on 
red-hot pumicc-stonc, into water, sulphur dioxide, and oxygen, the mixed gases on 
being sent through the U-tube, as befbre, SO, condenses to Uquid and oxygen pa mn 
out; 

2H,S04 =« 2H,0 + 2SO, -p O,. 
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Hydrogen 


Atomic number 1. Atomic weight 1.008. Melting point —25®^. Boiling 
point —252.7'“C- Density, 1 litre at 0"G and 760 mm. weighs 0.0899 gm. 

liktory and occuircnce.—Hydrogen was first prepared by Boyle in 1660 
from iron filinm and dilute mineral acids ; but it was carefully irtvestigated by 
Cavendish in 1/66 and called by him inflammable air. He also showed it to be a 
constituent of water (1781—84), a fact in virtue of whicli Lavoisier gave it the name 
hydrogen or ‘water producer’ in 1783. 

In the^free state hydrogen occurs in many volcanic and other natural gases, in 
the atmosphere of the sun, and in air in traces (atout 1 part per million) only. In 
the combined state it is present in oils, fats, wood, coal, petroleum, water, etc. 

Preparation. —^The chief sources of hydrogen are—^i) acids, 
(ii) water, and (iii) alkalis. 

Hydrogen from acids. —Hydrogen is obtained from acids by 
interaction with metals which are more electro-positive than hydrogen. 

Metals above hydrogen (with the exception of lead) in the electro-chemical series 
130) displace hydrogen from acids, such as hydrochloric acid and sulphuric 
ados—^the higher the metal in the series the more vigorous the displacement. The 
feebly electroposidye metals like Cu, Hg, Ag, Au and Pt do not react. Only 12 
metals are shown in the series here : < 

Hyt^gen is easily liberated by the action of dilute hydrochloric or K 
sulphunc add upon iron, magnesium and zinc or by the action of hot and Na 
strong hydrochloric add upon tin : Ca 


Fe •+• 2HC1 = Fed, (ferrous chloride^ + Hg, 

Fe "f 11(804 — FeS 04 (ferrous sulphate) + Hj. 

Mg -h HgS 04 = MgSOs (magnesium sulphate) -1- Hj, 

Sn 4- 2HC1 =s SnCl( (stannous chloride) 

Laboratory preparation.— Hydrogen is usually prepared in 
the laboratory by the action of dilute sulphuric acid (1 volume 
concentrated acid to 5 volumes water) or hydrochloric acid fl 
volume concentrated acid to 2 volumes water) on granulated 
zinc : 


Zn-f2HCI (hydrochloric acid)=ZnCl 2 (zinc chloride)-fH,. 

Zn-fHaS 04 (sulphuric acid) = ZnSO^ (zinc sulphate) -fHj. 

A few pieces of gr^ulated zinc are put under water in a two¬ 
necked Woulfe*s bottle tightly fitjed with corks through one of which 
passes thistle funnel reaching down 
very nearly to the bottom and through 
the^ .other passes the deliveiy tube 
which dips "under water in a 
pneumatic trough, (fig. 63). The 
apparatus.must!:« perfectly air-tight, 
sime-hydrogen forms an explosive mixture 
with air. To test this, air is blown 
from the mouth through a rubber 
tube attached at the fi*ee end of the 
delivery tube when water is forced 
up the stem of the funnel. The 
apparatus is air-tight, if the water 

^rin the funnel remairf stationary after closing the rubber tubini? 
by pressing hard with fingers, o vuomg 
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Moderately strong sulphuric acid is then poured down the funnel, 
when a brisk reaction sefs in with the rapid evolution of hydrogen. 

‘’The gas is allowed to escape for a minute or two to drive out the 
air inside the bottle.\ To ensure this, a sample of the gas is collected 
in a test tube by the displacement of water and brought near the 
flame. When the gas burns quietly^ it is free from air and is ready 
for collection. To collect the gas, a gas jar, completely filled with 
water and clo%;d with a greased cover dass, is inverted over water 
in the trough ; while under water, the cover glass is removed ^nd the 
gas jar is placed on the shelf of the trough so that the delivery tube 
reaches the. mouth of the jar through an opening in the shelf. 
?Sydrogen collects in the jar by the displacement of water. When the jar 
is full of the gas, its mouth is closed with a glass plate, while still under 
water, and it is then removed from the trough. The jar is kept with 
its mouth downwards. Several jars of hydiogcn aie similarly collected 
to study its properties. The gas may be dried by passing through 
a U-tube containing calcium chloride or phosphorus pentoxidc and 
collected over mercury. 


Before collecting hydrogen all the air must be displaced from the apparatus ^ 
since hydrogen forms an explosive mixture with air. • 

Physical properties. —(i) HydlSogen is a colourless, tasteless 
and odourless gas which is piractically insoluble in water. The gas 
may be condensed only ^vith difficulty to a liquid and frozen to a 
solid which does not exhibit metallic properties. 

fii) Hvdrogen is the lightest of all substances. Air is 14.4 times 
heavier than hydrogen. The following experiments show that 
hydrogen is lighter than air : ^ 

Expt. —(a) An ‘empty* full of air) is inverted over a ^ of 

hydrogen, and the cover > 

mouth of the latter is 
After a few seconds when a EghiW|4per 
is applied to the mouth of the upptir^^ar, 
it is found that the gas bunis d^e Ve^h a 
slight explosion—hydrogen lfehi§,iihgfi^^tAan 
air has travelled to upper jar 

rubljcr'*'’ 


Expt. —(b) A toy 
filled with hydrogen until Jt 
inflate ; it is then tied off 
of thread and released in 

. • 1 • ** h*" 

rises up in the air. ; 

Chemical prope; 

combustion, but burns 
flame. 




Expt.—A lighted taper Ij 
downwards—^thc taper is 

(ii) Water is pro 
reaction is used as 



^ i) Hydrogen docs not support 
^oxygen with a pale blue nonduminous 

uced into a jar of hydrogen, held mouth 
but the gas bums with a pale blue flame. 

hydrogen bums in air or oxygen. This 
drogen. + O, » 2H»0. 
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Expt. —A stream of hydrogen, dried by passing through a U»tubc containing 
fused calcium chloride, is 7 e b s 

burnt in a platinum ^ct, and 
the flame is flowed to impinge 
on the outer surface of a retort 
(fig. 65) through which cold 
water circulates. Drops of 
water condense on the cold 
outer surface and collect in a 
beaker placed below. 

The 9 reaction between 
hydrogen and cw^'gen is 
catalysed by finely-divided 
platinum and palladium—a 
jet of hydrogen inflames, for Fig. 65 

example, in contact with 
platmum sponge and fine 

platinum wire, although hydrogen and oxygen do not react at the ordinary 
temperature. The combination is however arrested by completely drying the gases 
with phosphorus pentoxide. 

When glass tubes of different widths and lengths are lowered over the flame, 
a musical note is produced and tlic flame begins to sing. 

fiii) Hydrogen forms an explosive mixture with air or oxygen. , 

Expu—h soda water bottle is filled one-third its volume with oxygen and 
two-thirds by hydrogen, by displacement of water ; the Ixittle is wrapped with a 
towel, and well-shaken, and then held before a flame when a violent explosion takes 
I^ace instantaneously. 

Jyv) Hydrpgen acts as a reducing agents because of its tendency to 
unite with oxygen. 

Expt. —Hydrogen is passed over heated copper oxide taken in a bulb-tube 

(fig. 66)—the black enppex oxide is 
converted into metallic copper with 
dull-red colour and water is formed. 
(Also sec page 76). Hydrogen here 
acts as a rtducing agent, since it 
removes the oxygen from copper 
o.xide—the removal of oxygen from 
a compound being called reduction. 

CuO -f Hi Cu + HjO ; 

Fig. 66 PbO -f Hj Pb + 11,0. 

Oxides of weakly clcctro-positiv^ metals like mercury, iron, lead, etc., may be 
similarly reduced. Hydrogen does not attack the oxides of strongly electro-positive 
metals*iike sodium, potassium, calcium or magnesium. 

(v; Hydrogen forms gaseous or volatile hydiides with all the 
non-metals, except the inert gases : 

Ha+Clg = 2HC1 ^hydrochloric acid) ; 3 H 2 +N 2 = 2 NH 3 (ammonia). 

(vi) Hydrogen forms solid salt-like hydrides with strongly electro¬ 
positive metals like lithium, sodium, potassium, and calcium—the 
hydrides react with water producing hydrogen back : 

Ca+Ha ~ CaHa (calcium hydride) ; 2 Na-f-H 2 = 2NaH. 
GaH 2 + 2 H 20 = Ca(OH )2 (calcium hy iroxidc)-f 2 H 3 . 

Calcium hydride is called hydrollth and is sometimes used to prepare hydrogen 
on a semi-technical scale, , 

Ocdtisipii of hydrogen.—Hydrc^en possesses the property of 
dissohong^in certain mclals forming sdHd hlulions ; this phenomenon 
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U known as occlusion of hydrogen. Metals like iron, cobalt, platinum 
and specially palladium possess the property of absorbing a large 
volume of hydrogen at the ordinary temperature. Of all the metals, 
palladium absorbs hydrogen the most—about 900 times its own 
volume. The occluded hydrogen is released again when the metal is 
heated—use being made of this fact in thfi purification of hydrogen. 

Occluded hydrogen is a powerful reducing agent. When hydrogenised palladium^ for 
example, is immersed in a solution of ferric chloride, the latter is reduced to ferrous 
chloride. 

Nascent hydrogen.—^Nascent hydrogen is hydrogen at the moment 
of its generation, i.c., when it is just liberated from a compound. 

■ Nascent hydrogen is more reactive and a rriore powerful reducing agent 
than ordinary hydrogen, as the following experiments will show : 

Expt. (i).—^When zinc and sulphuric acid are added to yellow solution of ferric 
chloride, the latter is rapidly reduced to a colourless solution by the nascent hydrogen 
generated within it: 

FeClj (ferric cliloridc) + H = FcClg (ferrous chloride) + HCI. 

Expt. (ii).—^When a little potassium permanganate, KMn 04 , solution is added 
to a mixture of zinc and sulphuric acid which is evolving hydrogen, the pink colour 
of the solution gradually disappears due to the retluction of the permanganate by 
nascetft hydrogen ; but no change is produced when hydrogen is bubbled through 
the solution of potassium permanganate or ferric chloride. 

5Zn + SHgSO* =* SZnSO, + lOH (nascent hydrogen). 

By partial equations, 2 KMn 04 = K,0 + 2MnO + 50 
K,0 + HgSO, = KaS04 + H^O 
2MnO + 2 H 2 SO 4 — 2 MnS 04 (manganous sulphate) +211,0 
lOH + 50 = 5H,0 


2KMn04 + SHjSO, + lOH => KjSO, + 2MnS04 + SHjO 

Several explanations of the enhanced activity of nascent hydrogen have been 
put forward, namely : (1) the nascent hydrogen is in the atomic stale, and the atoms 
arc more active than molecules. Following facts lend support to the atomic character 
of nascent hydrogen. I.angmuir showed that atomic hydrogen reacts directly with 
oxygen to give hydrogen peroxide. 

H + O, + H = HO - OH 

(ii) the nascent hydrogen is evolved in .small bubbles cont|Lining the gas at high 
pressure ; hydrogen under pressure reducq silver nitrate solution ; and (iii) the 
nascent hydrogen is activated by the energy liberated in the reaction in which it 
is formed. This hypotliesis has the merit of explaining the difference ib activity 
of na.sccnt hydrogen obtained from different sources. Pot{|fsium chlorate, for 
example, is reduced by nascent hydrogen from zinc and svilphuric acid, but is unaffected 
by nascent hydrogen from sodium amalgam and water. Since* ^cmical changes 
which liberate hydrogen, take place with tlic liberation of different amounts of ener^, 
the na.sccnt hydrogen is energised to different extents in diffZrent cases. This explains 
the difference in activity. 

Hydrogen from water.— Hydrogen may be obtained from 
water i^i) by electrolysis, and (ii) by the action of metal, and (iii) by the 
action of carbon. 

(i; Electrolysis of water. —Acidulated water is decomposed by 
electrolysis into 2 volumes of hydrogen and 1 volume of osQfgen ; (page 11). 

(ii) The aertion of metal upon water. —Metals above hydrogen 
in the electro>ch<»nical series, except tin and lead, decompose wat^, 




184 


INTERMEDIATE CHEMISTRY 


giving off hydrogen. The conditions under which waiter is decomposed 
by metals depend upon the nature of the metal.—(a) Action of 
metals upon cold water. —^Alkali metals (sodium, potassium, etc.) 
and the alkaline earth metals (calcium, strontium and barium) 
decompose water at the ordinary temperature, yielding hydrogen and 
the hydroxide of the metals which dissolve in the water. 


The reaction with alkali metals is very violent ; it can be moderated by alloying 
the metal with lead or using an amalgam (alloy with mercury) of the metal. 

When small pieces of sodhim or potassium are thrown in cold water, they swirl 
about andrgradually dissolve, giving off hydrogen ; in the case of potassium so much 
heat is generated that the evolved hydrogen ignites and a beautiful violet flame 
appean. 

2Na 4- SHgO = 2NaOH (sodium hydroxide) + H 2 . 

2K + 2 H 2 O = 2KOH (potassium hydroxide) + Hg. 

Ca + 2 H 2 O = Ca(OH )2 (calcium hydroxide) + Hg* 

Expt .—^To collect hydrogen from the reaction of sodium and water, tlie metal, 
in small pieces, is held under water with a wire gauze spoon, or pressed into a lead 
tube, and placed beneath an inverted jar of water. Hydrogen collecis in the Jar 
by the displacement of water. The water reacts alkaline due to the solution of sodium 
hydroxide produced in the reaction. 

Amalgamated aluminium is made by rubbing aluminium foil with moist mercuric 
chloride. Zinc-copper^ couple is made by pouring copper sulphate solution over 
granulated zinc and washing the product free from adhering salts. 

, GUSO4 -H Zn =: Z11SO4 -h Clu 

]“-'^) Action of metals upon boiling water. —^Thc metals 
niagnesium and aluminium in the form of powder or as amalgam, 
and zinc coated with copper (since pure zinc is not acted upon by water) 
decompose boiling water, liberating hydiogen. 

Zn-j- 2 H 2 O ~ Zn(OH )2 (zinc hydroxide) -f H 2 . 

2A1 -|- SHgO = 2A1(0H)3 (aluminium hydroxide) + 3 H 2 . 


^^M^gnesium and aluminium amalgams also decompose cold water slowly. 

(c) Action of heated metals upon steam. —Hydrogen is 
liberated when steam is passed over red-hot iron, zinc or magnesium. 
Magnesium burns brightly when heated in steam. 


Mg -f- HgO = MgO (magnesium oxide) + Hg. 

Zn -f- HgO = ZnO (zinc oxide) + Hg. 

3Fe -f- 4ri20 ^ Fe 304 (Ipnoso-fenic oxide) -f- 4 H 2 . 



A piece of weldless iron 
IJipe is loosely packed with 
iron filings or small iron 
nails and heated to redness 
in a furnace ; on passing 
steam over the red-hot iron, 
bubbles of gas are evolved 
from the delivery tube, 
which may be collected over 
water and shown to be 
hydrogen (fig. 67). 


Fig. 67 • 
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(iii) Action of carbon on water. — A mixture of carbon 
n^onoxide and hydrogen, (nearly in equal volumes^, called water gas, 
is produced when steam is passed over white-hot carbon heated to 
1000®C—much carbon dioxide is produced at dull-red heat; 

C + 2 H 2 O = CO 2 4 - 2 H 2 (dull-red heat) ; 

C -f- HgO = CO -f H 2 (bright-red heat) . 

Hydrogen from alkalis. —Hydrogen may be obtained by 
heating the metals zinc, tin or aluminium, with 20 to^,30 per cent 
caustic soda or potash solution in a flask—the gas may be collected 
over water. 

Zn + 2NaOH = Na 2 Zn 02 (sodium zincate) + H 2 . 

2A1 + 2NaOH -f- 2 H 2 O — 2NaA102 (sodium aluminate) -f- 3 H 2 . 

Sn + 2NaOH = NagSnOj (sodium stannite) Hg. 

In the silicol process hydrogen is made for filling military balloons by the 
action of hot 20% caustic soda solution upon powdered silicon or fcrrosilicon 
containing about 80% silicon. 

Hydrogenite (which is a mixture of silicon, caustic soda and slaked lime) evolv^ 
hydrogen on ignition and leaves sodium and calcium silicates. 

Si + 2NaOH + HjO NaySiO, (sodium silicate) + 2Hj. 

Tests for Hydrogen. —Hydrogen burns in oxygen with a pale blue flame to 
form water only —the produet of combustion, i.c., water, docs not make lime water 
milky, but turns whHe anhydrous copper sulphate blue. 

Hydrogen is absorbed by spongy palladium which gives'off the gas t^aln on 
heating. 

Uses. —Hydrogen is used industrially : (i) in the manufacture of ammonia, 

hydrochloric acid, and methyl alcohol ; 

(ii) for hydrogenating petroleum fractions, and coal in order to obUun synthetic 
petrol ; 

(iii) in the hydrogenation, also called hardening, of vegetable or animal oil—the 
oil combines with hydrogen in presence of finely divided nickel catalyst, forming 
solid fats, which are used extensively as butter substitutes ; 

(iv) in prorlucing oxy-hydrogen flame, temperature about 2800°C, for welding 
and lime light—lead ‘burning’, i.e., autogenous welding without solder is done by 
a hydrogen flame ; a still hotter flame, temperature about 4000'’C, is produced in 
atomic h-idrogen torches, also used for wckling purposes. • 

Atomic Hydrogen. —'Die molecule*of hydrogen can Iw split into atoms—^the 
process absorbing a huge amount of energy, about 100,000 cals, per molecule ; 
Hj % 2H. Atomic hydrogen is formed when an electric arc between tungsten 
electrodes is fed with hydrogen—the atomic hydrogen blo^n out of arc forms -an 
intensely hot flame capable of melting and welding many mttals. The flame gets 
its heat from the reunion of hydrogen atoms to molecules : 2H i=f Hj. Atomic 
hydrogen is also a powerful reducing agent. • 

(v) in filling air-ships and balloons, since it is the lightest gas known, its density 
relative to air = ■ 1, is 0.069 only, f'oal gas is sometimes used for balloons as it contains 
a large proportion of hydrogen, and for airships hydrogen is often replaced now-a-days 
by non-inflammable helium (having a lifting power of 92 per cent of that of hydrogen) 
as the inflammability of hydrogen makes its use extremely risky. 

Pare Hydrogen.— (i) Hydrogen, obtained from commercial zinc and sulphuric 
acid contains many impurities, such as hydrogen sulphide, HjS, arsine, AsHg, 
phosphine, PH 3 , sulphur dioxide, carbon dioxide, pc^ibly oxides of nitrogen, nitrogen, 
£uid moisture. The gas is purified by passing it in succession tbrou^ a series, of 
U-tubes containing : • 
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(a^ lead nitrate solution to absorb hydrogen sulphide, 

(b) silver sulphate solution to absorb arsine and phosphine, 

(c) strong caustic potash solution to absorb sulphur dioxide, carbon dioxide, 
and nitrogen dioxide ; 

(d) phosphorus pentoxide to absorb moisture. 

The gas may be then collected over mercury. Tc remove nitrogen, the gas is passed 
in an evacuated glass bulb containing palladium foils which absorb hydrogen only — 
the nitrogen is pumped out of the bulb. Pure hydrogen is then evolved by heating 
the bulb to dull-rcdness. 

(ii) Very pure hydrogen is prepared in the laboratory by the electrolysis of a 
warm barium^ hydroxide solution in a glass U-tube, littod with nickel electrodes 
(fig. 63). Water undergoes electrolysis, liberating hydrogen at the cathode and 
oxygen at the anode— barium hydroxide increases the cond_uctivitv of the solution 
only. The hydrogen, thus liberated, contains a trace ot oxygen, and is Vnereiofe 
passed over heated platinised asbestos to convert the oxygen into water. Moisture is then 
removed by drying the gas with potassium hydroxide, followed by phosphorus 
pentoxide. Tltc gas is then collected over mercury. 



Fig. 68 

Industrial preparation of hydrogen. —The principal processes 
for the manufacture of hydrogen are (i) electrolytic process, (ii) ivater 
gas process, and (iii) steam-iron process. 

(i) Electrolytic process. —Hydrogen is obtained in Knowles 
cells by the electrolysis of a 20% caustic soda solution in a cast 
iion tank betw'cen sheet-iron 
electrodes. The anodes, (which 
arc nickel-plated , to resist 
anodic oxidation) and cathodes 
are placcck alternately. Each 
electrode is fitted with a gas 
collecting bell at the top : the 
electrodes are separated from 
each other by porous asbestos 
diaphragm to prevent the 
hydrogen evolved at the cathode 
from mixing with the oxygen 
liberated at the anode, since the 
diffusion and intermixture of 
hydrogen and oxygen would 
form an explosive mixture. The purity of gases is very high— 
9^% and Og 99.6%. High purity hydrogen is required for synthesis 
or Eumnonia and for hardeniftg of oils. 
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Hydrogen is obtained as a by-product during the manufacture of caustic soda 
by the electrolysis of common salt. 

(ii) Water gas process. —^Whcn steam is passed over white-hot 
coke heated to about 1000°G water gas is produced—mixture of 
nearly equal volumes of hydrogen and carbon monoxide with a small 
amount of carbon dioxide : C -f- HgO == CO 4 - Hg. 

In Bosch process the water gas is mixed with excess of steam 
and passed at 450°G over a heated catalyst consisting o^ a mixture o f 
ferric oxide and chromium oxide ; carbon monoxide is mostly oxidised 
into carbon dioxide and more hydrogen is obtained from the steam 
CO 4" HgO ;=i COg 4- Hg. As the reaction is reversible^ a little carbon 
monoxide always remain in the gas. 

The carbon dioxide is removed from the gas mixture by washing 
with a spray of water under a pressure of 30 atmospheres, and any 
remaining carbon monoxide by absorption in ammoniacal cuprous 
formate solution under 200 atmospheres. The hydrogen, when dried, 
is about 99.9 % pure. ^ 

* Carbon monoxide can also be removed from water gas by compression and strong 
cooling, when carbon monoxide (b.p. —191.5°) condenses to a liquid, leaving the 
hydrogen (b.p. —253°) as a gas. 

Hydrogen is made in California by the thermal decomposition of natural gas, 
which is methane mainly : CH, — C -+• 2 H 3 or the natural gas is mixed with steam 
and heated : CH 4 -f- 2 H 2 O = COj -h 4 H 2 . • 

(iii) Steam-iron process. —Hydrogen is made by passing steam 
over red-hot iron. In the iMtie process spongy iron obtained from the 
reduction of spathic iron ore (ferrous carbonate) is heated to about 
600°—8r>0°C in vertical iron retorts, and steam is passed over it. The 
red-hot iron decomposes steam, liberating hydrogen, and is itself 
converted to ferroso-ferric oxide : 3Fe 4- 4H.gO ^ FcjO^ -i- 4 H 2 . 

The iron oxide is then reduced back to metallic iron by passing 
water gas over it, so that the iron can be used over again. 

Fe 304 4- 4 H 2 3Fe 4 - 4 H 3 O ; FcgO^ 4* 4gO = 3Fe 4- 4008- 

The steaming and reduction ’j^roecsses alternate. The hydrogen 
obtained is 98 p.c. pure—it contains a little carbon monokidc. 

H>(lrogr'n is .sometimes made for filling militar>' baftoons ; (il by the action 
of water on calcium hydride {hydrolith) or an alloy of lead knd sodium {fvydrone) or 
(ij) by silicol process, as stated above. ~ " — a -v 

The Kipp’s apparatus. —^To get a ready and fairly continuous 
supply of hydrogen for occasional use Kipp’s apparatus (fig. 70) is 
convenientlv used. It consists of two parts—(i) the lower part of two 
globes, the lowest being a half only, joined by a narrow neck, (ii) the 
upper part is another glass globe A with a long stem and fitting 
air-tight into the neck of the middle globe B, —the stem reching nearly 
the bottom of the lowest globe. A stop-cock is attached to the central 
globe. The bottom globe G is provided with an outlet for the escape 
of the waste liquid. 
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Pieces of granulated zinc are placed in the central globe B. The 
stop'Cock is opened and dilute sulphuric acid is poured in through a 

funnel down the upper globe until it fills the 
bottom globe G and comes in contact with the 
zinc in the central globe. 'J’lie reaction takes 
place between the zinc and the acid. Hydrogen 
is evolved and passes out through the stop-cock. 

When the gas is not required, the stop-cock 
is closed ; the evolved gas cannot pass out ; it 
collects in the central globe and exerts pressure 
on the acid liquid which is thereby forced clown 
into the bottom globe whence it rises up the 
stem into the top globe. The contact between 
the zinc and the acid breaks and consequently 
the evolution of hydrogen ceases. 

W'hcn the sfas is wanted, the stop-cock is 
opened ; the accumulated gas escapes and so 
the pressure inside falls and the acid as a result 
cefrnes down in contact with zinc again and the 
Fig. 70 gas is evolved. 

The Kipp’s apparatu® is used whenever a gas is obtained by the action of a liquid 
upon a solid ivilhout application of fteat—hcncc its use ako for the r^ady supply 
of hydrogen sulphide, carbon dioxide, etc. 

Water 

Formula HjO. Molecular weight 18. Freezes at O’C and boils at lOO^C at 
standard atmaspheric pressure. Density at 4'’C is unity. (Jritical temperature 
SSS^C. Volume of 1 kilogram of water at 4®C is the standard litre ; it occupies 
1000 ml. 

History and Occurrence. —Water for a long time was regarded as an element 
—tlic elements, according to the ancient philosophers, being five in number only, 
namely, fire, air earth, water and ether. It was only in the year 1781 that water 
was shown to be a compound by Cjavendish who obtained it by exploding a mixture 
of hydrogen and oxygen in«the ratio of 2 to 1 by volume. 

Water occurs abundantly in nature as liquid water or icc in oceans and inland 
waters, and asA'apour in the atmosphere. Water is an imf)ortant constituent of all 
animal and vegetable bodies. It ako occurs as water of hydration in many rocks 
and minerak. • 

Natural ^aterk.—Natural waters contain many impurities—their 
nature and amounts’ var^ng with the source of watei. Hence water 
may be classified according to their sources, as : (a) rain water, 

(b) river water, (c) spring and well-water, (d) minetal waters, and 

(c) sea water. 

(a) RaJn water. —^Thc purest form of natural water is rain water. It contains 
in solution the gaseous impurities oxygen, nitrogen and carbon dioxide absorbed 
from the atmosphere, and traces of ammonium nitrate, protlucctl <luring thunder¬ 
storms, and common salt derived from dried sea spray carried inland by winds. Rain 
water in the vicinity of manufacturing towns is ako liable to contain traces a little 
and many suspended impurities like soot and dust. The rain water 
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(b) River wwtcr.—Rain waters feed rivers. Hence the river water contains 
additional impurities dissolved out from the soil and rocks—the impurities frequently 
include^ the chlorides, sulphates, carbonates and bicarbonates of sodium, calcium, 
magnesium and iron. The soluble bicarbonates of calcium and magnesium are 
formed by the action of dissolved carbon dioxide upon insoluble carbonates, as the ,, 
water flows down and through the rocky soil containing calcium or magnesium 
carbonates. 

CaGO, + H 2 O + GOg — Ga(HGOs )2 (calcium bicarbonate). 

MgGOg + HjO + GO, = Mg(HG 03 )a (magnesium bicarlonate). 

The presence of soluble calcium and magnesium salts in river water makes it 
hard. The river water is often liable to be contaminated with the sewage and sludges 
of cities it flows by, and is then likely to contain organic matter, ammonia and 
nitrites. 

(c) Spring and well-water.—^I'he rain water, on reaching the ground, 
percolates through the porous starta of the soil—this natural filtration through the 
porous strata removes the suspended impurities but increases the soluble mineral 
content. 

The spring water is usually hard and also free from organic matter, ammonia, 
etc., as they are oxidised by soil bacteria. Because of freedom from organic mattej, 
thq spring and well water is often suitable as drinking water. 

The spring water often contains an excess of mineral matter which confers a. 
special taste or a specific curative and medical property to it ; it is known as mineral 
water. There are different types of mineral water (a) Acidulous water, e.g., Seltzer 
water, contain dissolved carbon dioxide mainly ; {b) Alkaline water, e.g., Vichy water, 
contains sodium and lithium bicarbonates, and are bcneficiid in the treatment of 
gout ; (c) Bitter waters, e.g., Epsom water, contain an excess of sodium and magnesium 
sulphates, and are used as aperient ; (d) Hepatic waters contain hydrogen sulphide, 
and alkali sulphide ; («} Chalybeate or Ferruginous waters contain ferrous bicarbonate 
in solution ; (/) Iodine waters contain dissolv^ iodides, and (g) SUiceous waters contain 
dissolved silica and alkaline silicates. 

Hot springs are often used for medicinal bath, they contain dissolved gases like 
helium and traces of radium emanation. 

(d) Sea water. —^Rivers carry a large volume of waters with dissolved impurities 
into the sea, and as such the sea contain the maximum amount of dissolved impurities, 
about 3.6% on the average, of which 2.6% is common salt. The high ratio of sodium 
to potassium in sea water is partly due to the fact that the soil preferentially retains 
potassium salts. The average percentage composition of ^a water is : water %.5, 
sodium chloride 2.6, magnesium chloride 0.3, magnesium sulphate 0.2, calcium 
sulphate 0.13, potassium chloride 0.07, magnesium bromide 0.007, and the rest traces 
of silica, iodides, etc. Its specific gravity is 1.03, which one feels while swimming 
in sea water which buoys up human body better than river water. The quantity of 
dissolved salts is very much greater in inland seas, e.g., the Dead Sea contains 22.8 
pqr cent of dissolved salts. It is saline and unsuitable as drinking water and is hard. 

^>flard and soft waters.—^Water is classed as hard or soft, 
depending upon its behaviour towards soap solution. Water that 
readily forms a lather of films and froths when agitated with a soap 
solution is known as sq/i water, while the water that reacts with the 
soap solution to form a white scum only without producing a lather 
easUy, is said to be hard water —^hard water does not, therefore, yield 
a lather until a considerable amount of soap has been used up. 

The hardness of water is dot to the presence of dissolved salts of mek^s 
{except the salts of dkali metals such as sodxum and potassium), notably those 
of calcium, magnesium and iron, in water. 
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The suiface tension of water is considerably lowered by the presence of soap 
in solution. Stable lather of films and fi-oths are therdbre formed, when water is 
shaken with soap solution. 

Ordinary soaps consist of sodium and potassium salts of certain 
''fatty acids, such as salts of stearic acid, palmitic acid, and oleic acid 
derived from fats and oils ; they are soluble in water. When hard 
^vate^ is treated with a soap solution, the soluble sodium steaiate 
(sodium stearate representing the soap) reacts with the calcium, 
magnesium and iron salts present in hard water to yield insoluble 
slimy precipitates of the stearates of calcium, magnesium and iron. 
Soap is thus removed from water. 

Na-stcarate + Ca-salt = Ca-stearatc + Na-salt. 

Hard water will not, therefore, form a lather with soap until 
sufficient has been added to precipitate all tlie calcium, magnesium 
and iron in the water as insoluble stearate. For convenience hardness 
is classified as temporary and permanent. 

* (i) Temporary hardness. —It is due to the presence of soluble 
bicarbonates of calcium,* magnesium and iron in water. Temporary 
hardness can be removed by ; (a) boiling, when the soluble 
bicarbonates are converted into insoluble carbonates which are 
precipitated, and carbon dioxide is evolved.* The method is effective 
on a domestic scalb only. 

CaCHCOa)^ = CaCOa + HgO -h COj ; 

Mg(HG08)a = MgCOa + HaO + CO^. 

Fc(HC 03)2 = FeCOg (ferrous carbonate) H- H 2 O -4- COj. 

Ferrous carbonate is readily oxidised by atmospheric oxygen, and 
reddish'brown ferric hydroxide is precipitated. 

4 FeC 03 + 6 H 2 O + 02 = 4 Fe(OH )3 + 4 CO 2 . 

Ms^gnesium bicarbon^^te hardness is not fully removed by boiling as magnesium 
carbonate is to some extent (0.84 gm. per litre) soluble in water. 

(b) dark’s process. —Temporarily hard water is softened for 
industrial purposes by adding the calculated quantity of slaked lime 
which precipitates t]ie insoluble carbonates. 

The mixing of lime and water is done in large settling tanks. After 
the precipitate has settled down the clear soft ivater is pumped to 
reservoirs for distribution ; the water may also be clarified by filtration 
through beds of coke or sand or a filter press. Only the correct amount 
of lime is to be added ; addition of more than the requisite quantity 
makes the water hard again, as the excess lime goes into solution. 

Ca(HG 03)3 + Ga(OH)a = 2 GaC 03 + 2 FI 2 O. 

Mg(HC 03)2 + Ca(OH )2 = MgCOg + GaCOg + 2 H 20 . 

^^The magnesium carbonate which^ appreciably soluble, then 
reacts with further quantity of lime to form the insoluble magnesium 
hydroxide : MgCOg + Ca(OH)a == Mg(OH )2 + CaCOa. 
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(ii) Permanent hardness. —This is caused by the presence of the 
chlorides and sulphates of calcium and magnesium in the water. 
Like the temporal y haidness, permanent hardness can not be removed 
by mere boiling, or by adding lime, since such methods do not 
precipitate the calcium or magnesium. 

Permanently hard water is softened by the addition of sodium 
carbonate to water, when insoluble calcium and magnesium carbonates 
precipitate. The sludge of the insoluble carbonates is removed by 
iiltartion through a filter press. 

CaSO^ + NagCOj = GaCOa + Na 2 S 04 ; 

MgClg + NaaCOa = MgCOj + 2NaCl. 

Waters containin); dissolved calcium bicarbonate, while falling in drops from 
the roofs of caves, lose carbon dioxide and deposit columns of calcium carbonate 
suspending downwards from the roof, known as stalactites. The drops falling on 
the floor deposit columns of calcium carbonate, known as stalagmites^ which grow 
upwards to meet the stalactites. I'hcsc columns are sometimes very beautiful to 
look at (fig. 71). 



Fig. 71 

« 

Water softening. —(a) Lime-soda process. —^Temporary hard¬ 
ness is removed by Clark’s process. In softening hard waters for 
industrial purposes (for use in boilers and laundries) both the temporary 
and permanent hardnesses arc removed simultaneously by adding lime 
md washing soda in correct proportion, and sometimes also a little 
caustic soda. 

Ca(IIG 03)2 + 2NaOH = CaCOg + NagCOg + 2 H 2 O. 

The lime and sodium carbonate precipitate the calcium and 
magnesium by reactions as stated above. 

Magnesium chloride, if present, reacts with lime as foUow^s : 

MgCla + Ca(OH)i 5 « Mg(OH)a + CaCla, 
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The calcium chloiide formed is then precipitated by sodium 
carbonate. CaClj + NagCOa = CaCOa + 2NaGl. 

The precipitate is allowed to settle and then removed by filtration. 

Crude caustic soda which contains some NajCOj, besides NaOH, may be used 
with advantage. 

(b) The base exchange or permutit process. —^This is the 

modern and the most effective 
method of removing both temporary 
and permanent hardnesses of water. 
The permutit is the trade name 
for artificially prepared sodium 
aluminium silicate allied to the 
natural mineral zeolite —the permutit 
is precipitated as a porous gel by 
mixing solutions of sodium silicate 
and sodium aluminate. 

The base exchange material permutit 
may be formulated as Na,Ze, where Ze is 
the zeolite radical. 

In the permutit process the 
hard watbr is allowed to percolate 
through a bed of granules of permutit 
(fig. 72) ; when the calcium and 
magnesium salts in the water react 
with the permutit, forming insoluble calcium and magnesium 
aluminium silicates which are retained in the filter bed. The issuing 
water, free from calcium and magnesium, is soft. 

NajZc + Ca(HC 03)2 = CaZe + 2 NaHC 03 
Na^Zc -f MgSO* = MgZe + Na^SO*. 

TTie calduzn and mi^esium ions in the hard water are thus exchanged for an 
equivalent of sodium iop| in the permutit and the hard water gets softened. 

After use for some time when* the permutit gets exhausted and 
loses its aftivity, it is regenerated by percolating with a 10 per cent 
solution of common saltf—the sodium chloride displaces the calcium 
and magnesium from the exhausted permutit and replaces these by 
sodium, so that the bed is regenerated and ready for use again : 

CaZe + 2NaCl ^ CaClg + Na^Z. 




'^IlM 
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Fig. 72 


Permutit water-soflening plants are used in private houses and factories and 
also for softening public water supplies of towns. 

Various synthetic ion-exchange resins are nowadays available for softening 


(c) Calnm iwo^i^Hardt^ters may also be softened by adding sodium 
hexameta-^hoe{^te (NaPO,), technically used under the name calgo^. The calcium 
» not p^pitated but forms a co^lex salt with the softening agent which remains 
m solutmu and fonns no precipitate with soap. Hence its use in laundries for 
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Calgon which is formulated as Na 2 [Na 4 (P 03 )e] removes the calcium-hardness 
forming the soluble complex salt Na 2 (.Na 2 Ca(P 03 ) 8 ]. 

NajCNa^CPOa),] + CaSO* « Na* [NajCaCPO,),] + NaaSOi- 

It is also used for softening water for boilers, since no scale is deposited and the 
scales already formed arc dissolved. 

Water for industrial purposes. —More than 50 per cent of 
water in chemical industries is used for cooling. Besides, it is used 
in : (a) Laundry. —^When hard water is treated with soap, the 

latter is removed from water as an insoluble precipitate and is 
not, therefore, available for detergent action until all the calcium 
and magnesium salts are removed, i.e., until the hard water is 
softened. 

t 

Hard water, therefore, causes waste of soap, when used for laundry 
purposes, and hence the use of soft water for the same. Laundry 
water must also be free from iron, as otherwise brown ferric hydroxide 
w'oulcl be deposited on fabrics and stain the sanje. 

Estimation of hardness. —^The relative hardness of water is expressed in 
degrees of hardness. 1 degree of hardness is the hardness produced by 1 part of 
calcium carbonate (or its equivalent) in 100,000 parts of water. Total hardness 
of water may be estimated by titrating a measured volume of walei* against a standard 
soap solution until a lather lasting for 2 minutes is obtained on shaking—^the soap 
solution is previously standardised against water containing a known concentration 
of calcium chloride. The permutit process gives water of almost zero hardness. 
The degree of hardness for : soft water 0 to 10® ; medium hard water 10° to 20° ; 
hard water 20° to 30°, and very hard water abov'c 30°. 

(b) Boiler waters. —Waters for raising steam in boilers must be 
soft and must not contain too much dissolved or suspended matter, 
so as to avoid the troubles of (i) scale formation, (^ii) corrosion, and 
(iii) foaming. The water must be soft as otherwise a deposit of 
calcium carbonate and calcium sulphate mainly is formed on the 
walls of the boiler. The formation of this hard, heAt-insulating crust, 
called boiler scale, causes a much greater consumption of fuel, and 
also a rapid deterioration of the boiler due to overheating. ^The life 
of the boiler is thus greatly shortened. Under the stress of continued 
overheating the boiler may give way and burst due to unequal 
expansion of the body of the boiler and scale. Too much of dissolved 
matter in boiler waters causes foaming and frdthing. 

Magnesium chloride, if present in water, is readily hydrolysed, giving hydrochloric 
acid, which attacks the body of the boiler which is iron, causing pitting and corrosion. 
Pitted zones are the vulnerable points in boilers. The boiler water, thcrrforc, must 
not contain magnesium chloride, i.e., it must be soft. The sea water can not be 
used in marine boilers, since it contains magnesium chloride : 

MgCl, + H,0 45 Mg{OH)a + HCl. 

Hard waters als^ deposit ‘scale’ or ‘fur’, rimftar to boiler scale, in household 
kettles. 

13 
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(c) Water for other chemical industries such as paper, artificial 
silk, dyeing, etc., must also be soft and particularly free from iron— 
the latter, if present, adheres to the fabiic in spots forming “iron 
mould”. 

Drinking water. —^Water for drinking purposes {potable water) 
should be hygienically safe. It should be free from pathogenic bacteria 
{i.e.f disease-producing germs) such as the germs of cholera, typhoid, 
epidemic diarrhoea, enteric fever and Bacillus coli, etc., and any 
suspended impurity. It must not contain any copper and lead which 
are cumulative poisons. Presence of nitrates and ammonia in natural 
waters generally indicates contamination with sewage and decaying 
matter ; such water is therefore discarded as unsuitable for drinking. 
Lastly, di inking water should be refreshing to the taste—salts and 
cai bon dioxide add to the freshness of water. 

For a large scale supply, as in cities or towns, water is usually 
taken from a river or a canal running nearby and is purified by sand 
filtration. Water is pumped up from the source and run into settling 
tanks where the "suspended impurities deposit by sedimentation. 
Alum is added during this period which helps quick coagulation and 
settling of the suspended impurities ; precipitated aluminium 
hydroxide carries down suspended particles of clay, etc. and also 
some bacteria : 

'Al 2 (S 04)3 -f 3Ca(HC03)2 = 3CaS04 2Al(OH)3 + GCOg. 

The partly clarified water is then discharged upon a bed of sand 
filter which consists of a bottom layer of graded gravel, a middle layer 
of coarse sand and a top layer of fine sand. I'hc bed is provided with 
drains belo^v the gravel layer to carry off the filtered water. The 
sand filter becomes covered with a slimy layer of clay, algae, 
etc., which removes the suspended impurities and the pathogenic 
bacteria. 

The filtered waterns then subjected to sterilisation to kill the germs of diseases, 
if any. < 

(i) Clikorination. —Chlorination with a mild dose of chlorine cither by 
admitting liquid chlprine from steel cylinders or by adding bleaching powder solution 
to the water supply, is the cotnmon metliod of sterilisation in our country and 
elsewhere. Water smells of chlorine if too much of it is added. In the chloramine 
prqfess sterilisation is effected by a mixture of chlorine and ammonia which is more 
effective than chlorine and which also improves the taste of water. Chlorination 
of water has greatly cut (by 75 per cent.) the death-rate from typhoid. 

(ii) Ultraviolet rays.—A short exposure to ultraviolet rays, generated with 
the hdp of mercury vapour lamps enclosed in quartz containers, kills the bacteria, 
without imparting any offensive smell or taste to the water. 

(iii) Ozonised air. —^Sterilisation i; effected by bubbling ozonised air through 
filtered water in a tower. Treatment with ozonised air imparts a dbagrceable taste 
and smell to water which must therefore be exposed to air to render it palatable 
again. 

c 

Aeration also greatly helps purification of drinking water. Water is often sterilised, 
on a small scale, by treatment with potassium permanganate. 
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The filtered water is then examined—(a) bacteriologically, and (b) chemically, 
particularly for the poisonous metals, copper and lead, and ammonia whose presence 
usually indicate sewage contamination. 

‘ On a smaller scale for domestic purpose, water is boiled to destroy the 
bacteria,—boiling eficclively sterilises water and 
hence the practice of boiling drinking water when 
cholera and typhoid break out,—and then treated 
with a little alum to coagulate the suspended matter. 

The water is next filtered through layers of charcoal 
and sand, contained in perforated earthenware pots. 

For domestic use, water may be filtered through 
Pasteur-filters (fig. 73) which consist of one or more 
porous cylinders P of unglazed porcelain, shaped like 
hollow candles—the filters eflectively retain slimy 
mass of bacteria and other impurities. 

Water for drinking purposes need not be soft—• 

’ the presence of bicarbonates in hard water gives a 
refreshing taste to the water. Drinking water must 
be hard, if it is conveyed through lead pipes, since 
soft water in presence of dissolved oxygen dissolves 
out lead as slightly soluble lead hydroxide. 

Pare water.— Natural water usually 
contains (a) the suspended impurities like 
fine sand and clay particles, .and (b) the Fig. 73 

dissolved impurities such as salts of sodium,'^ 
potassium, calcium and magnesium, and 

the gases such as o.xygen, nitrogen, ammonia" and carbon-dioxide 
(page 47). I'he suspended impurities are removed by sedimentation 
and filtration. Water sufficiently pure for most chemical purposes 
is purified by distillation in a copper vessel fitted with a copper 

or tin condenser. The 
distilled water, thus 
prepared, is free from 
dissolved solids, but still 
contains the dissolved 
gases, ammonia and 
carbon dioxide mainly, 
and a trace of alkali 
dissolved from the glass 
container. Presence of 
nitrogencous organic 
matter in water gives 
traces of ammonia on 
distillation. To obtain 
still purer water, 
ammonia is first 
removed by passing chlorine into the boiling distilled water for some 
time. The chlorine is then boiled out, and the water re-distilled after 
the addition of a strong solution^ of potassium permanganate and 
caustic potash to oxidise the organic impurities, if any, using a tin or 
a silver condenser. The first and last portions of the distillate are 
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rejected—only the middle portion is collected in previously steamed 
good Jena or pyrex glasses. This is pure water or what is called 

conductivity water. 

For common laboratory use, water is distilled in a copper automatic still 
(distilled water plant, fig. 74). 

Very pure water may be obtained by partially freezing distilled water and 
collecting the ice—the soluble impurities remaining in unforzen water. 

Properties of water. —(i) Pure water is a clear liquid, tasteless 
and Colourless in small quantities but faintly blue when viewed in 
thickness. The m.p. of ice, 0°C, and the b.p. of water, 100°C, serve 
as the standard points in thermometry. Pure water is almost a 
non-conductor of electric current, since it is verv slightly ionised into 
hydrogen and hydroxyl ions ; HoO H *" -f OH*" ; the 
conductivity is, however, increased by the addition of electrolytes. 

(ii) Water is a stable exothermic compound : 2 H 2 +Oa = 2 H 2 O 
(steam) +2 X 58,000 calories. It may be decomposed into its elements 
at a very high temperature ( 2000 °C or above) by electric sparking 
or in contact \Vith a white hot platinum. A mixture of hydrogen 
and oxygen in the ratio of 2 to 1 by volume, obtained by electrolysis, 
is known as electrolytic gas. 

€ 

W'atcr ic decomposed by chlorine in presence of bright sunlight : 
21120 4 - 201, 4HC1 + O 2 . 

It may be decomposed by many metals and carbon, and also by 
electrolysis (p. 10 ). 

(iii) Water readily forms crystals of definite composition, called ' 
hydrates (p. 53), with many substances, c.g., oxalic acid, C 2 H 204 , 2 H 20 ; 
blue vitriol, CuS 04 , 5 H 20 —the combined water in these compounds 
is the w ater of crystallisation (p. 54). 

(iv) Water is a good solvent, particularly for the acids, bases 
and salts. It‘dissolves acidic oxides yielding acids, and basic oxides 
producing hydroxides. Maiiy substances undergo hydrolysis (p. 61) 
witlf water : PCI 3 -f- SllgO = H 3 PO 3 (phosphorous acid) + 3HC1. 

(v) Trace of moisture is a necessary catalyst in many reactions. 

(vi) The usual absoi bents for moistuie arc fused CaClg, 
concentrated H 2 SO 4 , silicagel, P 2 O 5 and magnesium perchlorate—of 
them the last two are the best. 

Detection and purity of water. —Water may be detected bv its physical 
properties : freezing point, boiling point and density. Pure water freezes at 0'’C 
and boils at 100°C at 760 mm. pressure. Trace of water is detected by the bliu colour ^ 
it gives with white anhydrous copper sulphate. A lump of freshly burnt quick lime, 
on being sprayed with watw, crumbles to powder with a hissing noise and evolving- 
much heat. 

CaO (quick lime) + HjO = Ca(OH )3 (slaked lime). 

Pure water leaves no residue on evaporation, so abo does not a sample of distilled 
water— ordinary tap water, however, leaves a solid residue on evaporation. The 
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tests for chloride, sulphate, calcium and ammonia are negative for pure (or distilled) 
water but are usually positive for tap water, as shown below : 


Tests for ; 

4 

! 

Reagent added j 

1 

1 

1 

Tap water \ 

! ! 

Distilled 

water 

(t) Chloride 

AgNOs solution -f- dilute UNO* 

! t 

i White turbidity 

Nil 

(«) Sulphate 

BaClj solution -4- dilute HCI 

j 

! Wlute turbidity 

Nil 

{in) Calcium 

Ammonium oxalate solution 
-F dilute acetic acid 

! While turbidity 

• Nil 

(iv) Ammonia 

Nesslcr’s reagent 

j 

j Brown colouration 

Nil 

i 


Composition of water. —^Watcr was first shown to be a 
compound of hydrogen and oxygen by Cavendish in 1781. The 
composition of water can be arrived at both analytically and synthetically. 

Analytical method.—Volumetric composition. —Electrolysis 
is a ready means of showing that water is made up of two volumes of 
hydrogen and one volume of oxygen (p. 10). 

Synthetic method. —^The determination may be carried out by 
(a) volumetric ana fb) gravimetric methods. 

Volumetric Composition. —(i) Cavendish’s experiment. 

experiment (1701) was llie first to show that water is formed by 
igniting a mixture of hydrogen and oxygen in the ratio of 2 to I 
by volume by means of an electric spark. The apparatus he devised 
was a pear-shaped glass vessel, having two platinum wires sealed 
at the top for sparking and provided with an air-tight stop-cock 
at the bottom. The vessel was exhausted of air, and then connected 
to a bell-jar invertetl over water and containing a mixture of 2 volumes 
of hydrogen and one volume of oxygen. Communication was set 
up between the two vessels by opening up the two stop-cocks, when 
the gas mixture flowed into the pear and filled it. The stop-cockswere 
then closed and a spark passed—the gases combined with explosion 
and moisture was seen inside the pear. This left a vacuum ag^in, 
and on opening the stop-cocks, some more ggs streamed into the 
pear. Ihc stop-cocks were closed .ind the gas exploded as before. 

By rei^eating the process the whole of the gas mixture was converted 
into water, and then on opening the stop-cocks the fear at}^ 
the bell-jar were completely filled with water. The experiment, 
thus showed that water was made up of 2 volume of hydrogen* 
and 1 volume of oxygen (fig. 7.7). Cavendi.sh’s experiment is of 
historical interest only. Cavendi.sh’s experiment w'as defective in 
as much as the gas mixture was collected over w'ater. 

Cavendish’s experiment may be demonstrated in a eudiometer 
at the closed end of which two platinum wires arc sealed for sparking. 

A certain volume of 2 : 1 hydrogen-oxygen mixture is collected, 
by the displacement of mcrcurj', in the' eudiometer standing over 
the liquid in a trough. The eudiometer is then held furmly against 
a rubber pad in the trough, and an electric spark passed. The 
reaction takes place with explosion, and drops of water appear on 
(he walls of the tube after cooling. On releasing the |ubc from the 


• -Cavendish’s 



Fig. 75 
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pressure against the pad, mercury rushes in and com 
pletely fills the tube. Hence water is made up of 2 
volumes of hydrogen and 1 volume of oxygen. The 
result confirms that found by electrolysis (fig, 76). 

(ii) Hofmann’s experiment. —^The ex¬ 
periment is carried out by sparking a certain ^ 
volume of 2 : 1 hydrogen-oxygen inixture at a . 
temperature higher than the condensing point of 
steam, 100°C, to obtain the volumetric relation 
between hydrogen and oxygen and the steam 
produced. 

A mixture of 2 volumes of hydrogen and 1 
volume of oxygen is introduced into the closed • 
limb of a U-tiibe (fig. 77), by the displacement 
of mercury. The closed limb is covered with 
Fig. 76 a wader tube through w^hich passes the vapour of 

amyl alcohol boiling at 132°G. When he 
temperature has become steady, the volume of the gas mixture it 
noted by adjusting to equality the levels of mercury in the two limbs. 
The open limb is then closed firmly MmyiAieoitos 

by the thumb ^and a spark is sent 
in the gas mixture from an induction 
coil, by means of platinum wares sealed 
at the top of the closed limb. There 
is an iminediate contraction bn 
sparking. The levels of meicury are 
again adjusted to equality after the 
explosion and the volume noted—it is 
two-third the original volume of the 
gas mixture. 

The vapour of amyl alcohol is then 
cut off, when the temperature gradually 
falls below the condensing point of 
steam, (100°C) ; mercury slowdy rises 
up and finally fills the closed limb 
completely—two-thirds the volume after 
explosion is, therefore, occfii)ied by 
stcanr. 

Formula • of steam. —F r o m 

Hofmann’s experiment it follows that : Fig. 77 

2 vols. hydrogen1 vol oxygen = 2 vols. steam. 

By Avogadro’s hypothesis, therefore 

2 mols. hydrogen + 1 mol. oxygen — 2 mols. steam. 

1 mol. hydrogen H-f ^ mol. oxygen 1 mol. steam. 

2 atoms of hydrogen 1 atom of oxygen = 1 mol, steam, 
since both hydrogen and oxygen molecules arc diatomic. 

the molecular formula for steam is H^O. Now, the vapour 
density of steam as found by experiment, is 9 and hence its molecular 
weight 18, which agrees with the formula HgO for steam. 
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The experiment only proves that the formula for steam is HjO. Water i& 
an associated liquid and contains the molecules, HaO, (HaO) 3 , (HaO}a and possibly 
(HaO),. 

Gravimetric composition.—^Dumas’ experiment. —The 

composition of water by weight was first accurately determined by 
Dumas in 1842. The 
method is based upon the 
formation of water by the 
reduction of heated copper 
oxide by means of 
hydrogen : 

CuO-l-Ha ^Cu+HaO 



Hydrogen is prepared 
by the action of xinc upon 
dilute sulphuric acid in a 
Woulfe’s bottle P’, and 
purified and dried, as 
described under hydrogen 
(p. 185). The pure and 
dry hydrogen is passed 
over heated copper oxide 
contained in a vacuous 
glass bulb, B, (shown on 
a larger scale above) 
provided with a long 
neck -- the bulb with the 
coi^per oxide being pre¬ 
viously weighed. 'I'hc neck 
of the copper oxide bulb 
(fig. 78) is connected with 
a previously weighed glass 
bulb, B', and an absorp¬ 
tion system of three pre¬ 
viously weighed U-tubes, 

T 7 , Tg and ; the first 
one contained solid caustic 
potash and the last two 
phosphorus pentoxidc—a 
guard tube T^o of 
phosphorus pentoxidc 
which is not weighed 
being attached to the far 
end of the absorption 
system to prevent the 
entry of moisture from the 
air. The hydrogen is 
oxidised to water which 
formed steam—the steam is partially condensed and collected in the 
bulb, B', and the vapour absorbed in the three U-tubes T,, Tg and 
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Tg. The apparatus is cooled in a current of hydrogen after the 
experiment—the hydrogen is then displaced by air. The bulb B' 
and the three U-tubes are weighed again after the experiment—the 
incicase in weight gives the weight of water formed. The copper 
oxide bulb B is then exhausted and weighed—tlie decrease in weight 
gives the w^eight of oxygen used to produce the water : 

From these results the ratio of the combining weights of oxygen and hydrogen 
is calculated thus : 


Loss of weight of copper oxide bulb = weight of oxygen =- 0 gm. 

Weight *of water formed—weight of oxygen " weight of hydrogen = h gm. 

the ratio of the combining weights of oxygen and hydrogen 0/h. 

Dumas found the ratio, oxygen : hydrogen ~ 7.89 : 1. 

The ratio may be roughly taken to be equal to 8 : 1, then 

8 a X atomic weight of oxygen , ■ . .. r.u 

= - - - • L— — r - ■ where a/b is the ratio oi the 

1 b X atomic weight of hydrogen 

atoms of oxygen and hydrogen in a molecule of water, 

8 axl6 . a 1 

1 ft X 1 ft 2 


• the molecular formula of water is HjO. This is confirmed by determining 

its vapour density which is found to be 9 : hence the molecular weight 18 which 
supports the formula HjO. 

Dumas’s determination is subject to at least two errors—(i) the sulphuric acid 
used to prepare hydrogen contained a little dissolved oxygen which was reduced to water 
without producing a corresponding loss of weight of the copper oxide bulb, and 
(ii) a little hydrogen, remained occluded in the reduced copper when cooled in the 
gas. 

The most exact experiment on the gravimetric composition of water was carried 
out by Morley who obtained the ratio of oxygen to hydrogen to be equal to 7.9396 
to 1. The experiment is described under chemical equivalents (p. 96). 


Exercises 

1. How would you prepare a specimen of oxygen from potassium chlorate ? 
What experiments would you perform to demonstrate its principal properties ? 
How would you show that the residue left after obtaining the oxygen (a) is a chloride 
and (b) contains potassium and chlorine ? 

2. Outline briefly the characteristic yjropcrtics of various classes of oxides. On 

what CTidence is sodium peroxide cla.sscd as a peroxide, carbon dioxide as an acidic 
oxide, mercuric oxide as a basic oxida? Punjab, 1945 

3. Hotv is oxygen obtained on a large scale ? What arc its uses ? Mention 
three compounds wliich give ofl'oxygen in a fairly pure state when heated, and write 
equations for their Uccoraposition. 

4. Describe ht^w you would prepare in the laboratory as pure a specimen of 

hydrogen as possible. What is meant by occluded hydrogen ? How would you 
show (a) that water is forihed when hydrogen is burnt in air, and (b) that hydrogen 
is a reducing agent ? Calcutta, 1939 

5. Describe methods for the preparation of hydrogen by the action of metals 
ufion (a) cold water, (b) steam, (c) alkali, and (d) a dilute acid. Wlial is meant 
by na.scent hydrogen ? Describe experiments to show that it is a more powerful 
reducing agent than ordinary hydrogen gas. 

6. What are the common impurities which may be present in fresh water taken 

from natural sources ? How do they affect the suitability of the water for domestic 
purposes ? Indicate how you would purify it (a) for industrial purposes and (b) for 
drinking purposes. Calcutta, ’39 
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7. What is meant by hardness of water ? What is the Imrdness due to ? What 
arc the disadvantages of hard water used (a) in the laundrv ; (b) in a boiler ? 
Describe the various methods of the removal of hardness of water. 

• Bombay, 1947 

8. Describe experiments for determining the volumetric composition of steam. 

How would you therefrom deduce its molecular formula ? Calcutta, 1951 

/ \ I equations to show the action of water upon the following substances— 

a) calcium carbide, (h) sodium peroxide, (c) phosphorus pentoxide, (d) sodium, 

(c) calcium hydride, (f) iron, (g) magnesium, (h) zinc. 

10. Outline the methods adopted for the removal of (a) a trace of oxygen from 
hydrogen, (b) a trace of chlorine from oxygen, (c) a trace of nitrogen from hydrogen, 

(d) a trace of oxygen from nitrogen, and (e) a trace of moisture from hydrogen. 

11. How is ditilled w'atcr prepared ? How would you proceed to test its 
purity ? How can you distinguish it from ordinary drinking water ? Explain why 
in a chemical laboratory solutions arc always made with distilled water. 

Calcutta, 1955 

12. How and under what conditions docs water react with : magnesium, 
calcium, iron, and carbon ? How would you test if a sample of a liquid is water ? 

i?' • action of heat on : potassium nitrate, lead nitrate, and 

sulphuric acid. How you would show that potassium chlorate contains potassium, 
chlorine and oxygen ? What volume of oxygen at N.T.P. is produced by heating 
10 gm. of potassium chlorate ? Ans. 2743 c.p. 

14. Explain what Itappens when : ^ 

(a) water is added by drops on pellets of sodium peroxide. 

(b) a solution cf potassium permanganate acidified with dilute sulphuric acid, 
is gradually added to a solution of hydrogen peroxide. 

(c) a paste of bleaching powder is warmed with a few dcops of cobalt chloride 
solution. 

(d) a mixture of potassium chlorate and manganese dioxide is heated. 

(c) a piece of feebly burning phosphorus put into a jar of oxygen, and its contents 
then shaken with a few drops of blue litmus solution. 

(f) air is shaken with alkaline pyrogallate in a tube. 

(g) zinc oxide is heated with a strong solution of caustic soda. 

(h) red oxide of mercury is strongly heated in a tube. 

(i) a jar of nitric oxide is exposed to air. 

(j) a glowing piece of charcoal is introduced into ajar of oxygen, and its contents 
then shaken with lime water. 

15. Explain what happens wh.-’n : • 

(a) pellets of sodium arc added to a'dilutc solution of caustic soda. 

_ (b) hyilrogcn is passed over heated calcium, and the solid product (hat is formed, 

IS treated with water. 

(c) aluminium .shavings are boiled with a 20 per cent solution of caustic soda. 

(d) a pen-knile is dipped into a solution of ferric chloride containing hydrochloric 

acid. • 

(c) tin-foils arc boiled with sUong hydrochloric acid. 

(f) chlorine-water is exposed to sun-fight. 

Wliat volume of hydrogen at N.T.P. is liberated by treating 1 gram-atom of 
tnagnesiura with dilute sulphuric acid ? Ans. 22.4 litres. 
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OZONE AND HYDROGEN PEROXIDE 

Ozone 


Ozone is an allotropc of oxygen. Formula O 3 . Density 24. Boiling point 
—112.4'’C ; oxygen boils at — 183“C. Melting point —249.7“G. 1 volume of water 
at 0° dissolvei^ 0.49 volume of ozone. 

D^covety.— In 1785 Van Marum noticed a peculiar smell near a frictional 
electrical machine in action, and in 1840 Schonbein attributed this to a new gas, 
called ozjom ( — 1 smell). 

Formation and Occurrence. —Ozone is formed : (i) by the electric discharges 
as well as by the action of ultra-violet rays upon oxygen, and hence its presence ia 
the upper layers of the atmosphere ; 

(ii) during the electrolysis of acidulated water at low temperature—ozonised 
oxygen is liberated at the anode ; (iii) during the slow oxidation of white phosphorus 
and turpentine oil in air ; and (iv) by immersing a hot platinum wire in liquid oxygen. 
Besides, ozone is formed when fluorine reacts with water at U"C. 


* Laboratory preparation. —Mixed with oxygen, ozone is best 
prepared in the laboratory by the action of silent electric discharge 
upon pure and dry oxygen—oxygen is partially converted into ozone : 

3 O 2 203 — 68,000 calorics. 

• 

The change is endfihermic, and hence the formation of ozone is favoured at high 
temperature. But since ozone tends to decompose at the ordinary temperature, 
it must be rapidly cooled after its formation at high temperatures. Heat generated 
by spark discharge would completely decompose ozone, and hence silent discharge 
is used. Minute sparks of silent discharge is obtained by inserting an insulating 
material like gla.<is, in the gap through which spark is sent, and the local heat is thereby 
avoided. Temperalure must be kept low during ozonisation —indeed any discharge which 
heats the gas to 200‘'C is useless for making ozone. By cooling the ozoniser at 0® 
and avoiding sparks the yield of ozone may be increased—as much as 50% by weight 
of oxygen may be ozonised. 

Two types of ozonisers are usually used, Siemens’ and Brodic’s : 


(a) Siemens’ ozoniser. —It consists of two coaxial glass lubes— 
the outside of the outer and the inside of the inner tube being coated 

Oitigtn 



Fig. 79 

ozone—the issuing gas turns 
conversion is less than 10 per cent. 


<vith tin foils (fig.- 79). A slow 
current of pure and dry oxygen is 
slowly passed thiough the annular 
space between the lubes and 
subjected to silent electric discharges 
by connecting the tin foils to the 
terminals of an induction coil. 
Oxygen is partially converted into 
starch iodide paper blue. The 


(d) Brodie’s ozoniser. —It consists of two concentric glass 
tubes—the inner tube, closed at the bottom, fitting into the outer by 
a ground glass joint. The inner tube is filled with dilute sulphuric 
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acid and the outer tube is kept immersed in a jar of dilute sulphuric 
acid. A slow current of pure and dry oxygen 
is passed through the annular space between 
the two tubes and subjected to silent electric 
discharges by dipping the copper leads from 
an induction coil in the sulphuric acid. 

Oxygen is partially ozonised—the conversion 
may be as high as 20 per cent ffig. 80). 

Ozone may be obtained by electrolysis of ice-cold 
dilute sulphuric acid with a high current density. 

Concentration of ozone in the gas liberated at the 
anode (a thin platinum wire) is about 15 per cent. 

Pure ozone. —When ozonised oxygen is passed 
through a tube cooled in liquid air, it condenses to 
a deep blue liquid which is a solution of ozone in liquid 
oxygen. Fractional distillation of this liquid along 
with the simultaneous pumping off the oxygen yields 
dark blue pure liquid ozone, which on careful evaporation 
gives deep blue pure gaseous ozone. 

Industrial Preparation. 



Fig. 80 




PORCELRINI 

TUBES 


«IUM(WUM 

TUBES 


Dry air is subjected to the influence of silent high 
tension ekxtric discharge*' in 
Siemens and Halske ozoniser,. 
fig. ol. F.ach ozone tube consists 
of a glass or porcelain cylinder 
surrounding a cylinder of 
aluminium—six to eight of such 
tubes arj fitted into an iron box 
through which water flows for 
cooling purposes. The aluminium 
cylinder are charged to a 
potential of 8,000 to 10,000 
volts, the glass cylinders 
being put to earth through the 
surrounding water and iron 
box. Dry air enters at the 
bottom, passes through the 
ozone tubes and is drawn off 
from the upper chamber as 
ozonised air containing about 
2 gms. of ozone per cu. m.— 
with .pure oxygen 120—180 gms. 
, are obtained. 

For a satisfactory yield of ozone—(a) air niust be perfectly drjk and freed from 
dust particles, (b) temperature must be kept low, and (c) sparking must be rigorously 
avoided. • 
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Properties. —(i) Ozone is a deep blue gas Vith a fishy smell ; 
it may be condensed to a dark blue cxplQsive and highly magnetic 
liquid. 

(ii) Slightly soluble in water (but more soluble than oxvgcn), 
1 volume of water at 0'^ dissolves 0.49 volume of ozone. Unlike 
oxygen it dissolves in organic solvents like acetic acid and carbon 
tetra chloride ; ozone is also readily soluble in turpentine oil which is an 
absorbent for the gas. Ozone is heavier than air and oxygen. 

(iii) Stability. —It slowly decomposes at the ordinary temperature 
and rapidly at about SOO^C into oxygen. The decomposition is 
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catalytically accelerated in presence of dust and organic matter and 
many finely divided substances, such as platinum black, silver oxide, 
manganese dioxide and powdered glass : 2O3 ^ SOg. 

(iv) Oxidising agent. —Much more active than oxygen, ozone 
is a powerful oxidising agent, thus : (a) It oxidises lead sulphide to 
lead sulphate, ferrous salts to ferric salts, nitrites to nitrates, and 
liberates iodine from acidified potassium iodide solution ; 

PbS+403 = PbS 04 + 40 a ; NaNOa-fOg = NaN03^-02. 

2 FcS 04 +H 2 S 044'03 = Fe2(S04)3+H30+02. 
2KI+2HCl-f03 =2KCl+l2+H20+02. 

In these reactions only one atom of oxygen in the molecule of 
ozone is active. 

(b) It also oxidises sulphur dioxide to sulphur trioxidc, and 
stannous chloride to stannic chloride, in which the whole of ozone 
molecule is absorbed • 

3SO2+O3 = 3SO3 ; SSnCla+fiHCl+Oa --- SSnCIi+SHoO. 

(c) Most metals, except gold and platinum, arc oxidised bv 
■ozone at ordinary temperature ; mercury loses its mobility in contact with 
*ozone due to the formation of mercurous oxide : 

2IIg-l-03 = Hg^O-fOa. 

When mercury is shaken in a clean dry flask of ozonised oxygen, the metal adheres 
•to^the glass as a mirror. On being shaken with water, the mercury is restored to its 
original form. Ozone forms a layer of brown oxide on the surface of silver : 
2Ag + Og = AgjO + O, This reaction may sene as a specific test for ozone. 

(d) Ozone oxidises moist sulphur and phosphorus into sulphuric 
and phosphoric acids respectively ; moist iodine is converted to iodic 
acid: l2+503-f-H20 — 2HI03-f-502. Ozone liberates halogens 
from their hydracids : 2HCI+O3 — Cl^+HaO-t-O,. 

The liberation of iodine from potassium iodide takes place in a 
'neutral solution^ which then becomes alkaline. 

. 03 -f 2 KI-f H2O == 2 k 0 II-f O2+I2. 

It bleaches vegetable colours by oxidation—indigo is bleached 
coloui less by ozone.* 

(vi) Reducing prop,erty.— It behaves as a reducing agent 
to\yards hydrogen peroxide, barium peroxide, etc.—but it is without 
action upon potassium permanganate or dichromalc. 

BaOs +O3 - BaO +2O2. H2O, -f O3 - H.O +2O2. 

Strictly speaking, it is not a reducing agent, since it i.s also reduced during the 
reaction. ” 

(vii) Ozone combines additively with unsaturated organic 
compounds containing a double bond, e.g., ethylene, turpentine and 
benzene, to form ogonides. 
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HgC = CHg (ethylene) 4-O3 = HgC—O—ClHg (ethylene ozonide). 

d-d 

Ozone rots rubber, since the latter contains unsaturated organic compound. 

Tests.—(i) Besides its fishy smell, the action of ozone on mercury is distinctive— 
even a trace of ozone causes mercury to stick to glass and to become dull in- 
appearance. 

(ii) Like other oxidising agents, such as chlorine, nitrogen pTJroxide, hydrogen 
peroxide, etc., ozone also liberates iodine from potassium iodide. Consequently, 
the liberation of iodine from potassium iodide is not specific in the detection 
of ozone. 


Filter papers soaked in alcoholic solutions of tetra methyl ba.se (tetra-mcthyl-p-p'- 
diamino-diphenyl methane) and benzidine arc coloured as stated below ; 


Reagent 

Ozone 

Halogens 

Oxides of nitrogen 

Tclramethyl base 

violet 

blue 

yellow 

Bt;nzidiric 

j brown 

blue, then red 

blue 


These papers arc unaflTected by hydrogen peroxide. 

Absorbent. —Oil of turpentine, and oil of cinnamon. 

Uses.—fa) Ozone is a disinfectant, and hence its use in the sterilisation of water 
and the purification of air in crowded halls, hospital chembers and underground 
railways—except at extreme dilutions (some 20 parts per million) ozone, however, 
attacks mucous membrane and causes headache. 

(b) Ozone is used in the bleaching of oils, wa.x, ivory’, flour, etc. 

fc) For oxitlation processes, c.g., potassium manganale to permanganate ; 
2K.j.MnO, + H-^O + O 3 - 2KMnOi + 2KOII + O 2 , and iso-cugcnol to vanilin 
whi'cli is used as a flavouring agent. Sterilisation of water i.s its most important 
use—a plant in Paris treats 24,000,000 gallons daily. 

Formula of ozone. —Pure and dry oxygen can be made into 
ozone by silent electric discharge, and the ozone, in its turn, can be 
converted back into o.xygcn only by heat. The ozone, therefore, is a 
Tnodiftcalion of oxygen only. Formula for ozone was fiist determined 
by Sr)ret in 18 G 6 by the follc^wing experiments : 

(a) Equal volumes of the same specimen of ozonised oxygen are takjpn in two similar 

fl-isks f 2 .'j 0 c.c. capat itv) with long graduated necks dipping under water. Turpentine 
is ailmilted into one flask which absorbs the ozone, producing a contraction of, say, 
X c.c. Tlic other flask is heated until the ozone is complctcjly converted into oxygen, 
causing an expansion of x/2 c.c. The contraction on absorption is twice the exfsansion on 
heating, that is, • 

X c.c. ozone decomposes into x+x /2 c.c. of oxygen. 

1 c.c. of ozone produces 14 c.c. of oxygen. 

By Avogadro’s hypothesis, therefore, 

1 molecule of ozone produces 1^ molecules of o.xygcn, i.c., 3 atoms of oxygen. 
Hence the molecular formula for ozone is O 3 . 

(b) The formula of ozone was confirmed by Soret by applying Graham’s law 
to the diffusion of ozone from ozonised oxygen. Ozone from ozonised oxygen and 
chlorine from a mixture of chlorine and oxygen, were each allowed to diffuse into 
pure oxygen. The relative rate of diffusion jpf each gas is given by the relation v/V, 
where v is the volume of gas diffusing in a given time, and V the oriipnal volume 
the gas in the mixture, v and V were found out as follows : A cylinder (250 c.i 
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capacity) filled with ozonised oxygen is separated from a similar cylinder containing 
pure oxygen by a plate pierced with a hole (5 m.m. in diameter). Ozone is allowed 
to diffuse from the first into the second cylinder for a given time (45 minutes). The 
volume of ozone in each cylinder is then determined by absorption with turpentine 
—let and Va be the volumes of ozone in the first and second cylinder after the 
experiment, then relative rate of diffusion of ozone, v/V = vj(yi + Vg). The volume 
of ozone may also be calculated from the amount of iodine liberated by potassium 
iodide by the gas in each cylinder. The experiment was repeated with a mixture 
of chlorine and o^fygen—chlorine was calculased from the amount of iodine liberated 
from potassium iodide. Relative rases of diffusion were found to be ; chlorine 
0.227, and ozone 0.271. 

By applying Graham’s law of diffusion and taking the relative density of chlorine 
as 33.46 and that of ozone as x, 

Vx : v'35.46 = 0.227 : 0.271, and x == 24.9. 

Molecular weight of ozone = 2 X relative density = 49.8. This corresponds, 
•with the formula O 3 . 

Vapour density of pure ozone, as determined by Dumas’ method, was found 
■to be 24 by Riescnfeld in 1922. This confirms the formula Og. 

Wewth’s apparatus.—^The composition may be conveniently 
determined by the apparatus devised by Newth ( 1896 ). It consists 
of two concentric glass tubes—fitted into one another by ground 
glass joint. The space between the two tubes is filled with pure and 

dry oxygen—its volume being noted by a sulphuric 
^acid manometer in communication with the outer 
tube. A thin glass tube containing turpentine 
oil is held in the annular space by projections 
from the inner and outer tubes ^lig. 82 ). The 
inner tube contains some dilute sulphuric acid. 
The apparatus is placed in a vessel containing 
crushed ice and water. Two wires connected 
with an induction coil dip in this ve.ssel and the 
inner tube ; on passing a silent electric discharge, 
oxygen ozonises w'ith a contraction in volume 
which is read on the manometer. The tube 
containing turpentine is then broken by rotating 
the inner tube, wiien a further contraction due to 
absorption of ozone takes place. The contraction 
Qn absorption is twice that on ozonisation. 

Let the contraction on ozonisation = x c.c. 
the contraction on absorption — 2 .v c.c. 
total contraction due to the 
disappearance of oxygen = 3x c.c. 
volume of ozone formed =: 2x c.c. 
i.e., 3 vols. of oxygen suffer a contraction of 1 vol. to give 
2 vols. of ozone, or in other words, 

2 vols. of ozone = 3 vols. oxygen. 

By Avogadro’s hypothesis, therefore, 

2 mols. of ozone « 3 mols. of oxygen, 
or J mol. of ozone » IJ mols. of oxygen, i.e., 3 atoms of oxygen, 
the formula for ozone is Og. 
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Allotropy. —^Both oxygen and ozone contain the same element 
but they differ markedly in their properties. They are called 
allotropes —ozone is the allotropic modification of oxygen. 


The properly of an element to exist in different forms which differ more 
or less in their physical properties and to some extent in chemical properties is 
called allotropy. 

Allotropy may be due to difference in the number of atoms in the 
molecule, as in the case of ozone and oxygen ; it may also be due 
to the difference in the arrangement of atoms in the molecule—the 
different allotropes, however, containing the sam number of atoms in 
the molecule, as is found in the case of carbon and sulphur. Besides 
oxygen, carbon and sulphur, the elements nitrogen, phosphorus, 
silicon, tin, iron, etc. also show allotropy. 

Different allotropes differ in their energy content. Rhombic 
sulphur, for example, is converted into monoclinic sulphur on heating, 
hence the latter contains more energy than the former. , 


The same solid substance, elementary or compound, may exist in different 
crystalline forms. This phenomenon is called polymorphism. The exbtence of 
red and yellow varieties of mercuric iodide, aTra IHe 'occurrence of silicon dioxide 
as quart/., sand, etc. are examples of polymorphism. Polymorphism in the case 
of an element is called allotropy—the term allotropy is, however, applied in the 
case of an element, be it solid, liq«iid or gaseous. 

• 

Oxidation and Reduction 


^ 56 xidation.-tTh e term oxidation is usually used to describe 
reactions which involve the addition of oxygen to a substance, such as 
the combustion of carbon into carbon dioxide, the conversion of 
ferrous oxide into ferric oxide : the electro-negative element oxygen 
is the oxidising agent in the above illustration. G + Og = CO2 ; 
4 FeO + O2 = ^FcgOs. Oxidation has, however, a much wider 
significance. Since oxygen is a typical electro-negative element, 
the term oxidation has been extended to include all reactions involving 
the addition of any electro-negative element or radical, such as 
sulphur, chlorine, sulphate radical, etc. Thus *the conversion of 
ferrous and cuprous chlorides into ferric chloride and cuprig chloride 
respectively, is regaided as typical oxidation reactions. 

2 FCCI 2 +CI 2 = 2FeCl3 ; 2CuCl-}-Cl2 = S^uGla 
The ratio of the electro-negative or non-metallic to the eUctro-positive 
or mi.tallic atoms or groups of a substance is, therefofe, increased in oxidation. 
The removal of hydrogen or the metallic part i.e., the electro-positive 
atom or radical from a compound also increases the ratio. Therefore 

(f)xidation is a reaction which involves (i) the addition or increasing the 
proportion of oxygen or any electro-negative element or radical to an element 
or a compound, or, (ii) the removal or decreasing the proportion of hydrogen 
or any electro-positive element or radical from a compound. 


Illustrations, (i) Addition of oxygen. —Heated in air or 
oxygen, rose-red copper is converted‘into black cupric oxide. 

2Cu-f Oa 2CuO. 
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Copper is oxidised to cupric oxide^ since it gains oxygen^ 

(ii) Addition of electro-negative element or radical*— 

(a) Stannous chloride is oxidised to stannic chloride by the addition 
of chlorine ; Ferrous chloride is similarly oxidised to ferric chloride 
by chlorine : 

SnClj+Cla = SnCl* ; 2FeGIa+Cl2 = 2 FeCl 8 

(b) Acidified solution of ferrous sulphate is oxidised to ferric 
sulphate by hydrogen pei oxide—the sulphate radical is increased in 
proportion to the iron in the ferric sulphate. 

2FeS04+HaS04+H202 = Fe2(S04)3+2H20. 

(iii) Removal of hydrogen. —Hydrochloric acid is oxidised to- 
chlorine, when heated with manganese dioxide ; strong sulphuric acid 
liberates iodine from hydriodic acid ; ammonia can be oxidised to 
nitrogen by chlorine. 

4HCl+MnOa = MnCla+2H20 4-Cl2, 

2HI+H2SO4 = SO2+2H20 +I2. 

2NHl+3Cla == 6HCI+N2. 

(iv) Removal of electro-positive element. —Hydrogen peroxide 
liberates iodine from a solution of potassium iodide—potassium iodide 
is being oxidised to iodine : H2O2+2KI = 2KOH+I2. \) 

^ Reduction . —Reduction is the exact opposite of oxidation. The 
ratio of the metallic or electro-positive to the non-mctallic or electro¬ 
negative atoms or groups of a substance is, therefore, increased in 
reduction. Therefore : 

Reduction is a reaction which involves ^i^ the addition or increasing the 
proportion of hydrogen or any electro-positive element or radical to an element 
or a compound^ or (ii) the removal or decreasing ike proportion of oxygen or 
any electro-negative element or radical from a compound. 

niustratious. —(ii) Addition of hydrogen. —Halogens are 
reduced to their hydracids by hydrogen sulphide and sulphur dioxide. 
Chlorine, for example, is reduced to hydrochloric acid by the addition 
of hydrogen, and sulphur precipitates when hydrogen sulphide is 
passed into chlorine water. ' 

Cla+HaS * SHCI+S ; Cl2+S02+2HaO = 2HCl+HaS04. 

(ii) Addition of electro-positive element. —(a) Cupric chloride 
is reduced to cuprefUs chloride by nascent hydrogen 6r sulphur 
dioxide: 

2CuCla+2H = CU2CI2+2HCI. 

2 CuCla4'S02+2Ha0 = Cugaa+HaSOa-l-aHCI. 

VI.. 

fOn being heated with mercury, mercuric chloride is reduced to 
the mercurous chloride :, HgCla-fHg = HgaCla. 

(b) White. y insoluble mercurous chlorivle^ is precipitated when 
atstnnoiis chloi^e is added, to mercuric chloride solutiem : 

2 Hgcai,+Snca, ~ Hj,ca,+snca.. 
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(iii) Removal of oxygen, —Hydrogen reduces heated copper 
oxide to metallic copper : GuO+Hg = Cu+HgO. 

Aluminium powder reduces heated iron oxide to iron by the 
removal of oxygen : Fe 203 + 2 A 1 = 2Fe+Al80a. 

(iv) Removal of electro-negative element or radical.— 

Stannous chloride reduces a hot solution of ferric chloride to the 
ferrous state. Aluminium chloride is reduced to aluminium by 
heated sodium. • 


2FeCl3+SnClg = 2FeCl2+SnCl4 ; AlCIa+SNa = Al-fSNaCl. 

Ferric chloride (or sulphate) is reduced to the ferrous state by 
nascent hydrogen : 

FeCla+H =FeCla+HCl ; Fea(S 04 ) 3 + 2 H = 2 FeS 0 *+HgS 04 U 
Process of oxidation and reduction always occur 
Mnnltaneously—^whenever one substance is oxidised, another 
substance must be correspondingly reduced, and vice versa. Thus, 
when carbon monoxide is passed over heated cupric oxide, copper 
and carbon dioxide are produced—carbon monoxide reduces copper 
oxide to metallic copper by the removal of oxygen, but is itself oxidised 
to carbon dioxide by taking up oxygen : CuO+CO = Cu-bCOg. 

Sulphurous acid is oxidised to sulphuric acid by hydrogen peroxide but the latter 
itself is reduced to water by loss of oxygen : 

H,SO, + H,0, = H,SO* + H,0. 

Mercuric chloride is reduced to mercurous chloride by stannous chloride but 
stannom chloride is oxidised to stannic chloride by the addition of chlorine. 

2HgCl, + SnCl, = HgaCl, + SnCl*. 

<^An oxidising agent is a substance which brings about the 
oxidation of another substance and itself gets reduced ; while a 
redneia^ agent is one which brings about the reduction of another 
substance but itself gets oxidised. 

Keamplee of a few oxidisiag sq^ents are :—(a) onone and o)^gen .* 

2KI + 0,4- H,0 « 2KOH + I, + O, ; 2Mg + O, = 2MgO. 

(b) Hydrogen peroxide : PbS + 4H|Og — PbS04 + 4HjO. • • . 

(c) Hedogens : I, + H,0 + H,SO, = 2Hl + H,SO«. % 

(d) Potassium permanganate in acid medium oxidises ferrous salts to the ferric 
state 

2KMn04 = K,0 + 2MnO + 5,0 * 

K,0 + 2MnO + 3H»S04 = KjSO, + 2MnS04 + 3H,(5 
lOFeSQ* + 5H,S04 + 5,0 = 5Fc,(S04), + 5H.O 

2KMn04 + IOFCSO4 + 8H2SO4 = K,S04 + 2MnS04 + 5Fe,(S04), + 8H,0. 

(e) Potassium dichromate in acid medium oxidises hydrogen sulphide to sulphur : 

K,Cr,0, ^ K,0 + Cr,0, + 3,0 

K,0 + Cr,0, + 4H,S04 = K,SO* + Cr.CSO*)* + 4H*0 1; 

3H,S.+ 30 *= SHjO + 3S 

K,Gr,0, + 4H*S04 + 3H,S « K,SO* + Crg(SO*), + THgG + 3S 

(f) SoHsm p&exida oxidises chronuum hydroxide^ to yellow sodium t^'romate : 

2Cr(OH>* + ^a»0» « 2NasCr04 + 2NaOH + attgO. 
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Off* * - 2 +-S«^ *s- 2. U,, 0 4-33 

(g) CmctniraUd nilrU acid AKtdues phosphorus to phosphoric acid : 


lOHNOa =. 5H,0 + 5NO + 5NO, + 10,0 
4P + 10,0 « 2P,Oa 
2PaOj + 6HaO = WjPOa 


4P + lOHNOa + HaO ==-. 4 H 3 PO 4 + 5NO + 5NO,. 

(h) Hot concentrated sulphuric acid oxidises carbon to carbon dioxide : 

2H,SO* = 2 H 3 O + 2SO* + 2,0 
C + 2,0 = COa 

C + 2HaSO* = CO, + 280, + 2H,0. 

(i) Potassium chlorate oxidises sulphur dioxide to sulphuric acid : 

KClOa + 380, + 3HaO « KCl + 3H,SO, 

Potassium nitrate acts as an oxidising agent in the gunpowder. 

(j) Manganese dioxide oxidises hydrochloric aclde to chlorine : 

MnO, + 4HC1« MnCl, + 2H,0 + Cl,. 

/^mn|de« of a few reducing agents are.— 

(a) Hydrogen : FeCl, + H (nascent) « FeCl, + HCl. 

(b) Hydngen sulphide : 2FcCl, + H,S = 2FeCl, + 2HC1 + 8 . 

(c) Sulphur dioxide I 2FeCl, + 2H,0 + SO, =» 2FcCl, + 2Ha + H,SO,. 

(d) Hydriodic acid : 2HI + H,0, =■- 2H,0 + I,. 

(e) Stannous chloride : 2 FeCl 3 + SnCl, =® 2FcCIa + SnCt,. 

(f) Carbon and carbon monoxide : 

PbO + C = Pb + CO ; FcjO, + 3CO = 2Fe + SCO. 

(g) Potassium cyanide : SnO, + 2KCN = Sn + 2KCNO. 

(h) Metals, e.g., sodium, magnesium, aluminium, etc : 

SiO, + 2Mg 2MgO + Si ; SSiCl, + 4A1 = 4AlCIa + 3Si. 

Valeocy change in oxidation smd redaction. —Oxidation and reduction reactions 
tuvoitfe change of aalen^. The positive valemy ofan element is increased in the process of oxidation; 
reduction is the decrease in the positive valemy (or increase of negative valeruy). 

Thus, yhen ferrous chlondc is oxidised by chlorine into ferric chloride, the iron 
is oxidis^, since its positive valency has increased from +2 to' +3, whilst the oxidising 
agent chlorine is reduced, since its valency is changed from zero to —1 (chlcx'ide 
ion). All free eUmen^s are taken of zero valemy. 

During the reduction of ferric chloride by nascent hydrogen to the imous state, 
the positive valency of iron is decreased from +3 to +2, while the valency of hydrogen 
is changed from zero to 1 (in hydrochloric acid) and the latter is therefore oxidised : 

yn.VcC:\ + Cl, = 2FeCl, ; FeCl, + H « FeCl, + HQ. 

(ronit deftnitions of oxidation and redoedon.—^When 
f«'rou<f chloride is oxidised by chlorine in aqueous solution ; 

* ( 2FeCl2 + CL ='2FcCl8 

or expressed ionicall^, 2 Fe+++Gl 2 = 2Fc+++-h2Cl”, the ferrous ion 
Fe++ is converted into the ferric ion Fe+++ by the loss of an electron 
{oxidation) and the neutral chlorine into negatively chai^^ chloride 
ion Cl" by the gain of an electron (reduction), that is, 

; Fc++—c = Fc+++ ; Cl+i = 

^4 Similarlyi^% 1 icn ferric chloride is reduced b/jiRscent hydrogen 
FeGl, - 1 * H =s FeClg 4 - HGl or ej^resiked ionically, 
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Fc++++ H = Fe++ -f- H"**, the ferric ion Fc+++ gains an electron to 
be reduced to the ferrous ion Fe++, whilst the reducing agent hydrc^en 
loses the electron to be oxidised into the hydrogen ion that is, 

Fc+++ + c = Fc++ ; H - e = H+ 

(|'his leads to the view that oxidation is a process which involves the 
loss of one or more electrons by atoms or ions, wh^eas reduction is a process 
which results in the gain of one or more electrons by atoms or io^ 

An oxidising agent is one that gains electrons and is reduced to 
a lower valency state, while a reducing agent is one that loses election 
and is oxidised to higher valency state. Thus the use of chlorine as 
an oxidising agent involves its reduction into chloride ion by the 
addition of electrons, while the use of sodium as a reducing agent is 
accompanied by its oxidation into sodium ion by loss of electrons : 

Clg 4 - 2 c = 2 G 1 “ ; Na — c = Na+ 

In oxidation-reduction processes (or redox processes) electrons are 
tranrferred from the reducing agent to the exiting agent. • 

Few esperiments to illostrate processes of oxidation and rednctloa.— 

(1) Stannous chloride solution is added by drops to a hot yellow solution of ferric 
diloride until just colourless—the ferric chloride is reduced to the ferrous state : 

2Fea, +;SnCl, * 2Fea, + SnCl*. 

(2) Stannous chloride solution is added gradually to a solution of mercuric 
chloride, when a white precipitate of mercurous chloride first forms, which finally 
turns grey due to its reduction to metallic mercury ; 

2HgCl, + SnCl, = Hg,Gl, + SnCh j Hg,Cl, + SnCl, ^ 2IIg + SnC!]|« 

(3) Potassium iodide solution is added to a elution of copper sulphate—a white 
precipitate of cuprous iodide is formed, which is coloured brown by io^e that is 
set free in the reaction : 2GuS04 + 4KI = 2KI,S04 + Gu,!, + I,. 

Cupric copper (valency 2) has been reduced to the epurous state (valency 1), ' 

(4) Sulphur dioxide is bubbled through a green solution of cupric chloride solution 
when cuprous chloride is obtained as a wAtte precipitate ; cupric chloride has been 
reduced to ^e cuprous state by sulphur dioxide : 

2CuCl, + H,SOs + H,0 = CuaCl, + H,SO/+ 2HC1. 

• 

(5) A filter paper soaked in lead acetate solution is exposed to ^ic action oS 

hydrogen sulphide gas, when it turns black due to the formation of lead sulphide ; 
the filter paper is again bleached white when dipped into a«solution of bydr<»en 
peroxide in a basin. PbS + 411,0, = PbSO, + 411,0. ^ 

The lead sulphide is oxidised to lead sulphate which is white in colour. 

(6) Potassium iodide is heated with strong sulphuriC acid in a test tube, when 
violet vapours of iodine are evolved ; 

2KI + 2H,SO* *= 2KHSO* + 2HI ; 2HI + HjSO, = 2H,0 + SO, + I,. 

(7) A piece of glowing charcoal is inserted in strong nitric acid in which it bums 
brilliantly—^the carbon is oxidised to carbon dioxide by the nitric acid ; • 

C 4- 4HNO, CO, + 4N0, + 2H,0. 

(81 Hydrogen siilphide gas is passed into strong nitric acitj w^ sul{diur deposits 
as a white twed^ate, and brown fumes of,nitrogen peroxide are evojved ; The 

sulphur is & pw^y o»discd to sulphuric a«d. 
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2HNO, + H,S Bn 2H,0 + 2NO, + S ; S + 6HN0, = H,SO* + 6NO, + 2H,0. 

The sulphur is filtered off; the filtrate gives a white precipitate of barium sulphate, 
instduble ia hydrochloric acid, with barium chloride solution ; hence the formation 
of sulphuric acid is confirmed : BaClg + H,S 04 BaSO« + 2HC1. 

Catalytic oxidatloii and redaction. —These processes are technically important, 

catalytic oxidation of (a) ammonia to nitric acid in Ostwald process, (b) sulphur 
<]|i!mde to sulphuric acid in contact process, and catalytic reduction of acetylene to 
Xylene in presence of nickel catalyst: 

^ HC 5 CH (acetylene) + H, = H|G *= CH 2 (ethylene). 

Hydrogen Peroxide 

Hydrogen peroxide was discovered by Thenard in 1818. It is formed in traces 
during the combustion of hydrogen in oxygen—hydrogen flame directed on to ice 
produces water containing a litUe hydrogen peroxide. 

Hydrogen peroxide is prepared by the action of cold dilute mineral 
acids such as dilute sulphuric acid, upon a suitable metallic peroxide, 
such as barium peroxide, sodium peroxide, etc. 

* LafMHratory preparation :—(a) From barium peroxide s 

Finely ground bariuip peroxide is made into a paste of hydrated barium 
peroxide, BaO], SH^O, by treatment with water—anhydrous barium 
peroidde is not rcadUv acted on by dilute sulphuric acid since the 
particles become coated wihh insoluble barium sulphate. 

^e paste is gradually added to cold dilute sulphuric acid (I vol. 
^ ^d to 5 vols. of water) in a beaker cooled in crushed ice, stirring 
^ mixture vdth a glass rod, until the solution is just faintly acidic 
—a trace o£ acid stabilises hydrogen peroxide. Barium peroxide 
reacts with sulphuric acid, forming hydrogen peroxide and a white 
precipitate of barium sulphate. The barium sulphate is allowed 
to seme and then filtered off~the filtrate is an aqueous solution of 10 
to 20% hydit^en peroxide. BaO^ + HjS 04 == BaS 04 + HjO*. 

By paning carbon dioxide into a suspension of barium peroxide in water, barium 
caitKMte is precipitated and a solution of hydrogen peroj^e is formed^the barium 
carbonate is filter^ off: 

Bab, + H,0 + CO, = BaCO, + H,0,. 

(b) FfwSi aodfam pcrogridc.—Calculated amount of sodium peroxide is slowly 
added to. a solutitm of jiodium dihydrogen phosphate, cooled in ice, unfil the solution 
ujastaeidiei ^ 

Na,0, + 2NaH,PO* » 2Na,HPO* + H,0,. 

Most of- the disodium hydrogen phosphate separate on coolmg as the hydrate, 

. Na|HF 04 , 12 H ,0 and is filtered off, leaving a strong solution of hydrogen peroxide. 

Camsnerdal prcparadoiu—(a) From baxiom peroalfle.~Barium peroxide 
is bydmted by treatment with steam and the paste of hydrated barium peroxide is 
chmimfosed by cold dilute sulphuric add,- as in the laboratory 3 )rocets, lEfot more 
remtfy it is decomposed by phosphoric acid. 

J 3Ba0, + 2H,P04B=Ba»(P04), + 3H,0,. . 

«p^pitated barium phosphate is filtered off, leaving a sdhitioi^ bf bydrogent 
psirpid^%bidb is concentrated by* distillation under reduced prenuve. ' 
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The barium phosphate is decomposed by dilute sulphuric acid to liberate the 
phosphoric acid to m used again : Baa(PO«)t + 3 HtS 04 = SBaSO^ + 2 Ii^P 04 . 

The product obtained by this method is of better stability, since phosphoric add 
acts as a preservative of hydrogen peroxide. The barium sulphate precipitate is 
used as a pigment extender under the name of blaac fixe. 

(b) From ■odium peroxide.—^Merck'a firocess t Calculated quantity 
sodium peroxide is slowly added to ice-cold, mlute (20 per cent) sulphuric acid 
solution ; 

Na,0, -f- H,S 04 = H,Oj + Na.S 04 . * 

Most of the sodium sulphate separates on cooling as Glauber’s salt, Na 4 Sp 4 , 
lOHtO, and is filtered off. The filtrate, on distilling in vacuo, yidds 30% solution 
of hyd^en peroxide, known as Merck’s perhydrol. 

(c) From perdienlphnric add. —Hydrogen peroxide is obtained 1^ dectrolytic 
methods which involve the intermediate formation of perdisulphuric acid or its saltt. 
Persulphuric acid is obtained by the electrolysis of ice-cold, 50 per cent sulphuric 
acid, using a platinum anode and a high current density ; this is hydrolysed with 
dilute sulj^uric acid and the resulting hydrogen peroxide is distilled under reduced 
pressiure. The hydrogen peroxide is obtained in pure 30 per cent solution. 

Sulphuric add at this concentration is ionised to H+ and HSO 4 ' (bisulphate)* 
ions: HO-SO,-OH % H+-KO-SO,-OH)-. • 

Hydrogen is liberated at cathode : 2H'^ -f 2e — Ht. 

At anode HSO 4 ' ions are discharged and condense to yield perdisulphuric add, 
H 4 S 4 O 4 , thus : * 

[0-S0,-0H]- 0-S0,-0H 

I 2e 

(0-S0,-0H]“ 0-S0,~0H 

Hydrolysis of HiSgOa is effected as fdlowS : 

H0-S0,-0~0-S04-0H 
HO - H + H -OH 

« HO - SOt - OH -f- H,0, + HO - SO, - OH. 

In another process ammonium bisulphate (NH«}HS 04 is dectrolysed and the 
resulting solution of ammonium persulphate (N]^)^iO„ is hydrolysed and distilled 
under tmoced pressure to give hydrogen peroxide. 

(NH4)A0, + 2H,0 -fi(NH4)HS04 4- HtO, 

The solution of_ hydrogen peroxide, made by dectrolytic methc^, taay be 
conemtrated by distillation under low_ pressure upto about 90 per cent H,Oa which 
is fairljf ttable —the process develop^ in Germany during last Gmat War for rocket 
propulsion. Pure hydrogen peroxide is fairly stable in absence of sun-light. 

Pore Hydrogen peroxide. —^The dilute aqueous soliftion of hydrogen peroxide 
is concentrated : (i) by evaporation in an oi^n dish on a water baui, when the 
more volatile water vaporises away (b. p. rf water 100“G ; that of hydrogen peroxide 
15rC). The process is continue until the solution contams about 60 per cent 
hydrogen peroxide—^further evaporation merely decomposes it into watw and oxygen, 
(ii) by distillation under reduced pressure—the concentrated* solution, on successive 
distillations under reduced pressure of 15 mm., yields hydrogen peroxide of 99 per 
cent purity (fig. 83). " ® 

Crystals pure hydrogen peroxide separate if the 99 per cent solutitm of hydrogen 
peroxide,^ cool^ to—-lO'^G,seeded with a crystal of hydrogen paroxMe,. which is 
first obtiined by cooliiq; portion of the 99 per cent tolution with solid c^bcitt 
and ether. 
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Properdes* —(i) Pure hydrogen peroxide is a colourless (in 
small amounts, but blue in bulk), syrupy liquid with the smell like 



Fig. 83 


that of nitric acid. It is soluble in water and ether. Its specific 
gravity is 1.46 at 0®. It freezes at—0.89®G. It decomposes explosively 
at its boiling point 151°C but may be distilled under reduced pressure 
—it boils at 84>C under a pressure of 68 m.m. 

Hydrogen {ieroxide yields addition compounds with some salts, e.g., fNH 4 ),S 04 ,Ha 02 , 
and with urea, GO(NH,)|,H,Oj|—the hydrogen peroxide behaving like water of 
crystallisation. Tlie addition compound with urea stablised by citric acid, is known 
aslffperoL 

(ii) Stability. —^It slowly decomposes at the ordinary temperature, 
and readily when heated, forming water and oxygen and evolving 
much heat. 2Hs02 = 2 H 2 O + O 2 + 46,120 calories. 

The decon&position is promoted by many catalysts such as finely divided metak 
like gold and platinum black and certain solids such as manganese dioxide and the 
enzyme eatalasg which is present in milk and blood. The decomposition is also caused 
by traus of alkali. Bfit small quantities of acid, namely, phosphoric acid, calcium 
emozid^ glycerine, etc. retard die decofhposition, i.e., th^ act as negative catalysts, 
and are, Exerefore, used as preservatives for commercial hydrogen peroxide. 

Ckdloidal platinum brings about a quick catalytic decomposition of hydrogen 
permdde, yielding.oxygen. 

(iii) Ozklisiiig agent.—It is a powerful oxidising agent; thus : 

(a) It liberates iodine from acidified potassium iodide—a reaction 
used for the estimation of hydrogen peroxide : 

2KI + HaO, + 2HC1 ==: 2KCI + I* + 2 H 2 O. 

(b) Lead sulphide is oxidised to lead sulphate : 

PbS + 4HaOa « PbSO* + 4H*0. 

The co nv e rsi on od black lead sulphide into white lead sulphate ts employed in 
ttttpdnk the colour of old oil-paintings which is tarnished due I 0 the actitm of 
a(tih<a|«ci|ic bydrt^^en sulphide upon 'white lead’ paints ; hence the use of hydrogen 
jperonde as a bteadilBg 
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(c) Ferrous sal^ arc oxidised to ferric salts in acid solutions : 

2 FeS 04 ,+ HaSO^ + HgOa = Fe 2 (S 04)8 + 2H80. 

(d) It oxidises sulphurous acid to sulphuric acid, arsenious acid 
to arsenic acid, and hydrogen sulphide to sulphur and watci : 

HaAsOg (arsenious acid) + HgOa ~ HaAs 04 (arsenic acid) -f HaQ. 
H 2 SO 3 4* HaOa ~ H2S04 -f- HgO ; HaS -f HgOg = 2 H 2 O 4 - S. 

(e) Hydrogen peroxide oxidises potassium fcrrocyanidc to potassium ferricyanide 
in acid solution : ' 

^K 4 Fe(GN), + H,02 + 2HG1 = 2K3Fc(CN), + 2KC1 + 2 H 3 O. 

An ttlkidine solution of potassium ferricyanide is reduced to potassium ferroevanide 
by hydrogen peroxide : 

'^K,Fe(CN), + 2KOH + = 2 K 4 Fc(GN). + 2 H 3 O + O*. 

(iv) Reducing projperty.— It behaves as a reducing agent 
towards powerful oxidising agents. 

Ta) Potassium permanganate {pink in colour) in acid solution is 
rapdily reduced to a colourless solution : 

2KMn044-3H2S04+5H20a = K2S04+2MnS044-8H804-50a. • 

(b) Silver oxide is reduced to metallic silver ; ozone is reduced to 

Solutions of bleaching powder and sodium hypobromitc 
liberate oxygen. 

Ag20+H203 = 2Ag4-H20+03; 034-H202=JIa04-202. . 
NaOBr (sodium hypobromite)+H 2 O 2 = NaBr+H 204 - 0 j. 

(v) Acid properties. —Pure hydrogen peroxide has feeble acidic 
properties. It turns blue litmus red and reacts with barium hydroxide 
to give a precipitate of barium peroxide ; with sodium carbonate 
solution it yields carbon dioxide—oxygen is, however, evolved by the 
catalytic decomposition of HjOs, if the carbonate be in excess. 

Ba(OH)a + HgOj = BaOj + 2H2O ; 

NajCOa + H2O3 = NajOa 4- HgO 4- COj 

Tests for hydrogen peroxide.— (i) Hydrogdn peroxide liberates 
lodme from potassium iodide solution, which gives a blue colour with 

gives this reaction. But hydrogen perbxide alone 
readily liberates iodine potassium iodide in presence *of ferrous sulphate, 

(u) A solution of potassium chromate acidified with dilute 
sulphuric acid is added to a dilute solution of hydrogen peroxidb in 
funnel. The solution is rapidly shaken with ether, 
which floats on the surface with a deep blue colour. This is the delicate 
perciwoinic acid* test for hydrogen peroxide, and is due to die 
tormation of chromium peroxide, CrOs, which> soluble in ether. 

H 2 Cr 04 4 - 2 H 2 O 2 =- CrOs + SHjO. 

(iii) Hydrogen peroxide is added to a pink solution of potassium 
permanganate acidified with dilute sulphuric acid—the pink colour h 
readily discharged, yielding a colourless solution. 
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(iv) Hydrogen peroxide is added to a solution of titanium dioxide 
in dilute sulphuric acid, an orange yellow colour develops due to the 
formation of titanium peroxide. TiOg + Ha 02 =Ti 03 +Ha 0 (titanium 
peroxide). The test is highly delicate. 

The^ rea^mt is prepared^ by heating titanium dioxide TiO|, with concentrated 
sulphunc aad, coolmg and diluting with water. 

„ Use* of Hydrogen Peroxide. —(i) As an oxidising agent in the laboratories ; 
Hydrogen peroxide in presence of ferrous sulphate (Fenton’s reagent) is often used 
as an oSuduing agent. 

(ii) For restoring the colour of old oilpaintings containing white lead. 

bleachteg the delicate fabrics like wool, silk, feather, ivory, etc., which 
would be injured by chlorine. Hydrogen peroxide bleaches hair to golden yellow 
colour. 

(iv) As an antiseptic wash in surgery in dressing wounds. It is largely used 
as a gargle, spray and mouth-wash. 

(v) As an antichlor to remove excess of chlorine from bleached fabrics : 

H,0, + Cl, = 2HC1 + O,. 

(yi) 85 per cent solution of hydrogen peroxide had been used in Germany during 
the l»t war in the propelling chaigc of V-2 jet-propelled bombs—the hydrogen 
peroxide reacts wth permanganates to give steam and oxygen for rocket propulsion. 
The concei^ated hydrogen peroxide has ako been used in burning fuels such as 
petrol, alcohol and hydrazine hydrate in producing power. 

Strcngtls of hydrogen peroxide aolatloii.—It is stated in terms of volume of 
CHtygen evolved on heating nydrogen peroxide solution. This is usually expressed 
in ‘vohune atrengMiT wliich means the c.c.’s of oxygen at N.T.P. that can be obtained 
from 1 c.c. of a sample of a solution of hydrogen peroxide. 

2H,0, *= 2H,0 + O, 

'.68 22400 c.c. of oxygen at N.T.P. 

1 gm. of hydrogen peroxide gives 329.4 c.c. of O, at N.T.P. 

Or 100 C.C. of 1 per cent solution gives 329.4 c.c. of O, at N.T.P. 

/. 1 C.C. of 1% solution of H,0, gives 3.294 c.c. of O, at N.T.P. 

1% soluticHi of hydrogen peroxide, therefore, is of ‘3.294 volume’ strength. 

10 volume hydrogen peroxide is of 3.04 per cent strength ; 100 volume hydrogen 
peroxide is m ^30 per cent strength. 

A sample of hydrogen peroxide of ‘v volume’ strength is v/3.294 per cent stdution. 

^ • 

Fswunila of hydrogen peroxide. —Hydrogen peroxide contains hydcMcn and 
oxygen only. Thei&rd heated a weighed quantity of hydrogen peroxide, and 
detwmined the weight of oxygen that is liberated. 34 parts by weight of hydrogen 
peroxide were found to yield 16 parts by weight of oxygen and 18 parts of water. 
But 18 parts of water contain 2 parts of hydrogen and 16 parts of oxygen by weight. 
34 parts of hydrogen peroxide, therefore, contain 2 parts of hydrogen and 32 parts 
of oxygen by weight. Consequently, the atomic ratio of hydrogen to oxygen in 
hydrogen peroxide is | i.e., 1:1, and hence its simple formula is (HO)n. 

The vapour density of hydrogen peroxide as determined under reduced pressure 
is 17 ; the molecular weight is, therefore, 34. 

/. (HO)n = 34, or (l + 16)n = 34, n = 2, 

The formula for hydrogen peroxide is, therefore, H,0,. 

Its sAructural formula is: H^uO — 0--H. 
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DistSnctive teats of ozone and hydrogen peroxide.— 


Reagents Ozone Hydrogen peroxide 

(i^ Potassium iodide solution Liberates iodine Liberates iodine 

(ii) KI solution d-FeSO^ solution Does not liberate iodine Liberates iodine 

(iii) K(Cr 04 solution + dilute No reaction Deep blue ether layer 

H(S 04 + ether 

(iv) KMn 04 solution + dilute No reaction Pink colour is 

H 4 SO 4 discharged 

(v) Titanium dioxide + dilute No reaction Orange yellow colour 

H,S 04 

(vi) Test paper soaked in 
alcoholic solution of: 

(a) benzidine Turns brown No change 

(b) tetramethyl base Turns violet No change 

(vii) (a) Mercury Mercury loses mobility No change 

(b) Warm silver Silver blackens No change 


Gompzrlsim of ozone suid hydrogen peroxide.— 


Property 


Ozone 


Hydrogen peroxide 


(i) Nature, colour, odour, etc. 

(ii) Reaction to litmus 

(iii) Solubility in : (a) water, 
(b) organic solvents 

(iv) Stability 

(v) Oxidising property 

(vi) Reducing property 

(vii) Bleaching property 
(viii) Addition compounds 

(ix) Distinctive tests 


Allotrope of O, ; endo¬ 
thermic substance. 
Deep blue gas ; fishy 
smelL 


Neutral. 


Slightly soluble. 
Soluble in GCI 4 (deep 
blue solution). 

Soluble in turpentine 
(absorbent for O,). 


A peroxide; exo¬ 
thermic compound. 

Clear syrupy uquid^; 

^melb like nitric 
acid. 

Acidic ; pure HtOg 
turns blue litmus 
red. 

Freely soluble. 

Freely soluble in 
ether. 


Unstable ; slowly breaks up evolving Q*—- 
decomposition is accelerated by heat and by 
contact with rough suHbees of dust, platinum 
black, etc. • 

20, 30,; 2H,0, « 2H,0 + O, 

Powerful oxidising Powerful oxidising 

agent. ggent. 

Liberates iodine from Liberates lodme from 


Reacts with many oxi¬ 
dising agents : 
H,0,+0,=H,0+20a. 

Bleaches indigo by 
oxidation. 


KI. 

Reacts with many 
oxidising agents : 
AgjO+H«Ot 
=2Ag+H,0+Oa 
Bleaches wool, silk, 
etc. by oxidatiem. 


Forms ethylene ozonide. Froirn addition com¬ 
pounds, e.g., hyperol. 


Vid$ supra. 
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Exercises 


1. Describe how oxygen can be ozonbed, and illustrate vnth rrference to three 

examples how ozonbed oxygen differs from ordinary oxygen. How may the 
formula of ozone be establish^ ? ^ Punjab ’51 

2. Explain what b meant by the term allotropy. How b ozone prepared, 

and what are its principal properties ? How does ozone react (a) with lead sulphide, 
(b) with mercury, (c) with potassium iodide, (d) when passed through a heated 
tuoe ? Giv^ three dbdnctive tests for ozone. How would you show that the substance 
b a modifiration of oxygen only ? Calcutta 1954 

3. Describe the preparation of hydrogen peroxide. What are its distinctive 

tests and uses ? Compare the properties of ozone and hydrogen peroxide. How 
does hydrogen peroxide react with (i) acidified potassium iodide, (ii) lead sulphide, 

(iii) silver oxide, (iv) ozone, and (v) acidified potassium perni.anganate, 
(vi) hydrochloric acid ? Calcutta ’53 

4. How can you convert (a) ferric chloride into ferrous chloride, (b) stannous 

chloride into stannic chloride, (c) mercurous nitrate into mercuric nitrate, and 
(d) cupric chloride into cuprous chloride ? , 

Express the changes by equations and justify the statement that these reactions 
^involve an oxidising or a reducing process. Calcutta ’45. 

5. Explain the meaning of the terms ’oxidation’ and ’reduction’ in chemical 
reactions. Discuss why h process of oxidation is always attended by that of reduction 
and vic^ vmsa. Illustrate your answer with reference to the following reactions Ix'tween 
—fi) zinc and dilute sulphuric acid, (ii) potassium iodide and copper 8 ui\>hate 
solution, and (iii) iodine and a solution of hydrogen sulphide. 

' Cambridge Scholarship. 

6 . Explain what happens when : 

(i) hydrogen peroxide solution is shaken with platinum black ; 

^ii) hydrogen peroxide is added to an alkaline solution of potassium ferricy.mide ; 

(iii) ozone b passed through a red hot glass tube : 

(iv) hydrogen peroxide solution U shaken with manganese dioxide ; 

(v) ozonbed oxygen is led into a solution of hydrogen peroxide 
(v>) ozone is led into a solution of ethylene : 

‘ (sBi) ozonbed oxygen b bubbled through a solution of potassium iodide ; 

(viii) a lead acetate paper b exposed to the action of hydrogoi sulphide, and 
then steeped into hydrog^ peroxide solution ; 

(lx) a solution of ferrous sulphate contiuning a little dilute sulphufic acid is 

' treated with hydrogen peroxide ; 

(x) ozone b passed into a solution of stannous chloride containing hydrochloric 

acid ; * 

(xi) ozonbed ox)^en b bubbled thnough a strong solution of hydrochloric acid, 
aad the solution b then tested with a starch-iodide paper ; 

(xu) carbon dimude b passed into a suspension of barium peroxide in water. 

7. Ex plain clearly the terms oxidation and reduction. Illustrate your answer 

with experiments involving the use of; chlorine, hydrogen sulphide, sulphur dioxide, 
nitric add, stannous chloride, and hydrogen peroxide. Is it necessary that an oxidbing 
agent should contain oxygbn ? Ajmer Inter, 1932 

8 . Ex}4ain what b meant by *10 volume’ hydrogen peroxide. What b the 
strength of such a solution in grams of hydrogen peroxide per litre ? 

How would you justify the statement hydrogen peroxide b an active oxidising 
agent ? ' Upon what does the oxidbing power of hydrogen peroxide depend ? 

Ans. 30.38 

' ‘9. Hsm b ozone prepared and obtained pure ? Describe experiments to 
31tistxaile its properties. How was its molecular weight determined ? Copipare 
y|i^'''c&ltast ozone and hydrogen peroxide. Bmbay 1935 

. llSi 'Dewnbe tests to identify a gas that may either be oxygen or oaoae. 

'^•1 ^ GfUutta l^M 
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NITROGEN AND THE ATMOSPHERE 
Nitrogen 

Fcnmuda Atomic number 7. Atomic weight 14.008. Boiling point 

—195.8*. Mdting point —209.86*G. Solubility, 1 litre of water dissolves 23.5 c.c. 
at 0*C and 1 atmosphere. • 

Hiatoiry aad Occurrence.—^Nitrogen was discovered by Daniel Rutherford, 
but its true nature was first shown by Lavoisier (1775-76), who called it azote, as 
it did not support life (a, no ; zoe, life). It was given the name nitrogen because of 
its presence in'nitre. 

In the free state it occurs in the atmosphere to the extent of 78% by vtdume. 
In combination it is present in plants and animals, mainly as proteins. It is abo 
found as nitre, also called salt petre, KNO 3 , and as Chile salt petre, NaNOg, 
in desert soils in Chile. 

‘'’'^fjaboratory preparation.—Nitrogen is prepared in the laboratory 
by gently heating a solution of ammonium nitrite. Instead of 
ammonium nitrite, a concentrated 
solution containing equi-molecular 
quantities of ammonium chloride and 
sodium nitrite is generally used. The 
solution is taken in a round bottomed 
flask (fig. 84) fitted with a thistle 
funnel and a delivery tube which dips 
under water in a trough, and is 
gently heated. Ammonium chloride 
reacts with sodium nitrite producing 
ammonium nitrite and sodium 
chloride ; the ammonium nitrite thus 
formed decomposes on heating, into 
water and nitrogen which is collected 
by the displacement of water. 

NH*Cl+NaN0,=NH4N02-fNaCl ; 

NH 4 NO 2 =^N2+2HgO. • Fig. 84 t 

To obtain nitrogen in the pure condition, the gas is first washed with alk^i to 
remove traces of chlorine, then with concentrated sulphuric acid to absorb moisture 
and ammonia, and finally passed over heated copper filings to redVtce oxides of nitrogen, 
and then collected over mercury. * 

^ Propertiep.—(i) A colourless gas without any smell or taste, 
nitrogen is very slightly soluble in water. 

(ii) It does neither burn nor support burning. It does not turn 
lime water milky {cf. carbon ^oxide). Though non-poisonous, the 
gas does not support respiration. 

(iii) Rather inert at ordinary temperature, it enters iuto 
combination with many substances at higW temperature. 

Gombltiatloii, ivitls hydrogen,—^Under the iniluimce of 
idectric sparks nitrogen combines hydrogen, forming ammonia. 
On a technical scale, they are xiiade to combine togeth^ under n 
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pressure of 200 atmospheres and in presence of an iron catalyst at a 
temperature of 550“G. Ng + 3Ha 2NHa. 

Combination with oxygen* —Under the influence of electric 
sparks at a high temperature of 3000'’C nitrogen combines with 
oxygen to produce nitric oxide. Na + O 2 2NO. 

y/\c) Combination with metals. —Nitrogen is absorbed by 
red'hot metals like calcium, magnesium and aluminium, forming 
nitrides. , A metallic nitride on hydrolysis yields a metallic hydroxide 
and ammonia : 

3Ca+Na = CaaNa ; CaaNa+OHOH = 2NH3+3Ca(OH)t, 

3Mg+Na = MgaNa ; MgaNa+CHOH = 2NH3+3Mg(OH)a. 

(d) Nitrogen is absorbed by heated (1000"C) calcium carbide 
giving calcium cyanamide, NCaCN, technically called nitrolima 
which is decomposed by steam, yielding ammonia. 

GaC,+Na == NCaCN-fC ;NCaCN+3HaO = CaCO,+2NHs. 

ot Nitrogen.—(i) Atmospheric nitro^n is fixed in large quantities as 
ammonia, nitric acid and nitrolim. (ii) Liquid nitrogen is a refrigerant (iii) 
Nitrogen provides an inert atmosphere in certain metallurgical operations. ^ (iv) In 
making gas thermometv:rs and for filling electric bulbs. ^ On a commercial scale 
nitrogen is obtained by the fractional distillation of liquid air. 

y' Detection. —An inert gas, nitrogen is recognised by its lack of response to tests 
for the reactive gases. Like carbon dioxide, it do^ neither bum nor support burning ; 
but it is without action upon lime water. Nitrogen can however be absorbed by 
heated magnesium and can thus be distinguished and separated from argon. 

Nitrt^en from compounds t (i) From ammonia* —^Nitrogen 
may be prepared by warming a paste of bleaching jsowder with a 
solution of ammonia in a flask or by dropping ammonia into sodium 
hypobromite solution. 

3NaOBr+2NH8 =Na+3NaBr+3HaO ; 
3Ca(OCI)CH2NH8 = 3CaClB+3Ha04-N,. 

may be obtained by passing chlorine into a strong solution of 
ammonia, when ammonium chloride and nitrogen are formed : 
2NH,4-3C1, = N 9 + 6 HCI; 6 NH 34 - 6 HCI = eNH^CI; 

. 8 NH 3 +3Caa = 6 NH 3 CI+N 3 

<^Ammdnia must be in large excess, otherwise an explosive oily 
li^^d, nitrogen trichloride, NCIs, may be produced. 

• NH 3 + SClg = NCla + 3HC1. 

'^ii) From nitric* add. —Moderately dilute nitric add (I vol. 
cone, acid to I vol. water) reacts with copper turnings evdving 
nitric oxide, which when passed over heated copper hlingB yields 
nitrogen. 

3Cu + 8 HNO 3 = SCufNOa)* + 2NO + 4HaO. 

2NO + 2Cu = 2CuO + Na- 

(Hi) From ammemiom di^lnrommtc.—Ammonium dichromate on gentle 
'heating, decomposes violently, evolving nitrogen. A mixture of ammonium cluoride 
and potassium dichromate is also used. (NH 4 )aGraOy » N| ->1- 4HaO 4* CriQf. 

, ' (iy). FsNKn buiom axkle. —Very pure nitrogen is obtained by heating barium 
)^ide ^ 3()0**C. The metal remains. BafNala « Ba + 3Na« 
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(v) From urea. —^Nitrogen is readily evolved by the action of alkaline 
h^'pobromite solution on urea. 

CO(NHa), + 3NaOBr =. CO, + N, + 2H,0 + 3NaBr 

(vi) From ammonium nitrite. —^Thia is the most convenient method and is 
used for laboratory preparation. 

^ Nitrogen from the air. —^Besides traces of moisture and carbon 
(^xide (about 0.04 per cent by volume), air is principally a mixture 
of nitrogen, oxygen and argon, roughly in the proportion of 78 : 21 : 1 
by volume. Nitiogen may be obtained by removing the more reactive 
gases from air ; * 

Ji) By red-hot copper. —Carbon dioxide and moisture are first 
relived by passing the air through strong caustic potash solution 
and concentrated sulphuric acid in succession. The purified air is 
then passed through a long tube containing red-hot copper filings 
which fix the oxygen as oxide of copper and nitrogen passes out; 
the gas may be collected over water : 2Cu -f- Og — 2CuO. 

Nitrogen, thus obtained from air, contains about 1 per cent argon. 

(ii) By means of phosphorus.— A porcelain crucible containing 
a piece of phosphorus is floated on water, and covered with a bell-jar 
(fig. 85) which is graduated and fitted with stopper. The phosphorus 
is ignited by means of a hot wire and the stopper immediately inserted. 
Phosphorus burns in the oxygen of air, forming white fumes of 
phosphorus pentoxide which dissolve in water. Water gradually rise 
up in the bell-jar to fill oneT-fifth its volume—the remaining four- 
fifths are filled with the residual gas. A lighted taper inserted in it is 
found to be extinguished ; the residual gas is therefore nitrogen. The 
experiment shows that air contains nitrogen and oxygen roughly in 
the ratio of 4 :1 by volume. 

(iii) At the room temperature oxygen may be 
removed from air by the action of moist iron filings, 
alkaline pyrogallate solution, or cuprous chloride 
dissolved in strong ammonia solution or an ‘acid 
solution of chromous chloride. The experiment with 
alkaline pyrogallate is carried out as follows.— 

A long glass tube closed at one end and divided 
into six parts by rubber bands, is filled with alkaline 
pyrogallate solution up to one-sixth its voliune. The 
tube is then closed with a rubber stopper and well 
shaken—the liquid becomes black due to absorption 
of oxygen. On opening the tube under water, one 
of the remaining five divisions is filled with water— 
the residual fbur-fiilhs of original volume of air is 
nitrogen. 

Active nitrogen. —^Active nitrogen is obtained 
by subjecting a stream of nitrogen, drawn through 
a tube at 2 mm. pressure, to the action of condensed 
electric discharge—the gas passing beyond the 
dischar^ glows with a yellow light. A trace of 
impurities like oxygen or mercury vapour, appears 
necessary in its pr^uction. The active nitn^en is 
very reactive and directly combines with non-metals 
suen as sulphur and iodine and many metals like 
sodium and mercury. With acetylene, it yields 
hydrocyanic add. Its reactivity is due to die presence Fig. 85 

of free atoms and activsited molecules of nitrogeiA 
Active nitrogen was discovered by Lord Rayleigh in 1911. 
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The Atmosphere 

Oiu litn of aW at N.T,P. weight 1.293 gm. Density of air {H ^ 1) is 14.44. 

Goostitaeiits of Air.— Air was regarded as an clement by the ancient 
philosophers. The discovery of oxygen and nitrogen in air by Priestley and Scheelc 
in 1774 led Lavoisier to establish in 1775 that air was a mixture of these two gases 
with traces of water vapour and carbon dioxide. Besides these gases, air rantains 
the inert gases helium, neon, argon, krypton and xenon, discovert by and 

Ramsay in 1894. Ozone, ammonia, nitric and nitrous adds, sulphur dioxide, dust 
particles, etc. also occur in air in minute traces. 

The avdage percentage composition of ordinary air ^ volume b : nitrogen 
77.16 ; oxygen 20.60 ; water vapour 1.40 ; argon and other inert gases 0.80 ; carbon 
dioxide 0.04. 

The average composition of air, freed from mobture carbon dioxide, b ; 

By volume By weight 

Nitrogen ... ... ... 78.06 75.5 

Oxygen ... ... ... 21.00 23.2 

Inert gases ... ... ... 0.94 _ 1.3 

1'he detailed average composition of dry air by volume b : nitrogen 78.09 ; 
oxygen 20.95 ; argon 0.9323 ; COj 0.03 ; hydrogen 0.0000005 ; neon 0.0018 ; helium 
0.0W5 ; krypton 0.0001 ; ozone 0.00005 ; xenon 0.000009. 

Air is a mixture.— ^That air is a mixture and not a compound 
of nitrogen and oxygen is evident from the following facts : 

fi) The composition of air, freed from moisture and carbon dioxide, 
is marly but not entirely constant —slight variation in the proportion 
of nitrogen and oxygen in air is observed in different localities and at 
different times* The comywsiticn of a compound, on the other 
hand, is definitely fixed and invariable. 

Percentage of oxygen by volume in air in : Berlin 20.960—^20.973 ; Paris 
20.913—20.999 ; Calcutta 20.105—20.385. 

(ii) There is no thermal change nor is there any volume change 
when nitrogen and oxygen are mixed together in the pro^wrlion as 
they arc present in air and the mixture behaves like ordinary air, 
while an accompanying heat change and often a volume change occur 
in chemical reactions between gases. 

(iii) The properties of air are those of a mixture of nitrogen and 
oxygen, i.e., the properties of the components of air arc additive, as 
obtains in a mixture. Moreover a mixture of nitrogen and oxygen, if 
made ii| the proportion as they are present in air, shows all the 
properties of ordinary air. 

(iv) Tf air wWe a compound, its molecular formula, as deduced 
from the percentage composition, would have been Nja 04 (or a 
multiple of this) and*hence its vapour density is 137. 

The percentage nitrogen and oxygen by weight in air are 75.5 and 23.2 
respectively and hence the ratio of 

atoms of nitrogen 75.5/14 .^393 ^15 

atoms of oxygen ™ 23.2/16 * 1.450 4 

the simplest formula for air b Nt^Oi. 

But it is actually found by experiments to be 14.4, which 
corresponds to a mixture of nearly 4 volumes of nitrogen and 1 volume 
dTox^en thus ; 100 xd « 80 x 14 -f 20 X16 ; 

/. d « 14.4, where d =* density of air (H « 1). 
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(v) The composition of air may be altered and its constituents 
partially separated by physical means, such as (a) diffusion and 
(b) solution in water : This is characteristic of a mixture only—a 
compound would diffuse or dissolve as a whole. 

(a) When air is allowed to diffuse through a porous membrane of unglazed 
porcelain, nitrogen, bein^ lighter than oxygen, passes out more rapidly than oxygen, 
causing a partial separation of the constituents of air. 

(b) When air is shaken with water, the dissolved air becomes richw in oxygen 
than the undissolvcd air, since oxygen is more soluble in water than nurogen. 

The dissolved air expelled by boiling the water contains nitrogen and oxygen 
approximately in the ratio of 2 : 1 by volume, as against 4 : I in normal air. 

(vi) The constituents of air may be separated by the fractional 
distillation of liquid air. A compound would distil as a whole. 

Gonadtaents of Air, their detections amd ftmedaos.—(i) Oxygen.—^Nitric 
oxide (which is a colourless gas) forms reddish brown fumes of nitrogen dioxide when 
exposed to air, showing that air contains free oxygen. 2NO + Oj = 2NOt. 

When mercury is heated in air for a long time, some red scales are formed ; thesew 
red scales decompose on being more strongly heated into mercury and a gas which, 
responds to the tests for oxygejt. Hence its presence in aift 

2Hg + O, 2HgO. 

Oxygen supports combustion and respiration. Respiration is the transfer of 
oxygen of air to all parts of the body where it is required. It is c^mried as an unstable 
compound of oxygen and hsemoglobin (present in red blood corpuscles), called 
haemoglobin, by circulation of blo^ via lungs through different arteries. The racyg^ 
oxidises the tissues of the animal body—with the formation of carbon dioxide and 
water vapour and simultaneous liberation of energy. The haemoglobin is restored 
back to the lungs where it again begins the cycle as oxygen-carrier. The energy 
lil>crated maintains tlie heat of the l^y and accounts for the mechamicad work it 
performs. 

Carbon dioxide passes via veins into the lungs from where it is exhaled out. Respired 
air, blown through lime water, turns it milky, showing that carbon dioxide is formed 
during respiration. Hence respiration is but slow combustion. Following figures (in 
I>erccntages by volume) are instructive : 

Air (inspired) Air (expired) 

Mitrogen ... 79.00 ^ 79.02 

Oxygen ... 20.96 16.158 lost ^.75% 

Carbon dioxide ... 0.04 4.42 ^ain 4.33% 

fii) Nitrogen.—^The residual gas, left after the removal o£#oxygen by burning 
pho.spborus, moist iron filings, heated copper turnings, etc., docs not support 
combustion and is absorbed by heated magnesium, hence it is nitrogen. Thp residual 
gas, left after the absorption of nitrogen by heated magnesium, contains the inert 
gases argon, etc. Nitrogen dilutes the oxygen of air and hence moderates the process 
of combustion. 

(iii) Carbon dlosdde.^—^When exposed to air, clear lime water is covered with 
a white crust of calcium carbonate on its surface due to the ahmrption cai'bon 
dioxide, hence air contains the gas. Ca(OH))| + COj CaCOy 4* HgO. 

Carbon dioxide forms the chief food material for plants. ^ 

(iv) Water Vapour. —^Fused calcium chloride exposed on a watch glass to air 
soon becomes moist owing to the absorption of vAter vapour from die a^nosphere. 
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The deposition of nurture on the outside of a glass<beaker containing ice, also 
shows the presence of water vapour in air. 

Water vapour by alternate formation of clouds and rains supports plant and 
animal life. It also controls the evaporation of water from the surface of the earth. 


Volnsnetric composition of air.—^Lavoisier’s experiments.— 

The composition of air by volume was determined by the French 
savant ikvoisier (1743—1794) by his classical experiments ou 
calcination of metals in air which he began in 1772. 

In one of nis experiments Lavoisier heated a known weight of tin in a uaUd retort 
containing air and fotmd that the weight of the retort with its contents remained 
unchanged after the heating, though a part of the tin was calcined. On opening 
the retort, air rushed in and the retort was then found to weigh more. The calcined 
mass of tin was then taken out of the retort and weighed. It was found to gain in 
weight. The increase in wught of the retort was found to be equal to the increase 
in weight of the mass of calcined tin. Hence he concluded that the increase in weight 
of calcined tin was due to the absorption of a part of air. 



Fig. 86 


To find out the nature of air used up in the calcination of tin 
Lavobier carried out the following famous experiment in 1775—76. 

^ Lavoisier heated a weighed quantity (about 4 oz.) of mercury 
in a glass retort the neck of which communicated with a measured 

volume of air in a bell-jar stand.- 
ing over mercury (fig. 86). Red 
scales (mercuric oxide) were 
formed and found floating on 
the surface of mercury in the 
retort and the level of mercury 
gradually rose up in the bell-jar 
during heating—the level became 
steady after 12 days. The 
residual air in the bell-jar 
occupied four-fifths the total 
volume of air taken. The 
residual air did not support life or combustion. It was called axote 
(a, no : zoe^ life) by Lavoisier. 

The red scales of mercury were collected, weighed and heated very 

strongly in a retort (fig. 87) when^a gas 
was heated—'its volume being equal 
to one-fifth that ,of the original air in 
the apparatus a^d was exactly equal to 
the diminution m volume of the air in 
the first experiment. • 

This gas supported life and 
combustion ; it was called oxygen by 
Lavoisi^. When this gas was mixed 
with azote (ri^dual air) ordinary air 
was obtained. From these two 
experiments Lavoisier concluded that : 

(i) air is a mixture of two gases, 

^zote (nitrogen) and oxygen, in the 
a|)pn>xiBiate ratio of 4 :1 by volume. 



Fig. 87 
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(ii) oxygen of air alone supports combustion and respiration. 

The classical experiment of Lavoisier on the composition of air contradicted 
the phlogiston theory (p. 6 ), whidi was, therefore, rejected. 

The percentage by volume of oscygen in air is accurately found out by 

exploding a measmed volume of air with excess of hydrogen in an eudiometer over 
mercury. The o^yen unites with the hydrogen to form water which condenses to 
a liquid of negligible volume—the contraction is noted. One-third of the contraction 
equals the volume of oxygen. 

Let the volume of air = Vi c.c. 

Vol. of air + H 2 = Vj c.c. • 

Vol. after contraction == V 3 c.c. 
contraction due to formation of water = (V 3 —Vj) c.c. 

Now, water contains H 3 and O* in the ratio of 2 ; 1 by volume. 

vol. of Oj in Vi c.c. air = one-third of contraction = (vj-—V8)/3 ; 

/. % of Oj in air = (V 2 —Vj) X 100/3vi c.c. 

The oxygen in a measured volume of air may be removed by alkaline pyrogallate 
and the contraction noted. 



Fig. 88 


Gravimetric composition of air.—Dumas’ experiment.— 

Dumas (1841) determined the composition of air by weight in the 
following way : A long hard glass tube (fig. 88), fitted with a stop-cock 
at each end, is filled with copper turnings, evacuated, weighed, and 
then laid in a furnace. The tube* is connected at one end with a 
weighed vacuous globe, closed by a stop cock, and at the erther with 
two U-tubes, one (next to the tube) containing fusec^ calcium chloride 
and the other solid caustic potash, and a bulb cojitaining potash 
solution, which remove moisture and carbon dioxide from the air. 

The tube is heated to redness and the stop-cocks arc then slightly 
opened when air slowly passes over the heated copper. Oxygen is 
absorbed by the heated copper and the nitrogen passes into the 
vacuous globe. When the experiment is over, (as indicated by the 
stoppage of bubbling of air through the potash bulbjj^he stop-cocks 
arc closed and the apparatus allowed to cool. ^ 

The globe is then weighed and the weight of nitrogen contained, 
in it found out. The tube containm^ the copper and copper oxide is 
then weighed. The nitrogen remitting in ^ tube is then pumped 

15 
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out and the evacuated' tube weighed again and the weight of nitrogen 
remaining in the tube determined. The weight added to that in the 
globe gives the total weight of nitrogen. The increase in weight of 
the evacuated tube gives the weight of oxygen. 


Calculation : Let the weight of vacuous globe 
Wt. of globe + nitrogen 
Wt. of nitrogen in the globe 
Wt. of evacuated tube + Gu 


Wi gm. 

= w» gm. 

= (w,-Wi) gm. 
= W 3 gm. 


Wt. of tube + Cu + CuO + N, 

Wt. of evacuated tube + Cu + CuO 

Wt. of nitrogen in the tube 

Total wt. of N, == (wj—Wi) + (w*—Wj) gm. 


== w« gm. 

Wb gm. 

= (w«-W 5 ) gm. 
= W, gm. 


Wt. of Oa = (wj—W 3 ) gm. 


= Wa gm. 


Wt. of air = wt. of Na + wt. of Oa 
% of Oa - I00Ws/{Wa + W*) ; % of N, 


- (Wi + Wa) gm. 

= 100Wi/(W, + Wa). 


Actual experiments show that the ratio, oxygen : nitrogen -- 22.92 : 77.08. 
Allowing for the presence of 0.93 per cent of argon by volume, the composition of 
"air by weight is ; Oxygen 23.2 per cent ; Nitrogen 75.5 per cent ; Argon, etc. 1.3 
per cent. 

Estimation of moWnre and carbon ilioxidr in air. —^The moisture and 
carbon dioxide in air may be determined by aspirating a known volume of air through 
previously weighed calcium chloride tubes to absorb moisture, and then through 
weighed tubes containing solid caustic potash to c^bsorb carbon dioxide—the increases 
in weight of calciupi chloride and potash tubes give the measure of moisture and 
carbon dioxide respectively. 


But carbon dioxide is generally estimated by shaking a known volume of air 
with standard baryta solution, and then titrating the excess baryta with a standard 
oxalic acid solution. 


Ba(OH), + CO, == BaCO, + H,0. 

Air and the plant and animal life. —(a) Oxygen and carbon 
dioxide. —Due to the respiration of plants and animals (oxygen is 
inhaled and carbon dioxide exhaled during respiration), the 
combustion of carbonaceous fuel and the decay of organic matter, 
the amount of carbon dioxide in air gradually tends to increase with 
the consequent decrease in amount of the oxygen in the atmosphere. 
But the jperc^ntages of carbon dioxide and oxygen in air are 
practically constant. This constancy is due to the simultaneous 

removal of carboh dioxide in the following way : 

< 

(i) Carbon dioxide forms a chief food material for plants. In presence of sunlight, 
moisture and the green aolouring matter of plants, called cUorofihyil, the plants 
decompose carbon dioxide into carbon and oxygen—carbon the plants assimilate 
and convert into carbohydrates and the oxygen is restored back to air, and hence the 
proportion of oxygen in air is maintained constant. The net result of the change 
may be represented as : 

CQ, + H,0 -t- energy of light » carbohydrate + O,. 

(ii) A lai^e amount of carbon dioxide is removed from the air by the weathering 
et/rodtSf such as felspars which arc attacked by carbon dioxide : 

' K,0, A1,0„ 6 SiO, (potash felspar) + CO, + 2H,0 

^ « KjCO, + 4SiO, + Al,0„ 2SiO„ 2H,0 (china day). 
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(iii) Sedimentary rocks such as limestone and dolomite also absorb carbon dioxide 
from Ae air, forming soluble bicarbonates which are carried into the oceans. 

GaCO, + HjO + CO, =- Ca(HG 03 ),. 

(b) Nitrogen cycle in imture. —Nitrogen is an essential 
constituent of vegetable and animal tissues but neither can directly 
absorb nitrogen from air, excepting a few leguminous plants^ such as 
pea, bean and clover, which can directly assimilate nitrogen through 
the agency of symbiotic bacteria living on their roots, and certain algai, 
fungi and mosses which can also utilise elementary nitrogen. 

But the following is the most important process of nitrogen- 
assimilation by plants. During electric discharges in the atmosphere 
nitrogen is converted into nitric oxide which is then oxidised by the 
excess of air into nitrogen dioxide. This reacts with rain water 
forming nitric acid which is washed down by rains to the soil where 
it is converted into soluble nitrates by bases present in the soil. 

N 2 +O 2 =2NO ;2NO+Oa = 2 NO 2 ; SNOa+HjO = 2 HNO 3 +NO. 

This ‘fixed nitrogen’ as soluble nitrates is absorbed from the soil 
by the plants through their roots. The plants in their turn convert* 
this inorganic nitrogen into complex nitrogenous organic substances, 
called proteins. The nitrogen of air is thus utilised by plants in the 
form of nitrates. It is estimated that no less than 250,000 tons of 
nitric acid are produced daily by electric discharges. 

Animals, on the other hand, can only make use pf nitrogen built 
into proteins in the plant body. Hence the herbivorous animals feed 
upon plants for their nitrogen supply ; carnivorous animals acquire 
their necessary nitrogen by consuming proteins in other animals. As 
a result of the above processes, the nitrogen content of air gradually 
tends to decrease. 

But much of the nitrogen consumed by animals is restored to 
the soil in the form of urea in the excreta—urea is readily hydrolysed 
to ammonia and carbon dioxide : C 0 (NH 2 ) 2 +H 20 =C 02 + 2 NH 8 . 
Also when the animal and plant bodies undergo decay or the animal 
excreta putrefy, most of the organic nitrogen (proteins) is liberated 
as ammonia which is oxidised in the soil by the aombined action of 
nitrosifying and nitrifying bacteria into nitrate to be again assimilated 
by plants. A portion of the fixed nitrogen is set free by thtf action of 
denitrifying bacteria in the soil. This process takes, place in such a 
way in nature as to maintain the proportion of ^nitrogen in air 
practically constant. 

The circulation of nitrogen from inorganic compounds in the soil 
to proteins in plants and animals and back again is known as nitrogen 
cycle. 

A supply of fixed nitrogen to the soil is essential for the life of plants and animaU. 
In primitive communities the natural processes for fixation of nitrogen by leguminous 
plants and by lightning, led to a gradual accumulation of available nittogen in the 
soil ; but in civilised communities in modem times much fixed nitrogen is lost by 
-disposing sewage to the sea, and this loss is compensated mainly by fixing atmospheric 
nitrogen as ammonia. * 

Fixatipn of atmoaplicric nitrogen.—As stated above, only a small amount 
of the nitrogen, fixed by the natural process of electric dischar^, falls fertile 
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Mil and is utilised by plants—^most of it is lost into the sea and thereby becoming 
unavailable for the direct use of plants. Hence the necessity of increasing the 
availablf nitrogen content in tlie soU. This may be done (i) by rotation of crops, 
whereby corn, which depletes the soil of nitrogen, is followed by the cultivation of 
a leguminous plant such as clover which replenishes it, and (ii) by dressing the soil 
with nitrweneous compounds, mainly as ammonium sulphate or sodium nitrate, 
to the -soil. Farmyard manure containing nitrogencous animal products is also 
used. 

THE NITROGEN CYCLE 

1 ---^leguminous plants and bacteroids-■ 


Atmospheric Electric discharges 

nitrogen -► 

, — ■ — ■ - 

Denitrifying bacteria 


It is estimated that about 80 per cent of world’s total output of nitrogencous 
compounds are used as fertilisers and the rest 20 per cent for the manufacture of 
explosives, and alkali cyanides used in the extraction of gold and silver. 

The two natural sources for ‘fixed nitrogen’ arc (i) aramoniacai liquor from the 
gas works from which ammonia is recovered as sulphate to be used as a fertiliser 
and (ii) Chile saltpetre, NaNOj. But they meet only about 20 and 5 per cents 
respectively of the total requirements—the rest 75 per cent is obtained by 'fixing* 
the atmosphere. nitrogen by artificial processes as (a) ammonia (Haber process), 
(b) nitric add (Birkcland-Eyde process), (c) catdm cytmamide, technically called 
nitrolim (Franc-Caro process), and (d) aluminium nitride (Serpek process). The 
methods (a) and (c) only arc technically important. 
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COMPOUNDS OF NITROGEN 
Ammonia 

Formula NH,. Vapour density 8.5. Boiling point —33.4®. Melting point 
—77.7®, Critical temptroture 132.5*. 

Oecamnee.—Ammonia is a product of the decomposition of oiganic matter 
ft y'faining nitrogen. The stable manure, for example, contains urea, CO(NH})<i, 
dcrit^ dtc urine of animals. The urea is converted by the action of oacteria 
iiito ondhopittm carbonate which slowly decomposes, yielding ammonia, and hence 
.'ifil ia-i^'atable, and its presence in traces in air, 

+ 2H,0 - ; (NH4),COa « 2NH, + + CO* 
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Laboratory preparation. —^Ammonia is prepared by the action of 
a strong base, such as lime 
or caustic soda, upon 
ammonium salt. An intimate 
mixture of ammonium 
chloride (I part) and dry 
slaked lime {S parts) is used 
in the laboratory. The 
mixture is heated in a flask or 
a hard glass test-tube 
(fig. 89)—the evolved 
ammonia is dried by passing 
through a tower filled with 
lumps of quick lime and then 
collected in gas jars by the 
downward displacement of air Fig. 89 

or over mercury : 

2NH4CI + Ca(OH)2 CaCla 2NH3 + 2H2O. 

Drying of ammonia. —^Thc gas cannot be dried by strong sulphuric acid or 
phosphorus pcntoxide which itself al'uorbs ammonia that is btisic, yielding ammonium 
sulphate or phosphate. Calcium chloride also absorbs the gas forming a compound 
CaClg, 8NHs and hence also unsuitable as a drying agent. Ammonia is dried 
by quick lime which itself is basic. 

A supply of ammonia is readily obtained in the laboratory by allowing liquor 
ammonia to fall in drops from a dropping funnel into a flask containing solid sticia 
of caxjstic soda. 

Properties.—(i) Ammonia is a colourless gas with a pimgent 
smell (odour of smclling-salt) and is lighter than air. The gas is readily 
liquefied by pressure alone (6 atmospheres at 10°). 

Expt. —^An empty jar (i.e., containing air) is inverted over a jar of ammonia and 
the lid is removed. Ammonia, being lighter than air, travels in the upper jar—^tested 
by introducing a glass rod moistened with concentrated hydrochloric acid when 
dense white fumes of ammonium chloride are evolved. 

(ii) It is the most soluble of all gases—1 volume of water at 0°G 
dissolves 1150 volumes of ammonia to give a solution containing 47% 
ammonia by weight. A saturated solution of spf gr. 0.88 contains 
only 35% ammonia.' The concentrated solution is know as liquor 

ammonia fords. A bottle of liquor ammonia should 
be carefully opened after cooling ih iccj as there is 
always a high pressure inside. • 

The solution of ammonia, is alkaline to litmus. 
The solubility in water aiid the alkalinity of the 
solutions are shown by the fountain experiment : 

Fountain experiment. —^A round bottomed flask (fig. 
is filled with dry ammonia and closed with a cork throu^ 
which passes a long tube provided with a stop coA—one 
end of the tube drawn into a jet, is inside the flask.and the 
other dips in red litmus solution. The stop cqck ii Ojpened 
and a little ether is potured upon the flask which evt^^^tes. 
Fig. 90 causing local cooling and ammonia conhac^ «i kenilt 
thereto, producing i^rtial Vacuum and hence the red litmus anltififtyt: . 

form of a fountam inside the flask. The solutiem turns. Iflue. Henee k* 

soluble in water and the soluticm is alkaline. . . 
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. •- (“0 It does not support combustion, nor does it burn in air, but 
in oxygen it bums with a greenish-yellow flame, forming nitrogen 
and water : 

4 NH 3 -I- 3 O 2 = 6 H 2 O -f 2 N 2 . 

Expt. —Dry ammonia is slowly passed through a 
tube surrounded by a wider tube containing a plug of 
cotton wool through which diffuses a stream of oxygen 
(fig, 91)—on ignition, the ammonia readily bums in 
the oxygen with a greenish-yellow flame. 

(iv) In presence of platinum gauze as a 
catalyst, heated to SOO^C, a mixture of ammonia 
with air or oxygen is oxidised to nitric oxide : 

4NH3 + 50a == 6HaO + 4NO 

(v) Basic in character, it neutralises acids, 
vielding ammonium salts : NH 3 - 1 -HC 1 ==NH 4 C 1 ; 

2NH3 + H2SO4 = (NH4)2S04. 

Expt. —piece of paper soaked in concentrated 
hydrochloric acid is put in a jar of ammonia—dense white 
Fif. 91 fumes of ammonium chloride are formed. 

(vi) Anmionia iS a mild reducing agent. Ammonia is oxidised 
to nitrogen and water when passed over heated lead monoxide or 
cupric oxide : 2 NH 3 -j- 3CuO — 3Cu + N 2 + 3 H 2 O. 

Chlorine decomposes ammonia libera*ting nitrogen ; with excess of 
chlorine the explosive oily liquid nitrogen trichloride is formed : 

2NH3+3C12 = N2+6HCI ; 2NH3+6CI2 = 2NC18+6HC1. 

Iodine reacts with a solution of ammonia, yielding the black explosive compound, 
nitrogen iodide, NTs, NH 3 . 

(vii; Ammonia reacts with the alkali metals at red-heat, forming 
amides, such as sodamide. Water decomposes sodamide, yielding 
ammonia back : 

2 Na-j- 2 NH 3 = 2 NaNH 2 +H 2 . NaNHg+HaO =NaOH+NH*. 

' (viii) When ammonia is dissolved in water, it forms the hydrate 
ammonium hydroxide which dissociate into ammonia and hydroxyl 
ions : •NHaH-H^O ^ NH 4 OH :<± NH 4 + +OH^. 

The presence of Tree ammonia in the solution is recognised by its smell. The 
existence of hydroxyl ions is shown by the alkalinity of the solution and also by its 
power of precipitating many metallic hydroxides by interaction with the soluble 
salts of the metals ; e.g. ■ 

Aia,- 1 - 3 NH 40 H = AI(0H),-|-3NH4C1 ; FcCl,+ 3 NH 40 H Fe(OH)a+3NH*Cl 

In some cases the precipitated hydroxide redissolves in excess of 
Rtmaonia solution ; e.g., copper sulphate gives a pale blue precipitate 
of basic copper sulphate which dissolves in excess of the precipitant 
forming, a deep blue solution : , 

; * teuS 04 -|- 2 NH 40 H = CuS 04 ,Cu( 0 H) 2 -i-(NH 4 ) 2 S 04 . 
..ci^;i^CpH).+(NH.),S 04 + 6 NH 40 H= 2 [Cu(NH,) 4 ]S 0 ,+ 8 H, 0 . 
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Silver nitrate solution gives a white precipitate which quickly 
passes into brown oxide, soluble in excess of ammonia. 

2AgN03+2NH40H = Ag20+2NH4N03+H20. 

Ag20 4-4NH3+H20 =2[Ag(NH3)2]OH. 

Liquid ammonia dissolves sodium and potassium to give deep blue solutions. 

Tests. —^Ammonia is detected by the following properties : (a) its characteristic 

pungent smell and alkaline reaction, i.e., by the blueing of moist red litmus paper ; 

(b) it forms dense white fumes of ammonium chloride with gaseous hydrochloric 
acid ; (e) it produces a yellow or brown colouration or a precipitate with Nessler's 
reagent (an alkaline solution of potassium mercuric iodide, KjHgh). This is the 
most delicate test for ammonia and ammonium salts : (d) it blackens a piece of 

paper soaked in mercurous nitrate solution. 

Uses. —(i) Huge quantities of ammonia are used in the manufacture offertilizerst 
such as ammonium sulphate, and ammonium phosphate, and nitroehalk (one part 
CaCOg + 1 part NH 4 NOa) ; nitric acid by the Ostwald process, jorfiiroi carbonate by 
the Solvay process, and urea, GO(NHj) 2 . 

(ii) Liquid ammonia is used as a refrigerant in ice*making. 

(iii) Ammonia is transported in cylinders and then ‘cracked* (i.e., decomposed 
into its elements by heat) to supply hydrogen for the purposes of welding and cutting 
of metals. 

(iv) Ammonia and ammonium salts are used in medicine—‘smelling salt’ contains 
solid ammonium carbonate and a little lime water. 

(v) Ammonia is used as cleansing agent 
for removing grease and as a reagent in 
laboratories. 

Because of its easy volatility and high 
latent heat of vapourisation liquid ammonia 
is used as a refrigerant in ice>making. By 
means of a compression pump anhydrous 
ammonia gas is condensed to liquid in condensing 
coils cooled by a stream of cold water to remove 
the heat generated as a result of compression. 

Liquid ammonia then passes through an 
expansion valve into expansion coils, immersed 
in brine in a tank, wherein it vaporises due 
to release of pressure. During vaporisation 
the temperature of brine goes down below CC, 
thus causing the water kept in cans in the brine 
tank to freeze into ice. From the expansion coils the ammonia gas passes once again 
into the compression pump, and the process repeats, figure 92- 

Ammonia by other methods. —(i) by the reduction of the oxides of nitrogen ; 
e.g., by passing a mixture of nitric oxide and hydrogen over heated jspongy platinum : 

2NO + 5H, = 2 NH 3 + 2HjO. 

(ii) By heating a solution of a nitrate or nitrite with zinc and strong caustic soda 

solution : NaNO, + 8H = NaOH + NH, + 2H,0. * 

(iii) By heating a metallic nitride with an alkali : < 

Mg,N, + 6HOH * 3Mg(OH), + 2NH, 

AIN + NaOH + H,0 - NaAlO, + NH,. 

These methods are not suitable for the laboratory preparation of ammonia. 

Mannracture of ammonisu —(i) Gasworks ammonia. —Ammonia is obtained 
as a by-product in the manufacture of coal-gas. Coal contains about 1—1.5 per cent 
nitrogen and also some hydrogen. When coal is subjected to destructive distiiladon 
for the manufacture of coal-gas, the nitrogen is converted mainlv into ammonia which 
collects in the ammmiacal Kqtior as an aqueous solution—the liquor containing both 
free ammonia and ammonium salts. The liquor is heated with steam to drive dut' 
the free ammonia, and the reridue is then treatitA with milk of lime and additionid 
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■tuUn to lib^te -the amit^nia from its salts. The ammonia is absorbed in 60 per 
<xnt fpl^huric acid, yielding crystals of ammonium s^phatc, mostly used in agriculture 
aft a fertiliser. 

2NH, + H^O* = (NH 4 )aS 04 . 

The yield is about 20—25 lbs. of ammonium sulphate per ton of coal. 

(ii) Synthetic ammonia t Haber’s process. Synthesis of 
ammonia from its elements is utilised in the Haber’s process : 

Ng+SHa ^ 2NHa+2 X11,000 calories. 

The reaction is exothermic (i.e., attended with evolution of heat) 
and reversible. The yield of ammonia diminishes with rise of 
temperature. The reaction should, therefore, be conducted at a low 
temperature (p. 117). But at a low temperature the speed of the 
reaction is slow, and hence the reaction is carried out at an optimum 
ten^erature at which the speed of the reaction is not too slow, nor 
the yield of ammonia too low. The optimum temperature is about SOO^C 
in the Haber*s process. 

The speed of the reaction is increased, by using a catalyst— 
divided iron with ‘promoters’ such as traces of molybdenum, or a 
inixture of aluminium oxide and potassium oxide, is the catalyst used. 

The formation of ammonia takes place with a contraction in 
volume and hence it is favoured at high pressures (p. 117). A pressure 
of 200 atmospheres is employed in the Haber’s process. 

The table shor,vs how the yield of ammonia depends on temperature and 
pressure—equilibrium percentages by volume of ammonia are as follows •; 


Temperature 

10 

100 

200 

1000 atm. pressure. 

' 400®G 

3.85 

25 

36.3 

80 

500" 

2.1 

10.6 

17.6 

57.5 

550" 

0.76 

6.8 

12.0 

41 

600" 

0.5 

4.5 

8.3 

31.5 



Fig. 93 

A mixture of pure and dry nitrogen and hydrogen in the ratio of 
1 : 3 By volume is compressed to 200 atmospheres and sent by means 
pt^p P' via a si^alihie drying chamber (1) into tiie catalyst 
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•chamber (fig. 93) which is a tube (2) of chrome-vaokdium steel. 
The gases ^t circulate around the outside of the centra! tube (2) 
and thereby get preheated and and then pass down the tube containing 
trays of promoted catalyst kept at 550° by being heated- electrically ; 
but once the reaction starts external heating is unnecessary. Nitrogen 
and hydrogen react to yield ammonia. The reaction is exothermic, 
and hence the incoming mixture of nitrogen and hydrogen is circulated 
round the catalyst-tube for maintaining the optimum temperature. 

The gases leaving the catalyst chamber contain a^out 12% 
ammonia and the rest unconverted nitrogen and hydrogen, and pass 
through a heat-interchanger (3; to preheat the entering gases. The 
ammonia formed is removed by absorption in water, and for this the 
cooled gas is brought in contact with water in washers (5) while still 
under high pressure ^ producing a 25% solution of ammonia. The 
unreacted nitrogen and hydrogen are circulated by a pump P via the 
heat-interchanger (3) and are dried in the soda-lime tower, and 
these together with more nitrogen and hydrogen, are recirculated by 
a pump P' to the catalyst chamber and so the process continues. « 

The unreacted nitrogen and hydrogen, instead of bein^ recirculated, are blown 
•off from time to time to remove the argon which unavoidably enters the plant with 
the nitrogen. 

A pressure of 900 atmospheres is used in Claude’s process—in high pressure 
processes ammonia is remov^ by cooling and liquefaction under pressure. 

The required mixture of nitrogen and hydrogen is usually made from : 

(a) the nitrogen obtained from liquid air by fractionation and the hydrogra 
prepared electrolytically. 

(b) a mixture of water gas (CO -h H*) and producer gas (CO + N|)—^these 
•gases in correct proportion are mixed with «cess steam and passed over a heated 
•catalyst (mixture of FcjOs + Cr,Oj) at 450*C (p. 187), when CO is oxidised to 
CO,,* thus CO + H,0 fc? CO, + H,. The CO, is removed by absorption with 
water tmder pressure and last traces of CO by washing with ammoniac^ cuprous 
formate solution under 200 atmospheres—the pure nitrogen-hydre^en mixture is 
ready for the process ; the method was used n original Habpr plant. 

• 

There is a Haber plant in Mysore State. The Sindri Fertiliser project has gone 
into operation to prepuce ammonia by the Haber process, getung me nitrogen- 
hydrogen mixture from air, coal and iteam. • 

The ammonia may be absorbed in a suspension of crushed calcium 
sulphate (calcined gypsum) in water and carb»n dioxide passed into 
the liquid—the precipitated calcium carbonate is filtered off and 
ammonium sulphate is crystallised out from the filtrate ; a process 
•extensively utilised commercially. Ammonia is thus converted into 
ammonium sulphate without using sulphuric acid. 

2 NH 3 -fC 0 a-l-Ha 0 -i-CaS 04 = (NH4)*S04-l-CaC03. 

Ammonium sulphate is produced by this method in the Sindri 
iCertiliser plant. * ' 
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(iii) CSymnamide Procesa. —Heated calcium carbide absorbs nitrogen, yielding; 
calcium cyanamide, thus : CaCa + N* — NCaCN (calcium cyanamide) + C. 

The cyanamide furnace is a refractory-lined sheet iron 
cylinder, with a thin carbon rod passing through the centre. 
Fig. 94. A cardboard tube is placed round the carbon rod and 
the crushed calcium carbide is packed in with cardboard partitions- 
at intervals. The cardboard tube and partition burn up during 
the operation and leave openings for the circulation of nitrogen. 
On passing electric current through the carbon rod, the 
temperature rises to about 800”C ; pure nitrogen, freed from 
moisture and oxygen, is then fed in at the base, under pressure,, 
and the reaction yielding calcium cyanamide takes place. The 
reaction is exothermic and the temperature of the mass rises 
to llOO'C. When no more nitrogen is absorbed, the sintered 
mass is cooled. 

The dark grey product thus obtained is called nitrolini*. 
It is wetted with water to decompose any unconverted carbide 
and is then hydrolysed in autoclaves, i.e., pressure digesters, 
into which steam is passed under a pressure of 3 atmospheres,, 
yielding ammonia and calcium carbonate. 

Ammonia is driven out by increasing the pressure gradually to about 11 
•atmospheres : NCaCN SHgO = 2 NH 3 + CaCO*. 

Ammonia is no longer manufactured by this process ; but the nitrolim is prepared- 
to be used directly as a fertiliser, since it slowly liberates ammonia in the soil. 



0 INOUCTIONCOU.. 


Volumetric composition of ammonia : (i) Eudiometric 

method. —^The method depends upon the decomposition of ammonia 
into nitrogen and hydrogen by continued electric 
sparks. Dry and pure ammonia is collected in an 
eudiometer (fig. 95) over mercury—its volume 
measured—^and then subjected to scries of electric 
sparks until no further increase in volume takes 
place. The final volume after due adjustment of 
the mercury levels is found to be double the original 
volume. 

An excess of oxygen is then passed into the 
eudiometer and the mixture again sparked when 
the hydrogen is oxidised into water resulting in a 
contraction in volume which • is noted. The 
residual gns in* the eudiometer is nitrogen and the 
oxygen left unuscjl. ^*8- 



Taking 2 volunSes of ammonia, the volume after sparking becomes four. The 
contraction after sparking ,with the excess of oxygen becomes 4^^ volumes ; of this, 
two-thirds, namely 3 volumes, is due to hydrogen, and hence nitrogen occupies 1 
volume only. Hence : 

1 volume nitrogen -f 3 volumes hydrogen = 2 volumes of ammonia. 

/. 1 molecule nitrogen + 3 molecules hydrogen = 2 molecules ammonia, 

by Avogadro's hypothesis. 

Or, J mol. nitrt^cn -4 U niol. hydrogen = 1 mol. ammonia. 

t.e., 1 molecule of ammonia contains 1 atom of nitrt^en and 3 atoms of hydrogen,, 
since molecules of nitrogen and hydrogen are diatomic, and hence the formula is- 
NHf This is confirmed by the experimoitally found vapour density of the gas 8.5,. 
which show that the molecular weight is 17. 
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(ii) Hofmann’s method. —^The method depends upon the 

liberation of nitrogen by the interaction between ammonia 
and chlorine gas : 

2NH3+3C18 = 6 HCH-N 2 ; SNHa+eHCl = 6 NH 4 CI. 

A long graduated glass tube (fig. 96), fitted with a 
stop-cock at one end and a dropping funnel at the other, 
and marked off into three equal volumes by rubber rings^ is 
filled with chlorine gas. Excess of a concentrated solution « 
of ammonia is cautiously and gradually added from the 
funnel to the chlorine in the tube which decomposes 
ammonia liberating nitrogen. 

Ammonia reacts vigorously with the chlorine, giving flashes of 
yellowish-gfreen flame and forming white fumes of ammonium 
chloride, and hence the tube is cooled by dipping in a tall jar of 
water. 

The excess ammonia is then neutralised by adding 
dilute sulphuric acid. The top of the funnel is then closed 
and the stop-cock at the bottom is opened in the jar of* 
water—^water fills the tube up to two-thirds only. The 
remaining one volume is occupied by a gas whicl? is found 
to be nitrogen. 

Hydrogen and chlorine combine in equal volumes to 
form hydrogen chloride : H 2 *+Cl 2 = 2HG1. , 

The three volumes of chlorine must have combined with three 
volumes of hydrogen derived from ammonia which simultaneously 
liberates one volume of nitrogen, filling only one division of the tube. 
Hence, ammonia is made up of 1 volume of nitrogen and 3 volumes 
of hydrogen. 

1 volume of nitrogen is combined in ammonia with 3 volumes of hydrogen. 

Suppose n molecules of nitrogen are contained in I volume of nitrogen. 

Then, n mols of nitrogen combine with 3n mok of hydrogen to give ammonia. 

.'. I mol. of nitrogen combines with 3 mols of hydrogen to give ammonia. 

Or 2 atoms of nitrogen combine with 6 atoms of hydrogen to give ammonia. 

• 

i.e., the ratio of number of nitrogen atoms to number of hydrogen atjjms is 2 :6, 
i.c., 1 : 3, in ammonia, and hence the formula for ammonia is (NHa)*. 

The vapour density of ammonia is found by experiments to be 8.5, and hence 
the molecular weight is 17. (NHs)^ = 17, or (14 + 3)* —•17, x = 1. 

Gravimetric composition of A m monia. —The method depends upon the 
oxidation of ammonia by heated copper oxide, thus : 

3CuO + 2NH, ^ 3Cu + N, + SHjO. 

A hard gla.ss tube containing copper oxide followed by copper gauze, is connected 
to weighed calcium chloride tubes and a weighed exhausted globe. The copper 
is used to reduce oxides of nitrogen, if any be produced. 

5CuO -f- 2NH, = 5Cu -f* 2NO + 3H,0 ; 2Cu + 2NO = 2CuO + N, 

The tube is heated in a furnace, and a measured volume of dry ammonia gas 
(the weight of which under the given conditions is calculated from the normal density) 
is slowly passed through the tube. • 



Fig. 96 
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The water formed is absorbed in the calcium chloride tubes, and the weight 
of hydrogen is calculated. ^ The nitrogen passing on is collected in the globe, and 
its weight found out. In this way the ratio of the weight of nitrogen to that of hydrogen 
is found to be 14 : 3. This is in the ratio of 1 atom of nitrogen to 3 atoms of hydrogen, 
and hence the formula for ammonia is (NHg)x. 

(NHj)* = 2 x8.5, the vapour density of ammonia is 8.5, 
i.e., (14 + 3).'« = 17, or jf = 1 ; formula is NH 3 . 

Ammonium Salts 

Ammonia is a very weak base but it reacts with acids, yielding 
ammonium salts which are stable compounds. 1 he ammonium salts 
contain the ammonium radical NH4, which behaves like an alkali metal. 
The ammonium salts are often very similar to and isomorphous 
with the corresponding salts of the alkali metals, particularly potassium, 
but they differ in their actions towards heat and al^li. Alkali 
liberates ammonia from ammonium salts : 

(NH4)2S04 + 2 NaOH = Na2S04 + 2NH3 + 2H2O. 

, Certain ammonium salts decompose while many others dissociate 
on heating : NH4NO3 = NgO + 2 H 2 O ; NH4CI ^ NH3 + HCl. 

Ammonium salfs may be prepared by neutralising ammonia with 
acids, but they arc generally prepared from ammonium sulphate 
obtained by neutralising by-product ammonia from gas works with 
sulphuric acid. 

Ammomum chloride or sal-ammoniac. NH4CI, was first 
prepared by the Arabs by heating camel’s dung. It may be obtained 
by distilling a mixture of common salt and ammonium sulphate, 
when ammonium chloride sublimes, or by neutralising ammonia with 
hydrochloric acid. 2NaCl-f (NH 4 ) 2 S 04 = Na 2 S 04 + 2 NH 4 Cl. 

A white crystalline solid with a saline taste, it is soluble in water 
with a considerable lowering of temperature. It dissociates on heating 
into ammonia and hydrochloric acid : NH 4 CI ^ NH 3 -f" HCl. 

Its use in tinning and soldering depends on dissociation—the hydrogen chloride 
formed cleanses the metal surface by dissolving oxide films and thus enables the 
solder to ‘bite* firm'./k It also ^vds applications as a reagent in the laboratory, 
in drv cells, in medicine, and in dyeing and calico printing. 

Ammoniasn sulphate. —1 1 may be prepared by passing 
ammonia gas intp 60 per cent sulphuric acid or by passing ammonia 
into a suspension of gypsum in water and then pa.ssing carbon dioxide 
through the liquid (p. 233). 

CaS 04 -f- 2 NH 3 +C 0 a+Ha 0 CaC 03 +fNH 4 ) 2 S^i^ 

It forms transparent crystals isomorphous with potassium sulphate 
and is very soluble in water. 

Besides its use as a laboratory reagent, it finds uses in the preparation of other 
ammonium salts. It is extensively us^ as a fertiliser in agriculture. 

Ammonium nitrate, NH 4 NO 3 .—It is prepared by neutralising 
ammonia with 60% 'nitric acid or by double decomposition of 
anuncmium sulphate and sodium nitrate in aqueous solution. 

. 4 : (NH 4 ) 2 S 04 -f 2 NaN 03 = Na 2 S 04 -t- 2 NH 4 N 0 a. 
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Sodium sulphate separates first from the hot solution—^ammonium 
nitrate crystallises out on cooling. A white crystalline solid, freely 
soluble in water, ammonium nitrate decomposes on heating into 
nitrous oxide and water : NH 4 NO 3 == NgO + 2 H 2 O. 

It is liable to detonation if stored in bulk. The high explosive ammonal and amatol 
are the mixtures of ammonium nitrate with aluminium and T.N.T. respectively. ^ 

Ammonium nitrite, NH 4 NO 2 , may be made by evaporating a 
solution of ammonium chloride and sodium nitrite in vacdum and 
subliming in vacuum. NH 4 GI + NaNOg = NH 4 NO 2 + NaCl. 

An explosive deliquescent solid, it decomposes by heat into 
nitrogen and water. NH 4 NOa = Ng + 2 H 2 O. 

A solution of a mixture of sodium nitrite with ammonium chloride or sulphate 
is used for the preparation of nitrogen. 

Ammonium carbonate or sal-volatile, (NH 4 ) 2 C 03 .—It is 
prepared by heating a mixture of ammonium sulphate and well-ground 
chalk, when ammonium carbonate sublimes : 

(NH 4 ) 2 S 04 + CaCOa = CaS 04 + (NI|4)3C03. 

The sublimate is largely a mixture of ammonium bicarbonate 
NH 4 HCO 3 , and ammonium carbamate, NH 2 CO.ONH 4 , with some 
normal carbonate (NH 4 ) 2 C 03 , but in solution the carbamate is 
hydrolysed to normal carbonate : NH 2 C 0 . 0 NH 44 -H 20 =(NH 4 ) 2 C 03 . 

The normal carbonate is obtained as a white crystalline solid by digesting the- 
commercial carbonate, sal volatile, with concentrated aqueous ammonia at low 
temmature, 12‘’G, for several hours. 

It is used as a reagent in the laboratory and in medicine in smelling salt. 

Yellow ammonium sulphide. —When hydrogen sulphide is led into concen- 
asted ammonia (liquor ammonia) solution diluted with 4 times its volume of water, 
a solution of ammonium hydrosulphide, NH 4 HS results—the solution on digestion 
with flowers of sulphur yields yellow ammonium sulphide solution whih contains 
ammonium polysulphidc (NHilgSx. The colourless ammonium hydrosulphide 
solution on exposure to air, turns yellow due to liberation of sulphur whichdissolvea 
in the excess of hydrosulphide to give yellow ammonium sulphide solution. 

NHj + HjS = NH 4 HS ; NH 4 HS + O (air) = NH* 4- H,© + S 

2NH, + HjS + xS = (NH 4 ),Sx (yellow ammonium sulphidf). « 

The yellow ammonium sulphide solution deposits sulphur qn acidifleation. lb 
dissolves sulphides of As, Sb and Sn and hence its use as a reagent in the 
laboratory. * 

Tests.—(i) Ammonium salts when warmed with caustic soda or soda lime give 
the charact^Ei||tic pungent smell of ammonia. 

(ii) Ammonium salts give a yellow or brown colour or a precipitate with Nessler’s 
reagent. 

Hydroxylamine, NHaOH.—It is a base and forms salt with 
acids, e.g., hydroxylamine hydrochloride, NHaOH.HCl. The salta 
are made by : 

(a) The reduction of mtric oxide with nascent hydrogen : NO + 3 H » NH.OH 
Nitric oxide is passed through flasks containing tin and concentrated hydrochloric 
acid. Hydroxylamine hydrochloride is formed and also some ammonium chloride. 
The tin is precipitated with hydrogen sulphide * and filtered off— the filtrate h 
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>evaporated to dryness and extracted with absolute alcohol, whicli diwolves out the 
NHjOH.HCl but not NH 4 CI. The hydroxylamine hydrochloride is precipitated 
from the alcoholic solution by ether. 

(b) The reduction of nitrite with sodium sulphite. —Sulphur dioxide is slowly passed 
into a cold solution containing sodium nitrite and sodium carbonate at —2'’C, \mtil 
just acid. The sodium salt of hydroxylamine sulphonic acid is formed. This, on 
keeping at 90® for 2 days in presence of dilute sulphuric acid, yields hydroxylamine 
sulphate, (NHaOH)aSC 54 . It is crystallised out after neutralising with sodium 
carbonate. 

f NaNO* + 3NaHSO, = HO.N(SO,Na), + NajSOa + HgO. 

HO.N(SO,Na), + 2 H 2 O = HO.NHj + 2NaHSO.. 

(c) The electrolytic reduction of nitric acid. —HNO 3 + 6 H = NHgOH + 2HgO. 
A lead anode is separated by a porous pot from an amalgamated lead beaker (which 
is the cathode) cooled in ice. The cathode and anode compartments contain fifty 
per cent sulphuric acid. Hydroxylamine sulphate is formed on adding 50 per cent 
nitric acid drop by drop to the ca^ode compartment. 

Pure hydroxylamine is made by the action of sodium methoxidc 
on hydroxylamine hydrochloride in methyl alcohol solution. 

HO.NHg.HCl+CHjONa = NHaOH+NaCl+CHaOH. 

The precipitated podium chloride is filtered off and the filtrate is 
•distilled under reduced pressure (40 mm.) when methyl alcohol 
distils first and then hydroxylamine. 

It forms colourless, deliquescent crystals, m. p. 33°. It decomposes explosively 
•on heating, giving nitrogen, ammonia and nitrbus oxide : 

3NH*OH = Ng + NH, + 3HaO ; 4NHsOH = NgO + 2 NH 3 + 3H,0. 

The aqueous solution is a weaker base than ammonia and prcpicipitatcs many metallic 
hydroxies (Zn, Al, etc.) : NHjOH 4- H*0 NHjOH^ + OH', 

It is a strong reducing agents precipitating cuprous oxide from alkaline solutions of 
copper salts (Fehling’s solution) and metallic gold from its salts, and reducing ucti 
rsolutions of ferric salts to the ferrous state—nitrous oxide is formed at the same time. 
It also reacts quantitatively with iodine. 

2NHjOH + 4CuO = 2CugO + NgO + 3H*0 

2NHjOH + 4FeCl3 = 4FcCl2 + NgO + 4HC1 4- HgO. 

2NHgOH + 2Ig = 4Hl 4- NgO + HjO 

In alkaline solution ferrous compounds are oxidised to the ferric state and ammonia 
is formed : * 

^ NH^OH 4- 2Fc(OH)8 + rf,0 = 2Fe{OH)g + NHg. 

Hydroxylamine reacts with hydrogen peroxide, evolving oxygen ; 

NHgOll 4* HgOg - NHg + HgO 4- O, 

With nitrous 'acid hydroxylamine gives nitrous oxide, and with nitric acid it 
•evolves nitric oxide on \\arming. 

NHgOH 4- HNOg == NgO 4- 2H,0 ; NHgOH 4- HNOg = 2Nd 4- 2H,0 

In absence of water hydroxylamine shows feeble acid properties, e.g., it forms 
.a calcium compound (H,NO)gCa. 

Hydrazine, N 2 H 4 . — It is made by boiling ammonia solution 
with a solution of sodium hypochlorite in presence of a little glue 
which prevents the oxidation of ammonia to nitrogen. Chloramine, 
NHyCl) first formed, reacts with excess ammonia to give hydrazine. 

NHs+NaOCl = NHjCl+NaOH ; NHs+NHjOl = NjH^+HCl. 
'‘Hie solution is then acidified with dilute sulphuric acid and the 
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hydrazine sulphate, N 2 H 4 .HgS 04 , crystallised out. The hydrazine 
siilphate is then distilled under reduced pressure with strong caustic 
potash solution in a glass apparatus avoiding cprk or rubber connec¬ 
tion, when hydrazine hydrate is obtained as a coloutless fuming liquid. 
This on distillation over solid caustic potash or barium oxide gives 
anhydrous hydrazine^ a colourless liquid, b.p. 113.5“ and m.p. 1.4°. 

It is soluble in water and alcohol. It readily absorbs moisture and carbon- 
dioxide from the air, and is poisonous. It inflames in dry oxygen, readily reacts 
with halogens, and splits on heating. i 

NjH, + 21, == N, -h 4HI; SNgH, = N, + 4NH, 

It is a very weak base (weaker than ammonia) and forms salts which are hydrolysed 
in solution. 

It is a powerful reducing agent, precipitating gold, silver and platinum from their 
salts, and reducing Fehling’s solution to cuprous oxide and ferric salts to ferrous 
salts : 

4CuO + NjH* = 2Cu,0 2H,0 + N, 

It reacts quantitatively with iodine in presence of sodium bicarbonate or with 
permanganate in presence of dilute sulphuric acid. 

N-jH* + 21, - 4HI + N,; NjH, + 20 = N, + 2H,0. 

Hydrazoic acid, NsH.—^The sodium salt of hydrazoic acid 
(sodium azide) is made by passing nitrous oxide over heated (to 190°) 
sodamidc—the water formed acting on a part of the sodamidc to 
form ammonia : 

NaNHa+NgO = NaNa+HaO ; NaNHg+HaO -= NaOH+NHa. 

The sodamide is first made by passing ammonia over fused sodium 
at 150°—250°. 

2Na + 2 NH 3 = 2NaNH8 + Hg. 

The sodium azide on distillation with 50 per cent sulphuric acid gives 
a solution of hydrazoic acid. The solution is fractionated, dried with 
fused calcium chloride and finally distilled, when pure hydrazoic acid 
is obtained as a colourless mobile liquid, b.p. 37°. It is dangerously 
explosive and poisonous. 

^ It dissolves in water forming a corrosive acid liquid in which it is only slightly 
ionised : The solution dissolves m<my metals (Zn, Cu, Fc) ei^olving nitrogen ; 

N,H ^ Na' -h H+ ; Zn + 3N,H - ZnCN,), + N, + NH,. 

The azides of alkali metals evolve pure nitrogen on heating : 2NaNa*t= 2rfa -|- 3N,. 
Azides of heavier metals are explosive, lead azide, Pb(N,)„ being used as a detonator. 

.The soluble azides give a white precipitate of silver azide, N,Ag, sdluble in ammonia, 
and a blood-red colour with ferric chloride which is discharged by HCl (cf. 
thiocyanate). The hydrazoic acid is formulated as N 2=5 N — NH. 

Oxides and oxyaends of nitrogen 

The chief oxides and oxyacids of nitrogen are the following : 

Nitrous oxide, N,0 Hyponitrous acid, H,N,0, 

Nitric ^xide, NO 

Nitrogen trioxide, N,0,. Nitrous acid, HNO, 

Nitrogen tetroxide, NjO,, NjO, 2NO, 

or nitrogen dioxide, NO, 

Nitrogen pentoxide, N,0, Nitric acid, HNO,' 

All the oxides of nitrogen are endothermic at roolh temperature. 
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Nitrous oxide, N^O (Langhing gas). 

History.— The gas discovered by Priestiy in 1772 by, the action of moist 

iron Slings upon nitric oxide ; 2NO + Fc + H,0 = N,0 + Fe(OH),. 

But it was carefully studied by Davy in 1799 who gave it the name laughing gas, 
since it caused hysteric laughter on inhuation. 

Preparation. —^Nitrous oxide is prepared in the laboratory by 
cautiously heating ^below 200®C) dry ammonium nitrate (or a mixture , 
of ammonium sulphate and sodium nitrate) in a flask fitted with a 
cork anti a delivery tube— overheating may lead to explosion of the 
ammonium nitrate (fig. 84). The nitrate decomposes, yielding nitrous 
oxide and water : 

(NHOaSO, + 2NaN03 = Na^SO^ + 2NH4NO8. 

NH 4 NO 3 = NjO + 2HaO. 

The gas is collected over hot water or mercury, since it is . 
appreciably soluble in cold water (0.78 vol. in 1 vol. of water at IS”). 

Purification. —^The gas produced by the above reaction contains 
t moisture, nitrogen, higher oxides of nitiogen, ammonia and chlorine 
(due to the presence of a little ammonium chloride in the nitrate) as 
impmities. It is ‘carefully purified by passing successively through 
(i) caustic potash solution to absorb chlorine and nitrogen dioxide, 
^ii) ferrous sulphate solution to absorb nitric oxide, and 
(iii) concentrated H 2 SO 4 to remove moisture and ammonia, and then 
collected over‘mercury—the gas, however, contains a little nitrogen. 
The purified gas is liquified by compression in steel cylinders. 

Very pure nitrous oxide is obtained by mixing solution of hydroxylamine 
hydrochloride and sodium nitrite : NH,OH, HCl + NaNO, = NaCl+Ns0+2H,0. 

Nitrous oxide is also formed by reducing NO with sulphur dioxide or dilute 
HNO| with zine or by boiling nitric acid with stannous chloride (in HCl) solution. 

2NO + SO, + H*0 = HjSO, + N,0. 

4Zn + lOHNO, = Zn(NO,)a + 5H,0 + N,0. 

2HNO, + 4SnCl, + 8HC1 = 4SnCl4 + 5HjO + N,0. 

Nitrous oxide is not readily synthesised but may be obtained by passing an electric 
disdiarge through a mixture of nitrogen and oxygen at low pressure. It is an 
eodtfthennic compoilnd': N, + iO* = N,0 — 19,700 cals. 

Properdes. —(i) A colourl&s neutral gas with a faint but pleasant 
smell, nitrous oxide is fairly soluble in cold water and more so in alcohol 
but insoluble in hot water. The solution has no action on litmus ; 
hence it is » neutral oxide and does not behave as the anhydride 
of hyponitrous acid, which, however, yields nitrous oxide on 
decomposition : rijNjO, (hyponitrous acid) = NjO+HsO. 

, (ii) It produces hysteric laugher on inhalation and hence the 
name laughing gas —^but continued inhalation causes insensibility 
to pain and finally death. 

^ (iii) It does not bum but resembles oxygen in supporting combusHon 

of4he burning substance and relighting a glowing splint, since it readily 
decomposes abouc 600®C, yielding a gas containing one-^rd its 
: , ^hime of oxy|lsn ; 2 N 3 O =* 2N8-l-Oj. Nitrous oxide supports 
' ^^^li^bustion more vigorously than air. 
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Burning pieces of phosphorus, charcoal, sulphur, and heated 
'metals such as sodium, potassium and iron wire, burn brilliantly in 
the gas—the heat decomposing the gas with the liberation of oxygen 
which supports combustion. It is also reduced by heated copper. 

5N*0 + 2P = PaOg + 5Na ; 2N,0 + S = SO* -f 2Na. 

N*0 + 2Na = NaaO + N* ; N*0 -f Cu = CuO + N*. 

Both nitrous oxide and oxygen arc colourless gases ; both support 
combustion 'viogorously and rekindle a glowing splint. 

But nitrous oxide differs from oxygen in the following respects : 


Properties 


Nitrous oxide 


Oxygen 


16 


(i) Density (H « 1) 
(li) Odour 
(iii) Solubility in 
(a) water 


(b) alcohol 


(iv) Solubility in alkaline 

pyrogUate 

(v) Reaction with nitric 

oxide 

(vi) Burning white phos¬ 
phorus is inserted in the 

gas jars ; combustion 
over, the Jars are inverted 
over water 


22 

Faint sweet odour. 

Fairly soluble in cold 
water (1.3 c.c. per c.c. 
of water at 0*) ; insoluble 
in hot water. 

Fairly soluble (4.18 c.c. 
per c.c. of alcohol at 
0 °). 

Nil. 

No reaction 

Phosphours bums bril¬ 
liantly. Water does not 
rise up in the jar, since 
equal volume of Ng is 
is liberated. 

5N,0+2P«P,0,-f-5N, 


Odourless. 
Scarcely soluble. 


Much less soluble then 
nitrous oxide. 

Readily absorbed. 

Reddish-brown fumes of 
NO,. 

Phosphorus burns 
brilliantly. 

Water rises up and fully 
fills the jar, since the O, 
is completely absorbed. 
4P + 50, = 2P,0,. 


Use of nitron* amide ,—It is used as a mild anaesthetic in dental and other minor 
surgical operations. The gas for this purpose must be pme and is administer^ 
along with about 10% oxygen. • 

Nitric Oadde, NO.—^Preparatioh.—^The gas was first investigated 
by Priestley in 1772. Nitric oxide is usually preparcc? in the 
laboratory by the action of copper turnings upon cold dilute nitric 
acid (1 vol. concentrated acid + 1 vol. water). Ctjpper turnings 
are taken in a Woulfe’s bottle fitted with a thistle funnel and a delivery 
tube, and covered with a layer of water. On during concentrated 
nitric acid down the funnel, nitric oxide is liberated which forms 
reddish-brown fumes of nitrogen peroxide with the air in the bottle. 
The brown fumes are allowed to escape and the colourless gas is 
collected over water : 

. 3Cu + 8HNO, = 3Cu(NO,)a + 4H,0 + 2NO. 

Parificati<m«—The gas so obtained is not pure ; it contains the 
impurities nitrogen and nitrous oxide. It is purified by absorbmg it 
in cold saturated solution of ferrous sulph&te (when tbe dark brown 

16 
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nitroso compound [Fe(N 0 )]S 04 is formed)—the dark br^xim solution 
on heating yields nearly pure nitric oxide which may be dried by 
sulphuric acid and collected over mercury : 

FCSO 4 + NO ^ [Fc(N0)]S04. 

Nitric oxide is formed in small quantities at very high temperature by direct 
synthesis : N, + % 2NO — 2 x2i,600 calories. 

. Nearly pure nitric oxide is formed : (i) by heating a mixture of dilute sulphwic 

acid, ferrous sulphate and potassium nitrate, or (it) by the action of ferrous chloride 
in acid solution on sodium nitrate : 

2HNO, + 6FeS04 + 3HgS04 -- SFcjCSOg), + 4HaO + 2NO. 

3FeCI* + NaNOg + 4HCI = 3FeCl, + NaCl + 2H,0 + NO. 

\'ery pure nitric oxide is obtained : (i) by the action of acidified solution of 

potassium iodide bn sodium nitrite : 

2NaNO, + 2Kr + 4HC1 = 2NaCl + 2KG1 + Ij + 2HgO + 2NO. 

or (ii) by shaking mercury with a solution of potassium nitrate and cone, sulphuric 
acid : 

2KNOg + 4H*S04 + 6Hg = KgSO* + SHggSO* + 2NO + 4H*0. 

Properties.—(i) A colourless, poisonous gas, it is slightly heavier 
than air and only slightly soluble in water. It is a neutral oxide like 
nitrous oxide. 

(ii) It does not burn nor does it ordinarily support burning. 
Compared with nitrous oxide (decomposing at 600®G) nitric oxide 
decomposes set IOO(?®G. Hence only vigorously burning phosphoius 
or boiling sulphur , burn in the gas—the heat being sufficient to 
decompose nitric oxide, yielding oxygen : 2NO = Ng -f- Og. 

Feebly burning phosphorus, burning sulphur and charcoal or a 
lighted taper ate extinguished in the gas : 4P + 10NO == 2 P 3 O 6 + 5 N 2 . 

(iii) It readily unites with oxygen, yielding reddish brown fumes 
of nitrogen dioxide : 2NO + Oj = 2 NO 2 . 

(iv) It is absorbed by cold ferrous sulphate solution to yield a 
dark brown liquid containing the unstable nitroso-compound, 
(Fe.N 0 )S 04 , which decomposes on healing, liberating nitric oxide. . 

* FeS 04 4- NP (Fe.N 0 )S 04 . 

NO i^apidly absorbed by alkaline sodium or potassium sulphite solution, forming 
diniiroso sulphite. NagfiNOjaSOj, which at once evolves NjO on acidification ; 

^ • Naj(N0)aS03 - NaaSO^ + N*0. 

- (v) It reacts with chlorine in presence of charcoal yielding nitrosvl 
chloride : 2NO +'C1, = 2NOC1. 

(vi) It may be reduced to ammonia, when heatea with hydrogen 
in presence of platinum : 2NO -f- SHj — 2 NH 3 + 2 H 2 O. 

It 19 reduced to hydroxylamine by tin and hydrochloric acid, and to nitrous oxide 
by sulphurous acid. ^ 

NO + 3H NH^OH ; 2NO + H»SO, « N,0 + HtSO^ 

. Like other oxides of nitrogen, it may be reduced to nitrogen by 
Iteet^ metab like sodium, potassium, iron, icopper and nickel: 

" 5 keu + 2NO «= 2CuO + N, ; 2Ni 2NO »?= 2NiO + N,. * 
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A mixture of nitric oxide and carbon disulphide vapour, made by shaking few 
drops carbon disulphide in a jar of nitric oxide, when ignit^ burns with a bruUant 
blue dame : 

2CSj + lONO = 2CO + 4SO, + 5N,. 

Nitric oxide is thus an oxidising agent. But a powerful oxidisii^ 
agent like potassium permanganate oxidises nitric oxide to nitric acid 
—the permanganate is reduced to a colourless solution ; here nitric 
oxide acts as a reducing agent : • 

6KMnO4+9H2SO4-)-10NO = 3KjS04+6MnS04-l 4HaO+10HNO3. 

Iodine also oxidises nitric oxide into nitric acid : 

3Ia + 4H20 + 2NO = 2 HNO 3 + 6 HI. 

Nitric oxide is used as a carrier of oxygen in the manufacture of sulphuric acid 
by the chamber process. 

Gompositioii of nitrons oxide and nitric oxide. —The following 
methods are available.—(i) TIinmb tnbe method. —Gay-Lussac 
and Thenard (1811) determined the 
compositions of nitrous oxide and nitric 
oxide by heating potassium in a measured 
volume of the gas. The pure gas (nitrous 
oxide or nitiic oxide) is collected by the 
displacement of mercury in*a bent tube 
.standing on mercury—(fig. 97)—the volume 
of the gas is noted. A piece of potassium is 
then inserted into the tube and heated in 97 

the gas when the potassium combines with 

the oxygen, setting nitrogen free—on cooling, the volume of the gas 
which is found to be nitrogen is noted. 

(ii) The composition may also be determined by heating a spiral 
oiiron aire in a measured volume of the gas when it unites with oxygen, 
setting nitrogen free. A graduated tube is fitted at one end with 
a cork through which pass a pair of platinum wires connected together 
by a spiral of iron \vire inside the tube. The tube^stands in a trough 
of mercury—the volume of the gas* is noted. The iron wire is then 
heated electrically by connecting the platinum wires with th^terminals 
of a battery. The iron wire combines with the oacygen, liberating 
nitrogen whose volume is noted after adjustment of mercury levels. 

Esperimentel Resvlts t—(i) Nitroufi oxide.~It is found that the volume of 
the gas remains unaltered, i.e., nitrous oxide contains itS own volume of nitrogen. 
Hence, 

1 volume nitrous oxide contains 1 volume nitrogen. 

/. 1 mole nitrous oxide contains 1 mole nitrogen, (by Avogadro’s hypothesis). 

Hence, the formula is N|Ox and the molecular weight ss 28 + l&r. 

But the mol. wt. » 2x22 = 44, the vapour^ density being 22, 

28 + 16* — 44 * = I. Hence the formula is NjO. 

(h) Nitric is found that nitric oxitfo contains half its of 

lutr^en. Hence, 

1 volume nitric cncide cxxitains vdume hiti^ai. ■ 

1 mole nitric oxide contains | mole nitrogtia, (by Avogadio’s hypotbods^ 
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the fonnula is NOx end the mol. wt. » 14 + l&r. 

But the mol. wt. 2 X15 30, the vapour density being 15. 

14 4* 16x ■■ 30, or X o 1 ; hence the formula is NO. 

(lit) The formula of nitrous oxide may be determined by exploding the gas with 
hyd^en in a eudiometer, (Davy, 1799). 20 c.c. of the gas are mixed with 20 c.c. 
ot hydrogen and explod«l—20 c.c. of nitrogen are found. 20 c.c. of hydrogen must 
have co^med with 10 c.c. of oxy^ to yield water. Ther^ore 20 c.c. nitrous 
oxide contain 20 c.c. nitrogen and 10 c.c. oxygen, i.c., 1 vol. nitrous oxide contains 
1 vol. nitrogen and vol. oxygen and hence the formula may be deduced to be N|0. 

Jjlitrie oxide alone doei not explode with hfdngen, but if mixed with an equal volume 
of nitrous oxide, both the gases explode when ^e mixture is sparked with an equal 
volume of hydrogen. 

Nitrogen trioxide, NgOg.—It may be obtained by distilling a 
mixture of equal weights of arsenious acid and nitric acid (60 per cent) 
and condensing the vapours in a receiver cooled in freezing mixture : 

AsgOg 2 IINO 3 = AS 3 O 3 - 4 " NfOj "I” 

A blue liquid at very low temperature, it dissociates giving reddish brown fumes : 

N,0, fc? NO + NO,. 

It forms nitrous acid vnth water, and nitrite with alkali. It is thiu the anhydride 
of nitrous acid. 

N,0, + H,0 = 2NHO,. N,0, + 2NaOH * 2NaNO, + H,0. 

Nitrogen dtoxide, NOa and nitrogen tetroxide, NjOa-—In the 
laboratory the gas is prepared by heating dry lead nitrate. Powdered 
lead nitrate is taken in a hard glass tube, and the evolved gases, reddi.sh 
brown in colour, are passed through a U-tube, cooled in freezing 
mixture, where nitrogen tetroxide condenses as a pale yellow liquid 
and the oxygen passes out—a glowing taper held at the exit of the 
U-tubc is reUndled, (fig. 61). 2 Pb(N 03 )j = 2PbO 4 NO 3 4- O,. 

The experiment may be used to prove that lead nitrate contains Pb, nitrogen 
and oxygen. The nitrogen peroxide is passed over copper heated to bright rednoM, 
when copper oxide is formed and nitre^en passes on. 

4Cu + 2NO, « 4CuO + N,. 

The yellow residue of lead codde is heated in a current of hydrogen, when it b 
reduced to metallic lead, vdiich is soft aad malleable and marks paper : 

• • PbO + H, «- Pb + H,0. 

Properties.— (i) Nitrogen dioxide, NO3, is a reddish>brown, 
poisonous gas f it condenses on cooling in a good freezing mixture to 
a pale yellow liquid ^b.p. 22 **) which gradually separates as colourless 
crystab (m.p. —S'*) of nitrogen tetroxide, N3O4. It dissociates on 
heating into nitrogen dioxide—the dissociation is complete at 140‘’C. 

N ,04 vi 2 NOa. 


During heating the colour deepens gradually from yellow to reddish brown— 
the odour change accompanies a decrease in density to 140*^ when the density becomes 
steady and corresponds with NO,. Above 140**, again the colour becomes paler 
due to dissociation 2NO, *9 2NO + O,, and aao the density decreases, until at 
^20* the gas is colourless when the disso^tion become com}dete. Revorie change 
occurs on coolhif * : 

K,0« ^ N,0« % 2NO, 




vapour 14(P gas ~ 620* 


2N0 4‘0 
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(ii) It docs not bum nor support burning readily. But vigoromly 
burning phosphorus, sulphur and charcoal bum in it. .Potassium 
spontaneously inflames in the gas : K + 2NO* = KNOj -f NO. 

^ii) It reacts with water, yielding a colourless solution of nitrous 
and nitric acids, hence it is a mmd addranhydride. But the nitrous 
acid decomposes, giving nitric acid and nitric oxide : 

2NO.+H.O = HNO,+HNO. ; 3HNO, = HNO,+HaO+2NO./ 

Hence the final products arc nitric acid and nitric oxide. ^ 
3NO. + H,0 « 2HNO* + NO. ^ 

The gas is absorbed by alkali, yielding a mixture of nitrate and 
nitrite : 2NOa + 2NaOH = NaNO* + NaNOg + HgO. 

(iv) It is a powerful oxidising agent. Thus, it lioerates iodme from 
potassium iodide, precipitates sulphur from hydrogen sulffliide : 

2Kl4-NO,+HaO =2K0H4-N04-l8 ; H»S+NO* =»H.04-N0+S. 

Sulphur dioxide is oxidised to sulphuric acid in presence of steam 
—a reaction used in the manufacture of the acid. Carbon monoxide * 
is oxidised to carbon dioxide : • 

NO.+SOa+HjO =» HgSOg+NO ; NOj+CO * NO+CO*. 

It may be reduced to nitrogen by heated metals such as sodium, 
iron or copper. It may also be reduced to ammonia, by hydrogen in 
presence of platinum ; 2NOa + TH* == 2NHg + 4HaO. 

Gomposltlofi.—^The composition of nitrogen dioxide is ucertained by passing 
the gas over weighed copper contained in a tube heated to bright redness (other-wise 
NO is formed)—the nitrogen liberated is collect^ ; its volume measured and weight 
calculated. The increase in weight of the tube gives the weight of oxygen : 

4Cu + 2NO, = 4CuO + N,. 

From the weights of nitro^^en and oxygen, the percentile composition of the 
gas is ascertained and thence its formula, which is found to be NOj. 

The formula cannot be accurately determined by volumetric methods, since 
the gas dissociates easily, giving a mixture of NO| and Ng 04 . 

Nitrogen pentoadde* NgOg.—It is obtained by the dehydration 
of nitric acid by phosphorus pentoxide. Phosphorus pentoxidc is 
added to concentrated nitric acid contained in a retort •cooled in 
freezing mixture. The mixture on gentle distillation yields nitrogen 
pentoxide which condenses as colourless crystals in ice-cooled receivers. 

2HNOs + PaOj « 2HPOe + 

It may also be obtained (i) by the action of dry chlorine on gently heated silver 
nitrate : 4AgNO, + 2C1, = 4AgCl + 2N,0, + O,. 

(ii) by passing ozonised oxygen into cooled liquid nitrogen tetroxide : 

N,04 + O, « N,0, + O,. 

Nitrogen pentoxide forms colourless hygroscopic crystals, stable 
below 0®, but melts with decomposition at about 30®C to a dark-brown 
liquid which decomposes into red vapours of NOg and oxygen at 
50®C : 2NgO# « 2N*04 -f O*. * * 
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Phosphorus, sodium and potassium burn -in liquid nitrogen 
pentoxide if warmed. Charcoal is not attacked by the liquid even 
on boiling, but it bums brilliantly in the vapour. 

It dissolves in water, giving nitric acid ; hence it is the anhydriae 
of nitric acid. It is a powerful oxidising agent. 

N 2 O 5 + HjO = 2 HNOs. 

ComiMuriBoa off ozidea off nitrogen. —(i) All the oxides are gaseous at the 
ordinary t^perature except nitrwen pentoxide, NjO,, which is a colourless solid 
—^NjO and NO are colourless, NgOa and Nj04 are reddish-brown. 

_(ii) Solubility in water. —N2O is soluble in cold water, NO is slightly soluble, 
while the other oxides dissolve in water, yielding acids, hence they are acidic oxides. 
NjO and NO are neutral. 

NsO, + HjO = 2HNO, ; N^Oj + H 3 O = 2HNOj. 

NjO, + HjO = HNO 5 + HNOj. 

(iii) Action of alkalis. —Except NgO and NO which are neutral, the rest of 
the oxides react with alkalis. 

(iv) Gomimstibility, etc.—^All the oxides are non-combustiblc. N^O readily 
, supports combustion like oxygen, while the other oxides do not ordinarily support 

burning ; but vigorously burning phosphorus, sulphur, etc., continue burning in 
them—the heat being sufiicient to decompose the oxides, liberating oxygen. 

(v) Absorbenta* —N2O is absorbed by alcohol, and NO by cold ferrous sulphate 
solution, while the three acidic oxides are absorbed by alkalis. 

(vi) Physiological action. —^All the oxid^ are poisonous— N^O is a weak 

anaesthetic. , 

Nitrous acid, HNO^, and nitrides. —^i) The nitrous acid is 
unstable and is known only in solution. Unlike nitric acid, it is a 
very weak acid and can be liberated from its salts even by acetic 
acid. It may be obtained in solution by adding cold dilute sulphuric 
acid to ice-cold barium nitiite solution and filtering ftom barium 
sulphate. 

BaCN02)2 + H2SO4 = BaS04 -f 2HNO3. 

But at ordinary temperature the acid breaks up giving reddish 
brown fumes of oxides of nitrogen. 

2HNO2 H2O + NaQe ^ H2O + NO -f NOg. 

A nitrite, therefore, yields reddish brown fumes on treatment with 
dilute acids. Nitrous acid decomposes in dilute solutions on keeping, 
yielding nitric .acia, thus ; 3HNOa = HNOg -h 2NO + H^O. 

(ii) It is a more powerful oxidising agent than nitric acid. Thus 
iodine is readily liberated when a nitrite is added to an acidified 
solution of potassium iodide—a blue colour is obtained on the addition 
of starch. This is a test for nitrous acid. 

2KI + 2 KNO 2 + 2 H 2 SO 4 = 2 K 2 SO 4 + I 2 + 2NO + 2H20. 

Nitrous acid readily oxidises sulphrous acid to sulphuric acid and 
hydrogen sulphide to sulphur and water. 

H 2 SO 3 H- 2 HNO 2 = H 2 SO 4 + 2NO -f HgO. 

H*S -I- 2HNOa = S + 2NO + ZHaO. 
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It also oxidises stannous chloride to stannic chloride, and ferrous 
alts to ferric salts : SnCl 2 + 2 HCH- 2 HN 02 = SnCl 4 + 2 N 0 + 2 H 20 . 

2FcS04+HaS04+2HN02 = Fe,(S04)3-f2N0+2Ha0. 

(iii) Unlike nitric acid, it also acts as a reducing agent, e.g., it 
reduces chlorine or bromine water and acid permanganate solution : 

HNOa+Bra+HaO =HN 03 -f 2 HBr, 

2KMn04+3H3S04+5HN02 = KaS04+2MnS04+5HN034r3H20. 

Nitrous acid is oxidised by hydrogen peroxide : 

HNOg + H 2 O 3 = HNO 3 + H 2 O. 

Ammonium chloride, and also urea react with nitrous acid, yielding nitrogen— 
the reaction is used in removing nitrous acid from a solution : 

NH 4 CI 4- HNOj = Nj + 2HaO + HCl 
CO(NH 2 )a (urea) + 2 HNO 4 = 2Na + SHaO + CO* 

Salts of nitrous acid, i.c., nitrites are more stable and are easily 
prepared. Sodium nitrite and potassium nitrite may be made by 
heating the corresponding nitrate, either alone or with .lead. 

2KN08= 2 KNO 2 + O 2 ; KNO 3 - 1 - Pb == KNOa + PbO. 

Alkali nitrites arc made by passing into the alkali eqiiimolccular mixtures of XO 
and NO*, i.c,, NjO*—^the latter being made by catalytic oxidation of ammonia. 

2KOH + NO 4- NO* = 2 KNO 2 + HjO. 

Tests for nitrite. —(i) A nitrite yields reddish brown funH^ on acidification 
with dilute sulphuric acid. 

(ii) A nitrite in acid solution liberates iodine from potassium iodide—the iodine 
gives blue colour with starch. 

(iii) A nitrite gives a brown colour vvith a solution of meta-phenylcne-dianiinc 
hydrochloride in hydrochloric acid. 

(iv) A nitrite gives an intense pink colour with a mixture of solution of 
sutphanilic acid and a-naphthylamine in acetic acid. The last two tests are very 
delicate and are utilisi^d for rolorimetric estimation of nitrites in water, 

Hyponitrous acid, H*N*0*.—Sodium hyponitrite, Na..NjO*, is obtained by- 
reducing sodium nitrite solution with sodium amalgam. 

NaON = O + 4H + O -= NONa —NaON NONa + 2HsO. 

The solution is filtered through aslx‘sto% and concentrated over strong sulphuric 
acid in a vacuum desiccator, when crystals of sodium hyponitrite, NaaN*©*, SHjO, 
deposit. They are washed with alcohol and ether, and dired in a vacuum desiccator, 
when a white powder of anhytlrous NajNaO*, stable in air, is ol^fained. An aqueous 
solution of sodium hyponitrite gives a yellow precipitate of silver hyponitrite with silver 
nitrate solution. * 

Na*NaOs + AgNOj — Ag*N*Oa + 21 iilaN 03 

Hyponitrous acid is prepared by adding silver hyponitrite to an ether solution 
of hydrogen chloride in absence of moisture : 

Ag,N*0, + 2HCI = 2AgCl + H*N*0.* 

The silver chloride is filtered off, and the filtrate on evaporation gives colourless 
crystals of hyponitrous acid, HjNjO*. 

Hyponitrous acid is also formed by the action of nitrous acid on hydroxylaminc. 

HO.NHa + O -= N.OH —► HO.N =- N.OH + H,0 

The aquous solution decomposes with evolution of nitrous oxide. 

H,N,0* = H,0 + N,0. 
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Nitric acid 

Formula HNO«. Density at 15®, 1.52. Boiling point 78.2®. Freezing point 
—41.3®. 

History and Oeenrrence. —^This acid, called aqua fortis, known to the 
alchemists—Geber (A. JD. 788) obtained it by the distillation nitre, blue vitriol 
and alum. Its composition was determined by Lavoisier in 1776. 

It was first obtained by distilling saltpetre with green vitriol: 

4FeSO; + 4KNO, + 3HjO « 2Fe,0, + 4KHSO* + NO + NO, + 2HNO,. 

Free nitric acid, produced by lightning flashes, occurs in traces in air.^ It is 
found in the form of nitre (potassium nitrate) in the soil of tropical countries like 
India, smd as sodium nitrate (Chile salt petre) in Chile in South America. 

Laboratory pr^aradon.—^Nitric acid is volatile—a less volatile 
acid like sulphuric acid displaces it from a nitrate. Hydrochloric 
add though stronger than sulphuric acid is not used in the preparation 

nitric add, since hydrochloric acid is volatile. 

In the laboratory nitric acid is prepared by distilling a mixture 
. of potassium or sodium nitrate with concentrated sulphuric acid, 
when the following reaction takes place, forming pota^ium (or 
sodium) hydrogen Sulphate and evolving nitric add vapours. 

KNO, -f H,S04 = KHSO 4 + HNOa ; 

NaNO, + H 4 SO 4 =: NaHSP 4 + HNO,. 

Equal parts' by weight of potassium nitrate and concentrated 
sulphuric acid are taken in a stoppered glass retort (fig. 18) the stem 
of which communicates with a water-cooled receiver. Nitric acid 
distils on moderate heating at about 200®G and collects in the receiver. 

With excess of nitre and at a higher temperature of about 800'*C 
a further reaction occurs ; the potassium (or sodium) hydrogen 
sulphate being converted into normal sulphate : 

KNO, + KHSO4 = K3SO4 + HNO,. 

But the reaction is not carried to this stage, as 

(i) the glass retort would crack at the high temperature required ; 

(ii) the normal sulphate forms a solid mass in the retort which 
it is difficult to remove ; and 

(iii) mdst of the acid would decompose at the high temperature : 
e 4 HNO 3 = 2 HaO-I-4N02+O 2 . 

Properties.—(i) A colourless, fuming liquid with a cheddng 
smell, t^ acid is soluble in water in all proportions. 

(ii) It is a strong monobasic acid —the acid is readily ionised in 
solution and is, therefore, a strong acid : HNOj H"*" -f NO,'. 

It turns blue litmus red and reacts with alkalis, yielding salt and 
water : HNO* + NaOH = NaNO, + H,0. 

The acid contains water and oxides of nitrogen formed by the decomposition 
of the acid as impurities, and is brown in colour. It may be concentrated up to 
9B% by distiUaHon with concentrated sulphuric add ; oxides of nitzo^ are 
naa^ed bubbling air through the add till colourless. Pure nitric aad may 
bi^|S|^i^ ,as colourless crystals by freezing the 98 per cent acid at— 42*Cb 
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(iii) It is a highly corrosivt liquid and produces painful blisters if 
it comes in contact with skin which it attacks, causing a yellow stain. 
Other organic bodies like leather^ silk, etc., are also stained yellow by 
strong nitric acid. 

Cottdn which is almost pure cellulose, is converted into nitro-eellulose by the action 
of concentrated HNO, in presence of concentrated H|SO«—the nitrocellulose is 
employed under the name of gun-iotUm in explosives. Glycerine under similar 
conditions, produces miro-glyeeritu, also called NobeVs oil which is absorbed in kieselguhr 
for making dyiumite.. ^ 

Oil of turpentine bursts into flame with evolution of black clouds of carbon, when 
added to concentrated nitric add in a basin. 

(iv) It readily decomposes on heating, yielding water, brown 
vapours of nitrogen dioxide and oxygen : 4HN0a=2H*0-f4N0t-]f-0j. 

(v) It is a powerful oxidising agent .—^Ready liberation of oxygen 
from nitric acid makes it a powerful oxidising agent, particularly when 
hot and concentrated, (a) Hot concentrated acid oxidises sulphur to 
sulphuric acid, iodine to iodic acid, and phosphorus to phcnphoric acid. 
S+ 2 HN 0 a=HaS 04 -f 2 N 0 ; Sla-f 10HNOs=6HIOa+10NO+2HtO. ^ 

4P-flOHNO,+HaO = 4H,P04+5N0-f SNO,. 

(b) Glowing charcoal bums brilliantly in strong acid ; warmed 
saw-dust bursts into flame in the acid : 

C + 4 HNO 3 =.= CO* + 4NOa + 2HaO. 

Some saw-dust is heated on a sand bath in a basin until *it begins to char ; 
it inflames on pouring on it a few drops of fuming nitric acid very carefully firom a test 
tube. Yellow-coloured fosnlng nitric acid contaimng dissolved oxMes of nittogm, 
is a powerful oxidising agent, and is made by distilling concentrated nitric acid with 
a little starch, which reduces some nitric acid to the nitrogen oxides NO and NOf 

(c) Concentrated nitric acid oxidises ferrous salts to ferric salts— 
the reaction is quantitative.’ Thus the acid converts ferrous sulphate 
in presence of sulphuric acid to ferric sulphate : 

6 FeS 04 + 3 H 2 SO 4 + 2 HNO 3 = 3 Fe 8 (S 04 ), + 2NO + 4H*0. 

(d) Hot dilute or cold concentrated acid liberates sulphur from 
hydrogen sulphide and iodine from potassium iqdide ; 

3HaS -f 2HNOs = 3S -f 2NO -f 4 H 3 O. 

6KI + SHNO, = 3 I 2 + 6KNOa + 2NO -f 4HaCf. 

Sulphur dioxide is oxidised to sulphuric acid by ^nitric acid : 

2HNO3 + SOa = HaS04 + 2NOa. 

(e) Hot concentrated nitric acid reacts with concentrated hydro¬ 
chloric acid, yielding chlorine, nitrosvl chloride and water : 

3HC1 + HNO 3 = Cla + NOCl + 2H.O. < 

A mixture of concentrated nitric acid (1 vol.) and hydrq^jtioric 
acid (3 vols.) is known as aqua regia : it dissolves gold and plamum*. 

Au + 4HC1 + HNO, = HAUGI 4 + NO -f. 2HaO. 

(vi) Reactibna with snetals. —^Nitric acid reacts with all meta|i . 
except gold, platinum, tantalum, rhodiiim and iridium: irqp 
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chromium become ‘passive* in the concentrated acid ; aluminium is 
scarcely attacked by cold nitric add. Tin and antimony are converted 
into their oxides. The remaining metals yield nitrates. Since «in 
its action upon metals, nitric acid acts both as an acid and an oxidising 
agenty the attack on the metal is always (except in'the case of. very 
dilute acid and magnesium or manganese) accompanied by reduction 
of the nitric acid to oxides of nitrogen, nitrogen, or ammonia, etc;—> 
the nature of the product depending upon (a) strength of the acid, 
(b) terr^emturey (c) nature of the metal, and (d) products of reaction in 
the solution,- Hydrogen is evolved only by magnesium or manganese, 
acting upon very dilute (1 or 2 per cent) and cold nitric acid : 

Mg + 2 HNO 3 = MgCNOs)^ + 

TWfe mechanism of reduction of nitric acid by metals may be explained by 
assuming that the initial attack of metals on nitric acid liberates nascent hydrogen 
which then reduces the excess of nitric acid. The theory explains the action of such 
metah as iron and zinc which are moi-e electro-positive than hydrogen. The action 
zinc upon strong nitric acid, yielding nitrogen dioxide may l>c explained as follows : 

Zn -f- 2HNO3 =- Zn(N03)3 -b 2 H 
' 2HNO3 H3O -b 2 NOj -b O 

, 2 H + O - HgO 

Zn -b 4HNO3 - Zn(NO,)j -b 2H4O -b 2 NOa 

But the metals such as copper, .silver and morcury are less electro-positiw than 
hydrogen. It is, th<^efore, suggested that the initial step in the attack is the oxidation 
of the metal to its oxide which then dissolves in the acid. 

3 Cu -b 2HNO3 = HjO -b 2 NO -b 3 CuO. 

3 CuO + 6HNO3 - SHjO -b 3Cu(NO.)3. 

3 Cu -b 8HNO3 - 3 Cu(N03)2 + 2 NO -b 4H3O. 

Action of nitric acid upon few representative metals —different oxid^ of 
nitrogen or ammonium nitrate are formed, depending mainly on strength of acid': 

Copper : (i) Hot concentrated Cu -b 4HNO3 = Cu(N03)2 + 2H3O -b 2 NOa. 

(ii) Cold dilute ( 1 : 1 ) 3 Cu -b 8HNO3 = 3Cu(N03)3 -b 4 HsO -b 2 NO. 

(iii) Cold dilute 4 Cu -b IOHNO3 = 4Cu(NOa)3 + SHjO -b N^O 

Zinc : (i) Hot concentrate Zn -b 4 HNOs = Zn(N03)j + 2 HjO -b 2 NO.. 

(ii) Cold dilute 3 Zn -b 8HNO3 = 3Zn(N03), -b 4 H ;0 -b 2 NO 
(lii) Cold very dilute 4 Zn -p 1 0HNO,=4Zn(NO3)3-b3HjO -bNHiNOa. 

• . 4 Zn -b IOHNO3 = 4 Zn(NO ,)8 + 5 HaO -b NjO. 

Zinc dissolves in dilute nitric acid to form ammonium nitrate—some nitrous 
oxide and nitric oxide are also evolved. 

• 

Irim : (i) Fairly concentrated 

or hot dilute Fe -b 4HNO3 = FeCNOa), -b 2H.4O -b NO 
(ii) Cold dilute 4 Fc -b lOHNO* = 4 Fe(NO,)* -b SHaO + NHaNOa 
(lii) Concentrated or fuming acid docs not dissolve iron but renders 
it passive. 

Mercury : (i) Hot concentrated Hg -b 4 HN 08 = Hg(N03)3 -b 2H20-b2N0j, 
(ii) Cold dUutc 6Hg + 8HNO3 = 3Hg3(NO,)a + 4 H ,0 + 2 NO 

' Tin t (i) Cold dilute 4Sn + IOHNO3 = 4Sn{N03)a + 3H3 O + NH^NO* 
(li) Hot concentrated acid i»r<^uces stannic nitrate, which is readily 
hydrolysed to a white precipitate of metastannic acid, HtSnaO)], 
4 H 3 O, the latter decomposing by heat into tindjktxidc and water. 
5Sa + 20HNO, «= H,Sn,0u.4H,0 + 5H,0 + 2Q|«Oa. 
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SUrtjT t (i) Hot dilute Ag + 2 HNOa — AgNOg + HjO + NO. 

. Action of HNOi on metals : A review of the reduction products of nitric 
acid and the metallic nitrates formed : 


Strength of acid : 

Concentrated 

Moderately strong 
(1 acid : i water) 

Dilute 

Copper 

NO, 

NO 

N ,0 

Zinc 

NOa 

NO 

NaO & NH4NO3 

Mercury 

NO, & Hg(NO,)a 

NO & Hga (NO,)s 

— ‘ 

Tin 

NOa & metastannic 
acid 

j 

NH*N03&Sn(N03)* 

Iron 

passive 

NO & Fc(N 03 ), 

NHaNOjfc Fe(N 03 )a 


Action of Nitric Acid upon Alloys. —^Alloys contain two or more metals 
together, which are separately acted on by the acid. Brass (Cu and zinc) and silver 
coin (Ag and Cu) readily dissolve in the concentrated nitric acid. Bronze (Cu anfl 
Sn), when similarly treated, copper alone dissolves—tin is oxidised to metastannic 
acid which forms a white precipitate. Gold coin (Au + Cu or Ag) containing not 
more than one-third of gold is only attacked by the hot cone. HNOj—copper or silver 
dissolves, gold is left unacted upon. 

Tests for Nitric Acid and Nitrates. —(t) Reddish bjown fumes of nitrogen 
dioxide are evolved when nitric acid or a nitrate is warmed with concentrated 
sulphuric acid and copper turnings. Copper dissolves in nitric acid, giving a 
bluish-green solution. 

(it) Rose-red colour is produced,on adding a nitrate or nitric acid to a solution 
C'f brucine in concentrated sulphuric acid. ^ 

(iti) The brown ring test for nitrate and nitric acid. An excess of freshly 
prepared solution of ferrous sulphate is added to a cold dilute solution of a nitrate 
in a test tube, and concentrated sulphuric acid is carefully poured into the liquid 
so as to form a heavy lx>ttom layer ; a brown ring is formed at the junction of the 
two liquids. Nitrites interfere with ring test. 

The ferrous sulphate reduces the nitric acid to nitric oxide NO, which reacts 
with excess of ferrous sulphate, yielding the brown nitraso compound (Fc.N0)S04, 
which appears as a brown ring at the junction of the liquids. The nitroso compound 
is unstable and decomposes on warming into nitiic oxide and the ferrous salt, and 
consequently while performing the ring test, the test tube is cooled under the tap 
during the addition of sulphuric acid. 

2 HNO 3 + 3HaSO, + GFeSOi -= 3Fcj(S04)3 + 2NO + 4 H 3 O 
FeSO, -h NO ^ (Fe.NO)SO, 

A nitrate (also a nitnte) is quantitativelj converted to ammonia by heating tvith 
zinc and strong caustic soda solution. Aluminium may be used* ins^'ad of zinc, 
but Devarda’s alloy containing aluminium, copper and zinc is the best. The mcthotl 
is employed for the estimation of nitrites or nitrates, the ammorSa being distilled into 
a measured excess of standard acid. The excess sulphuric acid is then back-titrated 
against standard alkali. 

NaNOa + 4Zn + 7NaOH = NH, + 4NasrnOa + 2HjO. 

In presence of sulphuric acid mercury reduces nitric acid quantitatively to nitric 
oxide : 6Hg + 3H3SO4 + 2 HNOa = 3Hg3S04 + 4 HjO + 2 NO. 

The reaction is used to estimate nitric acid in L.ungc’s nitrometer—a measured 
volume of the nitrate solution is shaken with concentrated HxS04 and mercury and 
the volume of NO formed is measured. 

Nitric Add contoiaa Hydn^en, Oxygen and Nitrogen. —(i) As already 
stated (p. 179 ) when strong nitric acid is allowed to drop on red-hot pumice stone, it 
decomposes into oxygen, nitrogen dioxide and water vapours—the ^as mixture is 
led through ; (a) a U-tube (kept in cold water) in which drops of liquid collect—^ 
the liquid if realised to be waiter by i^e blue epfour it gives with anhydrous cpftpw 
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and hence the presence of hydroc^ in nitric add, and then (b) a second 
U'tube (cooled in freezii^ nuxpjre) in whira nitrogen peroxide condenses and CHcygm 
passes on ; a glowing chip buriits into flame in the gas that passes on, and hence it 
IS oxygen. 4HNO, « 2H,0 + 4NO, + O,. 

(ii) Moderately strong nitric acid dissolves copper, evolving nitric oxide. 

The nitric oxide is passed over copper heated to bright redness in a tube when 
copper oxide is formed and nitrogen passes on : 

3Cu + 8HNO, « 3Cu(NO,), + 4H,0 + 2NO ; 2NO + 2Cu - 2CuO + N,. 

V*** ^ Niti^ Add.—Besides its uses in the laboratory nitric add finds 
applications : (i) in the^ production of explosives such as dynamite, gun cotton, 
nitro>glycerine, picric add, trinitrotoluene (T.N.T.), and ammonium dtrate. Nitre 
is a constituent of gunpowder. 

(ii) in the manufacture of sulphuric add, coal tar colours, nitrates and fertilisers. 

(ii^ in etcMng desijpns on wares of brass and bronze, and sUdntng silk, wool, 
etc., yellow; in the 'picking* of metals before electro>plating ; in the separation 
of gold and ulver. 

(iv) in the manufacture of celluldid, collodion, cellophane, rayon, lacquers and 
other nitrocdlulose products. 

Nitsoeyl COilorlde, NOd, the chloride of nitrous acid, may be prepared by 
(-warming nitroso sulphuric add with sodium chloride : 

SO,(OH).O.NO + NaCl = SO,(OH)ONa + NOd. 

It is an orange>yellow gas with a suffocating odour, easily condenses to a red 
liquid in a freezing mixture. 

It is also formed by direct union of nitric oxide and chlorine : 

2N0 + d, =• 2NOd. It is present in aqua rtgia : 

HNO, + 3Hd « NOd + d, + 2H,0. 

That it is the chloride of nitrom add is shown by its manner of decomposition 
by water ; NOd + H.OH « NO.OH (nitrous add) + Hd. 

It is also decomposed by alkali in the normal manner : 

NOCl + 2KOH = KNO, + Kd + HjO. 

It is without any action on gold or platinum, but attacks mercury : 

2NOd 4* 2Hg » Hggda 4- 2NO, and most other metals. 

Mannlactare of nitric acid. —(i) Distillation of sodium nitrate with 
concentrated sulphuric^acid. —Chile salt pctrc and concentrated sulphuric 
acid (in 3 :2 molecular proportions) arc placed in a large cast-iron 
retort which ig connected by water-cooled earthenware or silica pipes 
to a series of stoneware bottle, and then with a tower, ffllcd with 
stoneware balls, flown which water is sprayed (fig. 98). The retort 
is set in a brick Hvork furnace, and is carefully heated by coke fires to 
about 200-250®C. The vapours of nitric acid which is evolved 
according to the equation, 

3NaNO, + 2 H 8 SO 4 « NajSO^i + NaHS 04 + 3HNO, 

ait cooled by passing through the silica spirals cooled in water and are 
condensed in the stone-ware bottles as concentrated nitric add. 
Any uncondensed vapour which is largely nitrogen peroxide (from 
the c^omposition of nitric acid), is absorbed by water in the tower 
yielding weak nitric acid : 

4 NO, + O, 4 * 2 H ,0 « 4 HNOt. 
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The residue in the retort which is a mixture of sodium sulphate and 
bisulphate is tapped 
out in the liquid state 
through an exit at 
the Attorn of the 
retort. When solid, it 
is known as nitre- 
cake* The acid is of 
90—95 per cent 
strength. It may be 
concentrated to 98 
per cent by distilla¬ 
tion with strong Fig. 98 

sulphuric acid. 

Nitric acid vapcur does not corrode iron, which is attacked by the liquid acid. 
The method,—though easy to cany out and largely used in InrUa, is based on importtd . 
CbOe salt p<^. 

(ii) The catalytic oxidation of ammonia i Ostwald proceas. * 

—In thb process ammonia is oxidised to nitric oxide by the oxygen 
of air in presence of heated platinum gauze catalyst —more than 90% 
of NH 3 is converted into NO : 

4 NH 3 + 50* = 4NO + 6H,0 4- 305,000 calorics. 



An excess of air over that required theoretically to i&rm nitric oxide 
is necessary. The air is preheated to about 500*^0 in a heat exchanger 
( 2 ), by the hot gases produced by the oxidation of ammonia, and then 



Fig. 99 


freed from dust particles by filtration through woollen cloth in the air 
filter <3). A mixture of pure and dry ammonia (usually the synthetk 
ammoma from the Haber plant) and the preheated 

■ ottarpa,ra‘ . 
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proportion of 1:75 by volume is rapidly (dme of contact with catalyst 
is about 1/1000 second ; otherwise ammonia is oxidised to nitrogen) 
passed through a layer of fine-mesh platinum gauze catalyst stretched 
across an aluminium box (1) (fig. 99) called a converter—the catalyst 
is initially brought to the leaction temperature of 750°—^900°G by 
electrical heating ; once started the exotimmic reaction proceeds auto¬ 
matically. The hot products of the reaction in passing through the 
heat-interchanger heats the incoming air and so the process continues 
without external heating. 

The somewhat cooled products of the reaction which contain 
nitric oxide, some nitrogen, excess air and steam, after leaving the 
heat-interchanger (2), are cooled to about 50°C in an aluminium 
pipe (4) where the nitric oxide is oxidised to nitrogen dioxide by the 
oxygen of the accompanying excess air. 2NO -f Oa — 2NOa. The 
nitrogen dioxide is then absorbed in water in several stainless steel 
towers (5) packed with broken quartz to form nitric acid. 

2NOa + HjO « HNO, + HNOa ; SHNOj = HNOj + 2NO + HgO 

The nitric oxide liberated is reoxidised by the air present, forming 
NOa which re-enters the reaction. 2NO -{- 02 = 2 NO 3 . A 50% 
solution of nitric acid is collected from the bottom of the tower.. 

When the gases become very dilute, oxidation of NO is very slow, and the exit 
gases from the last absorption tower contain NO and NOa mainly, which are absorbed 
in NaOH or NajCO, solution, producing sodium nitrite : 

NO + NO, NaOj. 

NjO, + NajCO, «= 2NaN0a+C08 

Ostwaid method is the chief process of making nitric acid—yield is 90 per cent. 
Modem plants operate at a pressure of 7 to 8 atmospheres, yielding 60 per cent acid. 
Platinum-rhodium gauze or a mixture of FcjO, and BijOg also acts as a catalyst for 
this process. 

The dilute acid may be concentrated by distillation until the liquid attains the 
composition of constant boiling point containing 68% HNO* (boiling point 12 P’) ; 
this is the ordinary commercial acid of density 1.414. It may be concentrated 
to 98% by distillation with concentrated sulphuric acid. 

(iii) From the air : Birkeland-Eyde process. —Nitric oxide 
is formed by electfic discharges ip air—the oxidation is in endothermic 
reaction : ^ 

N 2 “|- O 2 ^ 2NO—2 X 21,600 calories. 

The proportion- of NO at equilibrium, therefore, increases with .ruing 
temperature ; 

Temperature °C 1538 1604 1760 2307 2402 2927 

% NO by volume 0.07 0.42 0.64 2.05 2.23 .-5 

The yield of NO is greater, the hi|;her the temperature. Consequently, to secure 
the maximum yield, technically air is heated to a high temperature of SOGO^C in 
an electric arc flame, but if the gases be then cooled slowly, the percentage of NO 
gradually decreases corresponding to lower temperature. In order to avoid this 
subsequent decomposition of NO, the gases are swept away from the flame and cooled 
quickiy, i.e., the high temperature equilibrium mixture is suddenly ^dulled* or 'froxm', 
to 10(W°C, below which temperature the rate of decomposition of NO is very sibw. 

Air is drawn through an electric arc set up between water-cooled 
el^trodes—the arc is spread out by an electromagnet' into a 
.flame the temperature of which is about 3000°'C }00). 

u [xrodiioed at the higher temperature^of the 



equilibrium Nj + Oj 2NO is set up. The gases issuing from 
the .arc is quickly cooled to about 1000®G to stabilise the nitric oxidc-^ 
the yiled is only 1 per cent by volume. The gases arc then gradually 



Fig. 100 

cooled when the nitric oxide is oxidised to nitrogen peroxide, which 
is absorbed by water, giving nitric acid. 

2NO Og = 2 NO 2 ; SNOg + HgO = 2HNOa + NO. 

This method, at one time the chief process of fixing atyiosphcric nitrogen, was 
carried out in Norway in 1902, utilising hydro-electric power, but is obrolete 
nowadays due to high power costs and it has been replaced by ammonia synthesis 
and oxidation of ammonia to nitric acid. 

Distinction between Nitrites and Nitrates. —For wet tests aqueous solutions 
of NaNOs and NaNOj arc used. 


Dry tests Nitrate Nitrite 

ii) Action of heat Nitrates decompose, Nitrites except NaNO, 

NaNOj and KNO 3 yield and KNOj, decompose, 
ing nitrite and 0 „ and evolving radish brown 
heavy metal nitrates, fumes, 

e.g., Pb(N 03 )g, evolv¬ 
ing reddish brown 
fumes 

fii'l Dilute HjSOj No action Reddish-brown fumes 

,vni) Concentrated sulphuric Pungent acid fumes, Reddish-brown fumes 

acid coloured brown by 

NO 3 , on heating; ' 

colour •deepens on ^ 

addition of copper- » * 

turnings 

WVt tests , • 

(iv'j KI solution + dilute No action oBlue colour 

H 2 SO 4 -h starch solution 

; /v) KMRO 4 solution--!-dilute No action t Pink colour is discliarged 

H-SO* 

(vj) Metapbenylene-diamine No action Brown colour 

, , -h HCl 

(vii) Sulphanilic acid 4* No action Fink colour 

a-naphthylamine 4 * acetic 
acid 

' (Viii) Brucine 4* concentracted Rose-red colour No action 

^ HjSO, 

(ix) 'Zinc dust NaOH ;heat NHj evolved NH) evolved . 

(x) Ritw test: Brovm ring only in Brown riiw even in 

FeSOi solution 4* HjSOi presence of cone. H 1 SO 4 presence of £lute HtSO« 
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The nitrate cannot be detected in presence of a nitrite by die ring test, as the 
latter also g^ves this test. The nitrite is, therefore, completely decompose lint 
^ boiling with NH«G1 or a mixture of urea and dilute H^SOi, and then the nitrate 
it tested by the ring test. 


Exercises 


1. How may niu^cn be obtained from (a) air, (h) ammonia, (e) nitric add ? 
Under what conditions does nitrogen combine with (t) hydrogen, (») oxygen, 
(m) noagnesium and (tv) calcium carbide ? Describe the action of water on the 
products formed in each case. 

2. How would you prove that air and water contain a mmmon constituent ? 
What are the evidences to indicate that in one case the common constituent i« 
chemically oombinixl while in the other it merely forms part of a mixture ? 

3. What are the chief constituents of air ? Describe I.avoisier's experiment 
on the composition of air. How is the composition of air affected by plant and 
aim^ life ? 

How would you obtain a specimen of dry ammonia gas ? ^ How and under 
what conditiems does* it react with *(i} lead oxide, 'XU) chlorine,'^(m) senium. 

carbon dioxide, (ti) ferric chloride solution, and (vi) copper oxide ? Putgab ’31 

5. '■ijrive an accoimt of one method of manufacturing ammonia from atmospheric 

nitrogen. How and imder what condition does ammonia react with (i) copper 
Bul|diate, (») silver chloride, (tii) mercurous •chloride, (iv) calcium sulphate and 
carbon dimude ? • Nagpur Inter. 

6 . How has the composition of ammonia been determined volumetrically and 

gravimetrically ? How may ammonia be converted into (a) nitrogen (b) nitric 
add. How is ammonia detected ? CaUulta *44 


7. How are the ammonium salts obtained ? Indicate their i»es. Describe 
the action of heat upon the following substances :—(a) ammonium ^ cMoride, 
W ammonium nitrite, \e) ammonium nitrate, (</) lead nitrate, and («) nitric acid, 
xiow are the ammonium salts detected ? ^ ^ 

8 : Give the names and formulae of 5 oxides of nitrogen. Describe the 
pxej^ation of a pure sample of nitrous oxide. How would you remove a trace of 
nitric oxide firom nitrous oxide ? In what respects does nitrous oxide differ from 
oxygen ? How has its formula been aurrived at ? 

9. How would you prepare nitric oxide in the laboratory ? How has the 
composition of the bean determined ? What happens when the gas is slowly 
paM^ for some time into a jar of air confined over water ? ^How w*uld you 
qualitatively distinguish between oxygen, nitrous oxide and nitric oxide ? 


10. How is nitric acid prepared in the laboratory ? How may the nitn^^ 
present in nitric a£id be converted into (i) ammonia, (ii} nitrous oxide, (in) nitric 
mode, and (£v) free nitrogen ? How would you prove that nitric acid ctmtains 
nitro^, hydrogen and oxygen ? 

11. How is nitric acid manufactured from atmospheric nitrof^ ? How and 

under what conditions does nitric acid react with (i) charcoal, (n) iodme, (m) brass, 
(iv) irtm and (v) silver coin ? Madtas *49 

12. How would you prepare from sodium nitrate (i) concentrate nitric acid, 
(u) nitrous acid ? Ckimpare their actions \riien treated with (a) ferrous sulphate, 
(jb) potauium iodide, (e) hydrogen sulphide. 

13. Describe experimentt by which you can fMfove that both air and nitrous 
osddc f on****^ the same constituents. Wnat is the evidence that in one case the 
comitituents are chemically combined, while in the other they merely from a 

mixture ? Caleutla liUtr. *50 

'.HL ISsplain what happens .when $ 

. .. p) glowing charcoal is dropped into ocntcentrated oltrie arid ; „ 



COUPOUtIDS OP NITROGEN 


257 


(in a mixture of air and ammonia is passed over heated platinum gauze ; 

(iii) strong sulphuric acid is poured carefully into ferrous sulphate dissolved 
in cold dilute nitric acid ; 

(iv) ammonia is passed over heated sodium, and the product that is formed, 
is then treated with water ; 

(v) nitrogen is passed over heated aluminium, and the resulting product is 
then warmed with dilute caustic soda ; 

(vi) a mixture of nitric oxide and hydr^en is passed over heated platinum ; 

(vii) carbon dioxide is led into a suspension of calcium sulphate in ammo nium 

hydroxide: ^ 

(viii) nitrogen is passed over heated calcium carbide, and the product that results 
is then treated with steam ; 

(ix) air is led into a tube containing red-hot copper followed by magnesium 
heated to redness in a furnace ; 

(x) ammonium hydrate is gradually added in excess to a solution of copper 
sulphate. 

15. State what you would observe and what gases are produced, when ammonium 
nitrate and lead nitrate are separately heated. 

Supposing 17 gm.'of sodium nitrate are completely converted into nitric add, 
what weight of the latter would be produced ? Ans. 12.6 

16. Explain what happens when : 

(i) a gas obtained by heating manganese dioxide with strong hydrochloric 
acid, is led into a flask containing ammoniun^ hydroxide ; 

(ii) sodium nitrate solution is heated with zinc dust and caustic soda, and 
the evolved gas is led into sulphuric acid. 

(iii) a thin paste of bleaching powder is run into ammonium hydroxide in 
a flask ; 

(iv) a mixture of potassium'nitrate, ferrous sulphate and dilute sulphuric 

ac'd is heated in a flask ; * 

(v) nitre is fused with lead ; 

(vi) a copper coin is dropped into strong nitric acid in a test tube ; 

(vii) a mixture of nitrous and nitric oxides is led into a cold saturated solution 
of ferrous sulphate ; 

(viii) a gas obtained by heating ammonium nitrite is led into a tube containing 
red-hot magnesium ; 

(ix) hydrogen sulphide is passed into strong nitric acid ; 

(x) starch is added to a mixture of potassium nitrite and potassium iodide 
acidified with dilute sulphuric acid. 

17. Describe the preparation and collection of nitric oxide in the laboratory. 
How would you show that nitrogen and oxygen are contained in nitric oxide ? 

Expalin why a glowing chip is extinguished in nitric oxide, bu| burning magnesium 
continues to burn. 

• 

What volume of nitric oxide at N.T.P. can be produced by the actiqp of nitric 
acid on 12.7 gm. of copper ? (at. wt. of Cu = 63.5). Ans. 2.99 litres. 

18. You are given three cylinders containing nitrous oxide^ nitric oxide ?nd 

air respectively. Describe experiments by which you can distinguish I^tween them. 
How can nitric oxMe be converted into nitric acid and the latter back again into nitric 
oxide ? Give equations. Describe what happens when nkric oxide is passed into 
a solution of ferrous sulphate. CaktUta 1950 
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XXI 


THE HALOGENS 


The elements fluorine, chlorine, bromine and iodine are called halogens, or 
‘salt-forming* elements {hetls means sea-salt), as the last three are contained in 
sea-water, and their sodium salts resemble the sea-salt, sodium chloride. 


Flaoriae 

Formula F,. Atomic weight 19.00. Atomic number 9. Valency 1. Boiling 
point—I87“C. Freezing point—233“C. Density at the b. pt. 1.108. 

Occnircence.—^The most important minerals of fluorine are : fluorspar, CaF|, 
and cryolite AlFj, 3NaF, the latter being found in Greenland only. Fluor-apatite, 
CaFf, 3 Caa(P 04 ),, is another mineral containing fluorine. The enamel of teeth 
contains about 0.3 per cent of fluorine. 

lasdatlon o( Flaoiine.—Hydrofluoric acid, obtained by heating fluorspar with 
strotig sulphuric acid by Scheele in 1771, was known as an agent for etching glass 
ever since. It was observed by Davy in 1813 that the hydrofluoric acid was analoguous 
to hydrochloric acid, ^nd was made up of hydrogen and an yet undiscovered element, 
similar to chlorine, which he named fluorine. But all attempts towards its isolation 
by Davy, Fremy, Gore and others were uniformly fruitless. The clement was not 
actually isolated until 1886, since the method of obtaining chlorine was not available 
for its isolation. The difficulties were : 

(i) An aqueous solution of hydrofluoric acid on electrolysis gave only ozonised 
oxygen and hydrogen—^no fluorine was obtained, since the liberated fluorine attacked 
watCT : 2H,0 + 2F, = 4HF + O, ; 3H*0 + 3F* -= 6HF -1- O,. 

The anhydrous hydrofluoric acid, on the other band, is a non-conductor of electric current, 

(ii) It was difficult to obtain 
an electrolytic vessel of suitable 
material, since fluorine was a 
highly reactive element and attacked 
such materials as carbon, platinum 
and glass from which the chemical 
apparatuses were generally 
made, 

(iii) Fluorine and hydrofluoric 
acid are highly poisonous ; and 
lastly, 

(iv) Hydrofluoric acid is highly 
volatile, its boiling point being 
only 19.5®C ; consequently, low 
temperature was necessary for the 
electrolysis. Want of a suitable 
refrigerant was also partially 
responsible for the failure of the 
earlier attempts to isolate the 
fluorine. Moissan got over th^ 
difficulties, and was successful in 
isolating fluorine in 1886. 

In 1869 Gore noticed that 
anl^drova h^rofluoric acid conducts 
electric current when potassium f^drogm Jbtoride was dissolyra in it. By 'electrolysing 
thissohdionin a 'vessel of piatinum-uiditan allay (which is resistant to cmrrosioo by 
ftMritieil electrodes of the sCune metal, Mbinan isolated fluorine in 1866.,. 



Fig. 101 
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The lolution was cooled to —23'’C, using a bath of boiling methyl uduch 

boil at —23% at which tempo-ature the hydrofluoric add remained in the liquid 
state. 

The electrolysis was carried out in a U-tube (fig. 101 & 102) made 
of platimm-iridium alloy; the electrodes of the same alloy, and 
thickened at the ends, were insulated from the U-tube by means of 
fluorspar stoppers covered outside with shellac. The apparatus was 
provided with two side tubes for leading out the gases liberated at the 
electrodes. The electrolyte, i.e., tJu solution of petassium \fdrogen 
fluoride in anhydrous liquid hydrofluoric acid, was contained in the IJ-tube 
which was immersed in a bath of boiling methyl chloride, b.p.—^23‘’C, 
constantly renewed, and a potential was applied. 



Fig. 102 


During electrolysis hydrogen was evolved at the cathode and 
fluorine at the anode. The fluorine was led through a spiral of 
platinum, also cooled in methyl chloride, to condense the accompany¬ 
ing vapours of hydrofluoric acid, and then through a tube of the same 
metal packed with fused sodium fluoride to remove* the last trace 
of hydrofluoric acid vapours, forming sodium hydrogen, fiiioride, 
NaF 4- HF — NaHFg. The gas was then collected in a platinum 
jar bv the upward displacement of air. • 

The electrolyte is the potassium fluoride, the acid acting as an 
ionising solvent only : KHFj = KF -f* HF ; KF*# + F% 

At anode F'—e =» F ; F + F == F,. 

At cathode. K+ + e = K j 2HF + 2K =. 2KF + H,. 

The potassium reacts with hydrofluoric acid, liberating hydrogen 
and forming potassium fluoride which again undergoes electrolysis. 

The gas evolved at anode was absorbed in iron wire in a weighed 
platinum tube by Moissan who found that for every gram of hydrogen 
liberated at cathode the iron wire gained in weight by 19 gh» ; the 
gas was thus concluded to be free fluorine. * * 
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—^Fluorine attacks water and hen^ cannot !:» prepared by the 
electrolysis of w aqueous solution of hydrofluoric acid or a fluoride ; 

2Fa + 2H,0 = 4HF + O,. 

(i) Fluorine is prepared nowadays by the electrolysis oijused potassium hydrogen 
fluoride, m.p. 230®C, in an electrically heated U-shaped copper vessel (fig. 103) 
fitted with graphite electrodes through bakelite stoppers—the copper is coated with 
a protecting film of copper fluoride initially formed. The fluorine evolved from the 
anode is led through two copper U-tubes packed with dry sodium fluoride to remove 
the hydrofluoric acid vapours. Hydrogen is evolved from the cathode. 

Since the isolation of fluorine eluded the chemists for over a century, it long 
remained a mere chemical curiosity ; but fluorine is now easily available and is handled 
almost as readily as chlorine. Sulphur hexafluoride is an effective insulator in high 
voltage apparatus. Uranium hexafluoride finds application in the separation of 
uranium isotopes. Freon, CFaClg, is a refrigerant. Fluroine also finds use in making 
insecticides. 

(ii) Fluorine is now 
made on a large scale by the 
electrolysis of a fused 
mixture of potassium 
hydrogen fluoride with 1% 
lithium fluoride in a 
jacketted steel tank with a 
carbon anode and a steel 
cathode—the products of 
elcctrolysb arc prevented 
from mixing by means of 
a fine mesh metal screen 
under the electrolyte. The 
temperature of the bath is 
kept at about 100*^0 by circulating hot water through the outside jacket. 

Properties. —(i) Fluorine is a pale greenish yellow, poisonous gas 
of penetrating smell like that of hypochlorous acid, and having no 
marked action on dry glass below 100°, may be kept in glass vessels. 

(ii) It is the most chemically active of all elements. It combines 
directly ~^th nearly all' metal^w^wm, potassium, etc., catch fire in 
the gas, yielding their fluorides. It does not directly combine with oxygen 
or nitrogen, but other non-metals such as sulphur, phosphorus, charcoal, 
bromine and iodine, etc. burn spontaneously in the gas. 

‘C + 2Fa = CF 4 ; 2B + SF^ = 2BF8. 

(iii) Ithas a great affinity for hydrogen ; a jet of hydrogen inflames 
in a jar of fiuo»ine, forming hydrogen fluoride. It combines explosively 
with hydrogen even at—252°. Moist fluorine and hydrogen explode 
in the dark. It decomposes water liberating ozonised oxygen. 

2H20 - 1 - 2Fij*= 4HF + ; SHgO + SF* = 6 HF + O 3 . 

(iv) It displaces chlorine, bromine, or iodine, from the correspond¬ 
ing hydracid and its salt; thus it liberates chlorine from potassium 
chloride : 2KC1 + F^ = 2KF + CI 2 . 

(v) It reacts with cold dilute alkali, forming fluorine monoxide and no oxyacids, 
but oxygen is evolved with concentrated alkali: 

2NaOH+2Fa = Fa0H-2NaF-f.H,0 ; 4NaOH+2Fa = 2H,0+4NaF+0,. 

(vi) Fluorine is an intense oxidising agent; thus it oxidises potassium chlorate, KGlOg, 
to ^tarium perdilorate, K<SlO|. 
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Hydrofluoric acd» HF» — ^Preparatioii. —^An aqueous solution of 
hydrofluoric acid is prepared by distilling a mixture of powdered 
fluorspar and strong (90 per cent) sulphuric acid in a lead retort—the 
mixture being carefully heated mIow 300® (m.p. of lead 327®) on a 
■sand bath. The vapours of hydrofluoric acid evolved are absorbed 
in water contained in a lead receiver (fig. 104). The solution may 
be kept in bottles of wax or gutta-percha : 

CaFa + HaSO^ = CaSO* + 2HF. , 

Anhydrous hydrofluoric acid is obtained by heating dry 
potassium hydrogen fluoride, KHFj, called Fremy’s salt. Dry 
potassium hydrogen fluoride 
is heated in a platinum or 
copper retort connected 
with a leceiver of the same 
metal, immersed in a 
freezing mixture of ice and 
common salt. The double 
fluoride decomposes by heat 
into potassium fluoride and 
hydrofluoric acid gas : 

KHFa = KF + HF. 

The hydrofluoric acid Fig. 104 

gas condenses to a * , 

colourless liquid in the anhydrous state in the receiver. 

Traces of moisture that may yet remain are removed from hydrofluoric acid 
by electrolysis with platinum electrodes ; the acid Incomes non-conducting when 
all the water is removed. Anhydrous hydrofluoric acid is thus obtained : 

The Fremy’s salt, KHF„ is prepared as follows ; An aqueous solution of 
hydrofluoric acid is divided into two equal parts—one part is neutralised gradually 
with potassium carbonate until evolution of carbon dioxide ceases, potassium fluoride 
lieing formed. The neutralised solution is then mixed with the other half of the 
acid, and the solution evaporated to dryness. It is then dried at 100'’C, and then 
exposed in a vacuum desiccator over concentrated sulphuric acid to remove the 
last trace of moisture. Fremy’s salt melts at 230° and decomposes at higher 
temperature : 

2HF + KjCO, = 2KF + HjO + CO 3 ; KF - 1 - HF •= KHFj. 

Properties.—(i) Hydrofluoric acifl is a highljf poisonous, colourless'^ 
strongly fuming liquid of boiling point 19.5® only. HF and ns Vapours 
arc highly corrosive poisons ; they violently attack thckskin, forming 
sores. • 

^ The sores are immediately treated with magnesium hydroxide. Hydrofluoric 
acid causes permanent loss of voice on inhalation and fmally*death. Rubber gloves 
are used in working with the add. 

^ii) It is completely miscible with water—the aqueous solution is 
conducting ; the anhydrous acid is a non-electrolyte. 

'fhe aqueous solution behaves as a weak acid, and attacks all but noble metals, 
yielding metallic fluorides and hydrogen. Sodium and ixitassium fluorides readily 
combine with hydrogen fluoride to form acid fluorides : 

Fc-H 2HF = FeFj + H, ; HF-1-NaF = NaHF,. 

(iii) The acid is associated at Iqw temperature—its vapour at 15® 
to 19° is a mixture of HF and H«F«. It is H 2 F 2 in concentrated 
solution. The vapour ddisity at 100®C agre^ with the formula HF. 
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Its compositioa was determined by Gore by heating^, silver fluoride at 100° in 
hydrogen in a platinum vessel—^twice die volume of hy^ogen fluoride gas was 
obtained. Hence the formula at 100° is HF : 

2AgF + H, = 2HF + 2Ag. 

(iy) It is highly corrosive and Macks glass and porcelaint and hence 
kept in gutta-percha or glass vessels coated internally with paraffin. 

(v) Action on silica and etching of glass. —^Hydrofluoric acid 
attacfcs^gla®, forming silicon tetrafluoride and water. The use of 
HF in etching glass depends upon its action upon the silica in the 
glass : 

4HF -j- SiO, = SiF4 + 2H80. 

A glass plate is coated with wax and the designs which are to be etched arc 
scratched on its surface with a pointed pin to remove wax. The design is then treated 
yath an aqueous solution of hydrofluoric acid by means of a brush when the pattern 
is readily produced on the glass. The plate is Anally washed out with water to remove 
the excess acid, followed by turpentine to dissolve out the wax. 

(vi) Gaseous hydrogen fluoride is absorbed by dry sodium fluoride : 

HF + NaF == NaHF,. 

Tent*.— (i) The acid is readily detected by its etching of glass. 

(u) Fluorides ar<^ detected by heating them with strong sulphuric acid and land 
when fumes of silicon tetrafluoride are evolved. Water drops held in the fumes 
by a i^ass rod becomes opaque due to deposition of insoluble silicic acid. 

“ CaSOt, + 2HF ; 2HF + SiO, = SiF* + 2H,0 ; 

3 S 1 F 4 + 4H,0 =s 2 H 2 SiF 4 + Si(OH]^ (silicic acid). 

(iii) Soluble fluorides in aqueous solution give a white precipitate with barium 
cluonde, which is soluble in strong hydrochloric acid. 

2NaF + BaCl, « BaF, + 2NaCl. 

U>C 9 .—^The hydrofluoric acid is used in etching designs on glass (marks and 
spraduations on glass apparatus), in making artificial cryolite, and removing silica 
from graphite and sand from iron castings. 

(ii) Sodium fluoride is used as an antiseptic in brewing and dyeing industry 

to prwent the growth of wild ^asts. b y s uusiry 

(iii) Sodium and zinc fluoride are used in the preservation of wood. 

(iv) Sodium fluosilicate is an insecticide ; magnesium fluosilicate is a preservative 
of cement surfaces. Hydrofluoric acid finds use in the analysis of silicate minerals 
and is a catalyst in many organic reactions. 

naorides.— Fliorides are analogues to chlorides, but unfike the latter, many 
of them combine with HF to form acid fluorides : KF + HF = KHF.. Acid 
ammonivm./Iuoride is obtained by heating ammonium fluoride : 

^ 2NH«F = NH, + (NH 4 )HF,. 

Silver fluoride is soluble in water (AgCl, AgBr, and Agl are insoluble), and calcium 
fluonde IS msohSble m water (CaGl„ GaBr*, and Gal, arc soluble). Fluorine differs 

othw halogens m forming stable complex acids, e. g., hydrofluoboric acirl, 
HBFi and hydrofluosihcic aad, H,SiF,. 

Cthloriiie 

K - 101 . 6 °. Atomic weight 

35.457. Atomic number 17. Solubility, 1 vol. of water dissolves 4.6 volumes at 
Liquefaction liquefies at 6 atmospheres at 15°. 

HUatory and Occnmrence.— The gas was discovered by Schcelc in 1774 by 
^tmg hydrochlonc acid {munatw aad, as it was then called) with manganese dioxide 
thought to be an oxide of the acid, and hence called oxymiriatie add, but 

S ** element and named it chhriw because 

of It* gtccnish yellow colour? 


TUB 



Ghloritie docs not free in nature iMt is found in large quantities as com^bH 
folt^ot rock saltf NaCl> Besides^, it occurs in the Stassfurt deposits in Germany 
^Ufine, KCl, and eartudlUc, KGI, MgfGlu 6HaO. It also occurs as homsiioerf AgCI. 

Laboraitory preparatxon. —Chlorine is usually prepared in the 
laboratory by the oxidation of hydrochloric acid with (a) p^lusite 
(mineral form of manganese dioxide, MnOg), or (b) potassium 
permanganate^ KMn 04 . 


(a) Powdered manganese dioxide (pyrolusite) is taken in a ilask 
fitted with a thistle funnel and a delivery tube (fig. 105) a Strong 
hydrochloric acid is poured down the funnel in quantity ; chlorine is 
liberated as a greenish yellow gas on gently warming the flask. The 
gas is bubbled through water in a wash-bottle to di^lve out 



Fig. 105 

hydrochloric acid vapours and then through concentrated sulphuric 
acid to remove moisture. The pure and dry gas is then collected 
in dry gas jars by the upward displacement of air (it is 2^ times heavier 
than air)'. -^-Et may also be collected pvei saturated brine or hot water 
in which it is much less soluble, but not over water in which it dissolves 
rather readily, nor over mercury which it attacks : • 

MnOa^ + 4HC1 = Mntlla + 2 H 2 O Hr Cl*. ^ , 

The action of manganese dioxide upon hydrochloric acid take place in two stc]^ : 
the dark brown solution formed in the cold contains manganic trichloride which 
decompose on warming with liberation of chlorine : * 

2MnO, + 8HC1 = 2Mna, + Clj + 4H,0 = 2Mngi, + 2C1, + 4H,0. 

Instead of hydrochloric acid and manganese dioxide a mixture of 
common salty 50 per cent sulphuric acid and manganese dioxide may be 
heated to prepare chlorine. 

2NaGl + 2 H 8 SO 4 = 2 NaHS 04 + 2HC1. 

MnOji r{" H5JSO4 — MnS04 -f- HgO -j- O. 

2HC1 + O = HgO -f Clj, 

MnO, 4- 2NaCI 4- aHjSO* *= MnSO* 4- 2 NaHS 04 + Clj’4r2Hp. 






’ 2^ ' '"f '^NTEttMEDlA^^SDBMlStRY 

, (b> A' convaiic&^ supply of chlorine may be obttiib^ by dropping cold 

^^ concentrated hydt*bidsmc a^ upon crystab of potassium permanganate men m 
a corneal flask. Th» is washed and dirol as in method (a). The reaction is : 

2KMnO« + 16HG1 «: 2KG1 + 2MnCl, + 8HiO + SCI,. 

Gbloilne is also obtained : (i) By the action of dilute acid on bleaching powder. 

^ Ga(C>C)Cl + 2HGI ;= CaGI, + H,0 + Cl,. 

(«) &y heating a mixture of potassium dichromate and concentrated hydrochloric 
acid,: : K^,0, + 14HGI = 2KCI + 2GrGI, + 3G1, + 7H,0. 

(tn) By heating {datinic chloride ,or cupric chloride to 600° : 

PtGU^ PtCl,+ G1, =»Pt + 2Gl, ; 2GuGla = Gu,Gl, + Gl, 

(i») By the dectrolym of metallic chlorides in aqueous solution or in the fmed 
state. Fora sdilorlne is obtained by the electrolysis of fused' silver chloride in a 
. glass V^hc fitted with carbon electrodes. 

vYroperties. —^i) Chlorine is a heavy (about 2^ times as heavy as 
air) greenish yellow, highly poisonous gas with irritating smell and 
^ corrosive properties ; it is easily liquefied by cooling and compression. 

(ii) It is fairly soluble in water but is very much less soluble than 
' hydrochloric acid, and hence may be separated from traces of the latter 
by\ washing with water. 

(a) The aqueous solution of chlorine, yellowish in colour and 
smelling strongly of chlorine is known as chlorine water ; it contains 
a mixture of hydrochloric and hypocfilorous acid HOCl, the latter 
liberates nasceift oxygen on keeping and particularly in bright sunlight. 
Hence the oxidising and bleaching properties of chlorine water : 

CI 3 + H 3 O = HCl + HOGl = 2HC1 + O. 

(b; In bright sunlight chlorine directly decomposes water, 
liberating oxysfcn ^ the reaction is reversible : 

2 H 2 O + 2 Cla ^ 4Ha + Oa. 


(c) A saturated solution of chlorine, cooled to 0°, deposits white 
crystals of chlorine hydrate, 


^iii) It does qot burn but supports combustion of many elements 
such as* phosphorm, arsenic, antimony, bismuth, sodium and copper. 


(a) Finely powdered arsenic or antimony, when sprinkled into a jar of. chlorine, 
spontaneously catches fire, yielding a shower of sparks. Pieces of white phosphorus 
or thin copp^ foib, on being similarly introduce^ ignite spontaneously in the gas. 

(ft) When chloHne is passed over sodium heated in a bulb tube, the metal burns 
with a bright yellow flame. 

2As + 3CU = 2AsCl, 2Na + Cl, ~ 2NaCl 

Cu + Cl, = CuCl,. ^ 2Sb + 5C1, = 2SbGl, 

' 2P + 5C1, - 2PG1, 2P + 3CI, *= 2pCl, 

Chlorine directly unites with- most metals and many, non-metals, yielding 
\hlorHes ; but it'is without acthsit opoa aitrogcp aad oxygen —their 

chtofkles being prepared indirpctly. » , 


. VC^v) It has great affinity for hydrogen. “ When ^xposted to sunlight 
‘4 of hydr^en and chlorine explodes^ viol^tly .to form 

' ' deride: Ha-PCla=»2HCl : / 



: , tHE HXLOOEikS ’ 

(a) A burning hydrogen continual burning with , « greenisl ffainu^ 
introducojt in a jar of i^ortne, forming hydri^^ chhlrme 
<fig. 106)> In presence of activated diaro^ hydrogen and 
^lorine readily combine to yield hydrochloric acid—a process 
of commercial impo^npe. 

(A) A lighted candle, on being inserted into a jar of chlorine, 
bums with a small dullnred flame with copious deposition of soot 
and forming hydroddoric add. 

(c) A piece of paper soaked in turpentine which is a 
hydrocarbon of the formula GioHia, bursts into flame when plui^(ed 
into chlorine, yielding a doud of soot mixed with fumes of HCl : 

CioHj, + 8Gi| *= IOC + lepci. 

In the experiments (b) and (c) chlorine atta^ the 
h^rdrocarbons (candle is made up of paraffin wax which is a 
mixture of hydrocarbons), uniting with the hydrogen to form Fig. 106 

hydrochloric add and not with carbon which therefore, deposits as 

(v) Action of cUorine on alkalis. —(a) Chlorine reacts with a 
cold alkali e.g., NaOH, KOH or Ga(OH) 2 , solution, to gjve the chloride 
and hypochlorite of the metal as long as ths solution is alkaline. *■ 

Cla + HjO = HCI + HOCI. 

HCl + HOCI + 2NaOH == NaCl + NaOGl + 2H80. 



Cl* + 2NaOH = NaCl + NaOCl + HgO. 

. But when all the alkali is semoved, i.e., in presence of excess of cfdorine, 
the hypochlorite is readily converted into chlorate. • 

Chlorine dissolves in alkaline solution of hydrogen peroxide, giving off oi^gcn. 

HjOa + 2NaOH + Cl, = 2NaGl + 2H,0 + O,. 

(b) Hot solution, of tke alkali also yields chloride and chlorate of 
the metal through the intermediate formation of hypochlorite : 

SCIg + 6NaOH = 3NaGl + SNaOCl + SHgO. 

3NaOCl = 2NaCl + NaClOj. 

302 + 6NaOH = 5NaCl + NaClO, 

(c) A solution of calcium hydroxide or milk of lin\e reacts 

similarly. • 

2 Ca(OH)2(cold) + 202 = CaOa + Ca(OCl)a +"5^:20. 

6CavOH)8{hot) + 60 * == SCaOa + Ca(C108% + 6H2O. 

Chlorine reacts with dry slaked lime forming bleaching po%?der ; 

Ca(OH), + Cl, = Ca(OCl)Cl + H,0. 

Chlorine reacts with caldum mdde at a red heat, yielding calciiun chloride and 
oxygen : 2CaO + 20, — CaCl, + O,. 

(Vi) Oxi^teing action of cUoiine.—It oxidises stannous salts to 
stannic salte, and ferrous salts to ferric salts i 

Sn02"-i-02 = Sna4; 2FeOa-f Cl* *= 2Fc02.' 

Chlorine , r^cts with, ammonia, liberating, nitrogen, but ^ilrpgen 
tridiloride is formed if chlorine ia in excess. ; V , 

30* + SNH, -f Ns; 308'+ ! 



2^ INTBRlimDlAi:^. dkEUlSTRY 

^ -^n prcKnoe ^ chlorine can also ojddisc by the ^dition cJ oxygen to a 

^fiompowd. Thus it'^^verts sulphurous add to sulphuric acid : 

]£sO, + HjO + Cl, = HjSO, + 2HCI. 

CSilorine displaces sulphur from hydrogen sulphide and iodine 
from hydrogen ic^de : HjS+Cl* == 2HC1+S ; 2HI+CI 2 == 2 HCI+I 2 
It can also displace bromine from a bromide and iodine from an 
iodide : 2KI + CI 2 = 2KC1 + Ig ; 2KBr + Clj = 2KC1 + Br,. 


Ei^pt. —Chlorine water is added to potassium iodide solution and then ^aken 
with a litdf carbon disulphide—carbon disulphide dissolves the liberated iodine, 
formii^ a vioUt Utfer. The experiment is repeated with potassium bromide solution ; 
the liboated bromine colours the carbon disulphide layer reddish broion. 


(vii) Bleaching action of chlorine .—Chlorine bleaches vegetable 
colours in presence of moisture—dry chlorine does not bleach. Moist chlorine 
liberates nascent oxygen : H 2 O + Clj = 2HG1 + O. 

The nascent oxygen oxidises the vegetable colouring matter and 
the colour is bleached, i.e., chlorine bleaches by oxidation. 


Eapt. —green leaf, a piece of red cloth, a piece of printed paper brushed with 
writing ink,—^1 are placed, one in each, in a set of jars containing moist chlorine. 
<\11 the articles are found to be bleached except the prints. The printer’s ink contain' 
free carbon which is not acted on by chlorine. 

The experiment is related with dry chlorine but with a negative result. 

(viii) Chlorine forms additive compounds with many unsaturated 
substances, c.g., CO + Clj == COClg (carbonyl chloride) : So, ^ 

GjI^ + Gla = CaH^Cl* (ethylene dichloride). 

Tests. —(t) Chlorine is detected by its greenish yellow colour, irritating smell 
and bleaching properties. 

(it) Chlorine liberates iodine from potassium iodide, which turns starch blue. 


Uses. — (t) As a bleaching agent in paper and textile industries. 

(it) As a disinfectant in the sterilisation of water, and in dressing wounds— 
Caira-Dakin solution used for the purpose is obtain^ by the action chlorine 
upon washing soda. 

(m) As a poison gas, and for making poison gases, such as phosgene, mustard 
gas and chloropicrin: 

(») For the manufacture of bleaching powder, hydrochloric acid, bromine, 
hypochlorite, and mariy chlorides such as A1C1„ MgCl,, SnCl^, and PCI,. 

•Manufacture of cMorine. —Glhlorine is obtained as a by-product 
in the maiKi^cturc of caustic soda and sodium, by the electrolysis of 
brine and fused common salt respectively. It is stored and 
transported as a liquid under pressure in steel sylinders. 

The manufacture of caustice soda by electrolysis is actually limited by the demand 
for chlorine, and hence chlorine is now never obtained commercially from hydro^oric 
ackl by Weldon or Deacon processes, rather hydrochloric acid is now-a-days 
synthesised on a technical scale from chlorine and hydrogen. Hence the Weldon 
and Deacon processes are described in outline only. 

Wddon Process. —^Pyrolusitc (mineral manganese dioxide containmg about 
10% ferric oxide) is heated with concentrated hydrochloric acid in a stone still by 
hieans of live steam—the evolved dilorine passes out through an exit pipe. 

MnO, + 4HG1 = MnCl, + 2H,0 + Cl,. 

Tlie commercial success of the process depends upon the regeneration of man ganese 
draaddef The spmt liquor, containing manganous chloride, ferric chloride and 
uii4<!00&a{M»ed acid, is neutralise^ by limesttme when the iron is also predintated 
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Cikfalt) . 

as hydrcHcide, and uen allowed to stand in a settling tank. The clear liquor from 
the top, containing manganous chloride, is syphoned on and then treated with 35-**40% 
excess of ^jlle lime m an iron cylinder, air being simultaneously blown into the 
mixture whidi is heated to 60" by steam. Manganous hydroxide u oxidised by air 
to manganese ^oxide which reacts with lime, giving the so-called Weldon mud, 
calcium manganite, CaO, MnOf. Excess lime, prevents incomplete oxidadon 
throi^h the rormadon of manganous manganite, 2MnO, MnOj. The Weldon 
mud is decomposed by HGl in the still over again and so the process continues. 

MnQ, + Ca(OH), = Mn(OH), + CaQ, 

Mn(OH), + Ca(OH), + O = CaO, MnO* + 2H,0 , 

CaO, MnO, + 6Ha = CaCl, + MnCl* + 3H,0 + Q, 

The conversion of hydrochloric acid to chlorine is 30% only. 

Deacon Proccaa.—In this process hydrogen chloride is oxidised by air to chlorine 
and water in presence of cupric chloride catalyst at the opdmtun temperature of 
450"C. 


4Ha + O, 2a, + 2H,0 

Dry Ha gas and air (I : 4 by volumes) are preheated to about 200"C and then 
passed through a converter containing broken pieces of bricks soaked in cupric chloride 
solution—the catalyst is kept at 450°C. The eases after leaving the converter pass 
up a tower down which descends a stream of water which abrorbs HCl vapours, 
and chlorine passes out. The conversion is about 60%. Hence it largely superseded 
the wasteful Weldon process. The chlorine obtained by the Deacon process is greatly 
diluted by nitrogen and contains about 10% chlorine only—the Weldon chlorine is 
however highly concentrated. , « 
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Bromine 


Formula Br, ; b.p. 58.8 ; m.p. —7.3" ; atomic weight 79.916 ; atomic* number 
36 ; solubility 3.6 gm. in 100 gm. water at 20° ; density 3.19 at 0". 

Bromine was discovered by Balard in 1826 by chlorinating the mother liqufxs 
(called bittern) left after the crystallisation of salt from sea water—these liquors 
contmned magnesium bromide : MgBr, + Cl, = MgCl, + Br,. 

General method of Preparation of Halogens. —Chlorine, 
bromine or iodine may be obtained by heating the corresponding 
halide with manganese dioxide and concentrated sulphuric acid. 
The reaction is : 

MnOa + 2 NaX + 3H2SO4 = MnS04 + 2NatiS04 + 2 H *0 + Xg, 
where X = Cl, Br or I. Fluorine cannot be prepared by this method. 

Laboratory preparation of bromine.— A mixture*of potassium 
bromide (5 gm.), manganese dioxide (15 gm.)b and fairly strong 
sulphuric acid (100 c.c. of 50% strength) is carefully heated in a 
stoppered glass retort, the end of which communicates with a 
water-cooled receiver (p. 48). Bromine duftils and condenses as a 
dark red liquid in the receiver. 

MnOj + 2KBr + 3 HaS 04 = MnS 04 + 2 KHSO 4 + 2HaO -f Br^. 

Bromine may also be obtained by passing chlorine into a strong solution of 
potassium bromide : 2KBr + Cl, == 2KC1 + Br,. 

Properties. —(i) Bromine is a highly poisonous, dark, red heavy 
liquid with irritating smell and corrosive properties— the ohlj non-metal 
whiek is liquid at the ordinary! temperature. 

The bromine vapour attacks the eyes and tl|e liquid corrodes the sl^. 
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(ii) It dissolves iin water (only 3.6% at 20®), giving a reddish- 
coloured solution, called bromine water which, though fairly stable 
in the dark, liberates nascent oxygen in bright sunlight. 

2 Br 3 + 2HaO = 4HBr + Og. 

Bomine water on cooling yields red crystalline bromine hydrate^ 
Br^^SHaO. 

Bromine is readily soluble in such organic solvents as ether, 
alcohol, chk)roform and carbon disulphide. 

(iii) Bromine vapours (red in colour) do not burn but support the spontaneous 
coml^tion of many substances such as arsenic, antimony, phosphorus and potassium, 
yielding bromides. 

Bomine directly unites with most metals and many non-metals yielding bromides, 
but it is without action upon carbon, oxj>gen and nitrogen. 

Bromine is less active than chlorine but closely resembles it in chemical 
properties. 

(iv) It reacts with hydrogen but less vigorously than chlorine. 
Bromine and hydrogen combine only when heated ; a burning jet of 
hydrogen burns in bromine vapour, yielding hydrogen bromide. 

• Hg + fit's = 2HBr. 

(v) It resembles chlorine in its action upon caustic alkalis yielding 
bromide and hypobromite with a cold solution of an alkali, and 
bromide and bromate with the hot alkali. 

Bra 2NaOH (cold) = NaBr + NaOfir 4 - HaO. 

• 3Bra + 6 NaOH (hot) = 5NaBr NaBrOj + 3HaO. 

Bromine dissolves in alkaline hydrogen peroxide solution, evolving oxygen : 

H,0* + 2NaOH -h Bfa = 2NaBr + 2HjO -|- O,. 

(vi) Like chlorine, it is an oxidising agent. Thus it precipitates 
sulphur from hydrogen sulphide, liberates iodine from hydrogen 
iodide, and converts sulphurous acid to sulphuric acid. It can 
displace iodine from potassium iodide : 2KI -|- Brj — 2KBr -j- L. 

H,S + Bra =•- 2HBr + S ; 2HI -f- Br, = 2HBr + Ta. 

H 2 SO 3 + Bra HaO =- H 2 S 04 "+ 2HBr. 

(vii) Bromine water has feeble bleaching properties ; thus it 
bleaches litmus, and turns starch paper yellow. 

(viii) Like"chlorine, it gives addition products with unsaturated 
compounds : C 2 H 4 + Bra — C 2 H 4 Br 8 (ethylene dibromide). 

Tests. —Bromine ts detected by its red colour and irritating smell : it dissolves 
in carbon disulphide, giving reddish-brown solution. Bromine turns starch yellow. 

Uses. —(i) In the manufacture of coal tar dyes and bromides (used in medicine 
and in photography) ; in the extraction of gold. 

^ii) In the preparation of ethylene dibromide (used in anti-knock petrol) and 
methyl bromide (for fire extinguishers) and in many organic syntheses. 

(iii) In making tear gases ; as a disinfectant and as an oxidising agent in the 
laboratory. 

Bromine is kept in stoppered bottles. It severely corrodes the skin, which should 
be washed with petroleum if it comes in contact with bromine. 

hfaanfactare of Bromine.— ^Bromine is obtained on a technical scale from 
the following sources.—(i) Sea water. —^Waters of the Atlantic Ocean contains about 
0,007% bromine, while the Dead Sfa water contains about 0.042% of the dement, 
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mainly as bronudes of alk^i metals, (ii) Spring toater—Spring water in Ohio contain 
about ■3.^3.9% magnesium bromide, (iii) Camallite of Stassfurt deposits in 
Germany, K.CI»MgClt,6HtO, contains about 1 per cent of magnesium bromide. 

Bromine from camallite. —Camallite is the most important 
source. The hot solution of camallite deposits crystals of potassium 
chloride on cooling—the mother liquor, commonly called bittertif 
containing about 0.25% bromine as magnesium bromide is the 
commercial source for bromine. This is treated with chlorine, when 
bromine is liberated : 

The hot mother liquor 
at 60® is allowed to 
descend down a tower 
packed with earthen ware 
balls (fig. 107) and 
connected with a chamber 
below. Streams of chlorine 
and steam are sent, via the 
chambery up the tower. The 
bromine vapours leave the 
tower by an outlet at the 
top and condense in a 
spiral earthen cooling tube 
to a liquid which collects 
in a receiver. Any vapours 
of bromine which escape 
condensation is absorbed 
in a tower in moist iron 
filings which forms iron 
bromide. 

The spent liquor 
flowing into the chamber 
contains some dissolved bromine ; this is recovered by passing a 
current of steam which carries the bromine vapours away through 
the tower. 

The residual liquid from the waters of the Dead Sea after the crystallisation of 
potassium and maipesium chloride and 1;hc bittern from some American salt mines 
in Ohio and Michigan after crystallisation of common salt are siii.xiiMrly treated for 
bromine. 

Bromine from Sea Water. —^To meet the increasing demand of bromine, it is 
nowadays extracted from sea water on the Atlantic coast of Anterica. The bromine 
is liberated by the action of chlorine ; but owing to its great dilution, it is appreciably 
hydrolys«], yielding bromide and hypohromite : * 

Br 2 “p HjO HBr + HOBr. 

The hydrolysis is prevented by previous acidification with sulphuric acid—about 
0.25 lb. of concentrated acid being added to each ton of sea-water. The sea-water 
is acidified and chlorinated. The liberated bromine is removed from the water 
by a current of air, and is absorbed in active charcoal, from which it Is recover^ 
by a current of steam. 

The bromine that is blown by a current of air, may also be absorbed in hot caustic 
soda solution, forming bromide and bromate. This is acidified when Nomine is 
set free : 

3Br, + 6NaOH « NaBrO, + SNaBr + 5H,0. 

NaBrO, + 5NaBr + 3H,SO« « SNaiSO* + SBr^ + 3HjO. 


MgBra + CI 2 = MgCl^ + Brg. 



Fig. 107 
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1800 gallons ct sea-water are treated to obtain 1 lb. of bromine. 

Pnrifieatloo. —Commercial bromine usually contains water, chlorine and i^ine 
as impurities. It is distilled over a mixture of potassium bromide and zinc oxide— 
the potassium bromide removes chlorine, and z'nc oxide iodine. The water is removed 
by distillation over concentrated sulphuric acid. It may be dried with quick lime 
or anhydrous calcium bromide. 


Iodine 

Fomula I* Atomic weight 126.92. Atomic number 53. Solubility in water 
at 0® 0.016% only. Density, 9.94. Melting point 113.9°. Boiling point 184.4°. 

Laboratory preparation. —In the laboratory iodine is prepared 
by heating a mixture of potassium iodide, manganese dioxide, and 
50 per cent sulphuric acid in a stoppered glass retort (p. 48) which 
communicates with a water-cooled receiver. Iodine is liberated on 
heating the retort; it sublimes as violet vapours and condenses in the 
receiver as black shining crystals : 

MnOa + 2KI + SHaSO* = MnS 04 + 2 KHSO 4 + I* -f 211*0. 

Iodine may also be obtained by passing chlorine into a strong solution of potassium 
iodide : 2KI + Cl, = 2KCI + I,. 

Sablimatioa of Iodine. —^An intimately ground mixture of iodine (about 10 
gms.) and potassium iodide (about 5 gms.) is carefully heated in a basin on a sand 
bath—a larger shallow dish tilled with cold water, is placed on the top of the basin. 
C^n cautious heating the bottom of the water-cooled dish becomes covered with 
shining crystals of iot^ine. The basin may also be‘cover with a funnel (p. 51) when 
iodne deposits on the inside wall. 

r 

Properties. —(i) Dark grey shining crystals ; the molecular 
formula of the vapour up to 700°G is I* but thermal dissociation 
occurs above 700®G : I* 21. 

On dropping a few crystals of iodine in a heated flask, the latter is filled with 
violet vapours of iodine. 

(ii) Very lightly soluble in water (1 part in 500 parts), iodine 
readily dissolves in aqueous potassium iodide giving a brown solution, 
due to the formation of potassium tri-iodide : KI I* KI*. 

It is also freely soluble in organic solvents such as alcohol, 
chloroform, benzenef, ether and carbon disulphide. 

In water, ,ether and alcohol, iodine forms brown solutions, in benzene and 
chloroform purple solutions, and in carbon disulphide a violet solution. 

Iodine resembles other halogens in chemical properties, but is 
much less active.* 

(iii) Iodine vapours do jiot bum, but veiy much like chlorine, they support 
the combustion of white phosphorus, arsenic, antimony, etc., though less energetically ; 

2P + 31, = 2PIa. 

Iodine directly combines with most metals, but of the non-metals, it directly 
unites only with hydrogen, phosphorus and the hahgens, yielding the inter-halogm compounds 
with the latter, namely, IF,, IF,, IG1„ and iBr. 

On rubbing mercury and iodide together in a mortar, a green mercurtnu iodide 
HgjI, is formed if the mercury is in excess, and a red mercuric iodide, HgL, if the 
iodine is in excess : Hg + 1, ~ Hgl,. 

(iv) It has affinity for hydrogen ; but the affinity is much less 
comp^ed to other halogens e thus a mixture of hydrogen and iodine 
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combines when heated in presence of a platinum catalyst, forming 
hydrogen iodide —the reaction is reversible : ^ 2HI. 

(v) Action on alkalis* —It resembles chlorine in its reaction with 
alkalis—cold alkali giving iodide and hypoiodite | hot alkaU producing 
iodide and iodate. The hypoiodite rapidly passes into iodate and 
iodide on keeping. 

Ib+ 2KOH ^KI+KOI+HaO ; 3Ia+6KOH = 5KI-fKI0a+3H*0 

Iodine dissolves in alkaline solution of hydrogen peroxide, giving ofF*oxygen. 

H,0, + 2NaOH + I* = 2NaI + 2H,0 + O,. 

(vi) Iodine is a mild oxidising agent. Sulphur separates when 
hydrogen sulphide is passed into a suspension of iodine in water. It 
oxidises sulphurous acid to sulphuric acid, stannous chloride to stannic 
chloride, and arsenious acid to arsenic acid : 

la + HjS = 2HI + S ; HaSO, + I* + HjO = HaSOa + 2HI. 
HaAsOg + la + HaO ^ HjAsO* + 2HI. 

(vii) Since iodine is practically insoluble in water, it has no • 
bleaching properties. 

(viii) It gives a deep-blue colour with starch solution— ^the 
colour disappears on heating and reappears on cooling. 

(ix) It has no action upon potassium chloride or bromide, but 

chlorine or bromine can liberate iodine from potassium iodide, hence 
it is less active than these elements. , 

2KI + Cla = 2KC1 + la ; 2KI + Br^ = 2KBr -f-1,. 

Iodine can however liberate chlorine from potassium chlorate and 
chloric acid : 2 KGIO 3 Ig = 2KI08 -f- Glj. 

(x) Iodine reacts with sodium thiosulphate, NagSgQa, solution, 
yielding sodium tetrathionate and sodium iodide —n reaction used in 
estimating iodine {iodomeUy, as it is called). 

2NaaSg08 d- Ig = NagS 40 g (sodium tetra thionate) + 2NaI. 

Unlike other halogens, iodine may be oxidisod bv concentrated 
nitric acid to iodic acid. SIg 4* lOHNOg = 6HIO3 -f lONO + 2H3O. 

Tests.—(i) Iodine yields violet vaptours on heating. Iodine gives a blue colour 
with starch solution—1 part of iodine in 5,000,000 of water may ^ detected. 

(ii) It dissolves in carbon disulphide, forming a violet solutioi). 

(iii) It produces yellow crystals of iodoform of characteristic smell, when warmed 

with ethyl alcohol and caustic soda. * 

Manufacture of Iodine. — Sources. —(i) Deep sea weeds (lammaria )—^Iodine 
does not occur free in nature ; sea-water contains traces of iodine—about O.OOl 
per cent—mainly as iodide ; this is absorbed by certain sea weeds. The sea-w^ds 
are drift ashore during storms. The ash of burnt sea-weed, called fceb** contains 
about 1 per cent combined iodine. 

(ii) Gslidie.—Crude Chile salt petre, called caliche, contains about 0.2 per 
cent sodium iodate and forms and important source of iodine. 

(iii) Petroleum brines. —Californian brines, containing about 30—70 parts of 
iodme as iodide per million parts of it, is now one of the principal sources of iodine 
and has reduced the price of iodine by more than hatf. 



272 


INTERM^PIAT]^ CHEMISTRY 


•-'(i) From kelp* —^The ash from burnt sea-weeds, kelp, , as it is 
called, is lixiviated Ivith hot . water^ and the solution is concentrated, 
when the less soluble sodium and potassium sulphates, common salt 
potassium chloride crystallise out—the more soluble sodium and 
potassium iodides remain in the mother liquor. The mother liquor is 
mixed with manganese dioxide and fairly strong sulphuric acid and 
heated in cast iron p>ots. The liberated iodine sublimes and condenses 
in a series of earthenware receivers, called aludels. The iodine is 
purified ISy sublimation. 1 ton of kelp yields about 12 lb. of iodine. 

MnOa + 2NaI + 3 H 2 SO 4 = 2 NaHS 04 + MnS 04 + 2 H 3 O + I, 

The element was discovered by this method by Courtois in 1811. The process 
works in France, Japan and Great Britain. 

(ii) From caliche.— ^The mother liquor of caliche, left after the 
crystallisation of sodium nitrate, contains about 3 gms. of sodium 
iodate per litre. This is treated with the calculated amount of sodium 
bisulphite solution when iodine deposits. The iodine is separated, 
pressed, dired and purified by, sublimation. Sodium bisulphite 
•reduces a portion of iodate to iodide ; the acidity of sodium bisulphate 
formed liberates hydriodic and iodic acids which react depositing 
iodine : 

SNalOj + ISNaHSOg = 5NaI !- 15 NaHS 04 . 

NalOg + 5NaI + 6 NaHS 04 = HlOg + 5HI + 6 Na 2 S 04 . 

’ HIO3 + 5 HI = 3 i; + 3H2O. 


fiNalOs + ISNaHSOa = + 3H^O + 9 NaHS 04 + 6 Na 2 S 04 . 

From Petrolenm Brines. —Iodine is recovered from oil field brines by 
the activated carbon process. The brine is treated with sodium nitrite and sulphuric 
acid, which liberates iodine. 


2NaNO, + 2NaI + 4 HjS 04 = 4 NaHS 04 + 2NO + Ij + 2HjO. 

The iodine concentration being very low, the solution is agitated with activated 
charcoal which adsorbs free iodine. The carbon is filtered off and then leached 
with hot alkali, when the iodine is converted into iodate and iodide. 

31, + 6NaOH = 5NaI + NalO, + 3H,0. 

This solution is then concentrated by evaporation, and acidified when iodine \» 
set free—the latter sublimes and condenses in earthenware receivers. The process 
does not wo rk si nce 1934. * 


In a recent method the oil field brine (containing 60-65 parts of iodine per million 
partt of water) is aqidificd with sulphuric acid and then injected with chlorine gas— 
the liberated iodine is blown out by an air current. From the iodine-laden air the 
iodine is absorbed m a solution of hydriodic and sulphuric acids which is continuously 
fed with sulphur dioxide. The iodine is reduced to HI by the SO. • 

I, (air) + SO, + 2H,0 = 2HI + H,S 04 . 

The hydriodic a^—sulphuric acid liquor is then treated with chlorine when 
lodme IS precipitated, and filtered : 2HI + Cl, = 2HC1 + I,. 

The iodine is melted in strong sulphuric acid (over 60%) to char organic matter 
smd remove water, and then purified by sublimation. , 


By another method iodine is precipitated from the oil well brines as silver iodide 
and then converted into ferrous iodide from which chlorine liberates iodine. The 
silver is recovered, converted to silver nitrate and used over again ; 

Nal + AgNO, = Agl -f- NaNO,. 

2AgI -H Fe « Fel, + 2Ag ; Fel, + Cl, == FeCl, + Is. 
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PurificatiiHi. —Crude iodine contains moisture and generally the imparities 
iodine chloride, ICH, iodine bromide, IBr eind iodine cyanide, ICN, which cannot 
be removed by sublimation, became of their volatility. These impurities are removed 
by heating a well ground mixture of crude iodine, lime (which retains moisture) 
and potassium iodide (which removes chlorine, bromine and cyanogen)—^pure iodine- 
sublimes : IGl + KI = KGl + I,. 

Further purification is effected by dissolving the sublimed iodine in potasium 
iodide solution and then precipitating it by dilution with water—the precipitated 
iodine is finally dried in vacuo over cone. H 2 SO 4 . ^ 

Uses.—(i) In the manufactiue of certain drugs, and dyes. Iodoform, CHI 3 , 
is used as an anti-septic for dressing wounds. 

(ii) As a disinfectant as tincture of iodine (solution of iodine in potassium 
iodide and rectified spirit—1 oz. each of Kl, Ij and water in one pint of rectified 
spirit). 

(iii) In iodometry_ and organic syntlieses. The practical use of iodometry is 
in the estimation of oxidising agents such as hydrogen peroxide which liberates iodine 
from an acidified solution of potassium iodide—the iodine being titrated with sodium 
thiosulphate, using starch as an indicator. 

Iodine compounds also play an important part in the body— ^Thyroxin is an 
iodine compound secreted by the thyroid gland ; goitre, a disease of the gland, is« 
due to iodine deficiency. Use of table salt containing 0.023% KI is advocated to 
reduce the prevalence of goitre. 


HYDRACIDS OF HALOGENS 
Hydrochloric acid (Muriatic acid) 

Formula HCl ; mol. wt, 36.465 ; b. p.—85°G ; m. p.—111.4 ; solubility per c.c. 
of water t 525 c.c. at 0°G and 458 c.o. at 15 G. 

History and occurrence.— The knowledge of the solution of hydrogen chloride 
is attributed to the alchemist Gebcr of the 8 th ccntiuy. The gas hydrogen ^londe 
was discovered by Priestley in 1727 but its true nature was established by Davy in 
1810. The gas is occasionally found in volcanic gases ; the gastric juice contains 
aqueous solution of the acid (0.2—0.4 per eftnt). 

^Laboratory preparation. —Hydrochloric acid is prepared by 
gendy heating common salt with concentrated sulphuric acid—the 

IS • ^ 

(i) NaCl + HaSO* = NaHSO^ + HCl (150:-200’C.) 

(ii) NaCl + NaHSO* = Na 3 S 04 + HCl (over 500‘*C.) . 

The reaction (i) occurs on gentle warming, but the reaction 
(ii) does not take place until the temperature is raised to above 500*C. 

" Common salt is taken in a flask fitted with a thistle funnel and 
a delivery tube. Fairly concentrated sulphuric acid is poured down 
the funnel when a quick evolution of hydrogen chloride gas occurs. 
When this slackens, the flask is gently heated. The gas is dried by 
bubbflng through concentrated sulphuric acid and collected by the 
upward cflsplaccmcnt of air or over mcrfcui^y. , • 
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Fig. 108 


If ja solution of hydrogen chloride is required, the end jo 
the delivery tube is connected with the stem of a funnel whi^ 
dips just below the siirface of water in a beaker—the gas dissolves 
in water, yielding an aqueous solution, (fig. 108). 

Pure hydrogen chloride is obtained by the action of water 
upon silicon tetrachloride : SiCl 4 + 4HaO = Si(OH )4 + 4HGI. 

A convenient supply of gas is readily obtained by dropping 
concentrated hydrochloric acid upon concentrated sulphuric acid 
taken in a flask. 

Properties. —(i) A colourless gas with a choking 
sm(!?n and strongly fuming in moist air, hydrogen 
chloride is 1.27 times heavier than air ; it neither burns 
nor supports burning. 

(ii) It is highly soluble in water. The solubility 
of the gas may be shown hy fountain experiment. 

A solution of the gas in water is known as hydrochloric acid. 
The saturated solution has a density of 1.231 at IS^G and contains 
43 per cent hydrogen chloride. 


Any solution of hydrochloric add, on distillation, yields an ultimate residue of 
20.24% hydrogen chlorij^c, boiling at 110°G ; this is a constant boiling mixture. 

(iii) In aqueous solution hydrogen chloride acts like a strong 
monobasic acid ; the solution readily dissolves base metals, liberating 
hydrogen and forming chlorides containing the metal in the lowest {pus) 
state of valency ; , * 

Sn + 2HC1 = SnClg + Ha ; Fc + 2HG1 = FeCla + Hg. 


The metals also react with hydrochloric acid gas, yielding anhydrous 
chloride—burning sodium continue burning in .gaseous hydrochloric 
acid. Noble metals such as gold, platinum, etc., are not attacked by 
the acid. Copper slowly dissolves in hot and concentrated acid, and 
silver is slowly attacked in presence of air only. 

2Gu +8HC1 = Ha + 2 H 3 CUCI 4 ; 4Ag +4HC1 +0^ = 4AgCl +2HaO. 

Liquid hydrogen chloride does not conduct electricity and is without action upon 
metals in absence of water—aluminium, however, dissolves in it. 

• 

(iv) It reacts with metallic oxides and hydroxides, yielding salt and 

water : it wiu bincs with ammonia, in presence of trace of moisture, 
forming dense fumes of ammonium chloride ; it decomposes 

carbonates, liberating carbon dioxide : 

CuO +2HC*1 = CuCla +H 2 O ; NaOH +HC1 = NaCl +H 2 O. 

NH3+HCI = NH4CI ; GaG03+2HCl = CaCla+HaO+COa. 

(v) It is readily oxidised to chlorine by manganese dioxide or 
potzissium permanganate. MnOa + 4HC1 = MnClg + 2HaO + Gla* 

Teats. —(i) Heated with manganese dioxide and concentrated sulphuric acid, 
hydrogen chloride or any metallic chloride, yields the greenish yellow gas chlnprie. 

(ii) In aqueous solution hydrogen chloride or any soluble metallic chloride gives 
curdy white precipitate of silver chloride with silver nitrate solution—the precipitate 
soluble in ammonia but insoluble in nitric acid. 

HGl + AgNO* » HNPa + AgGl; AgCl + 2NH, - [Ag(NH,).]GL 
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Uses.—^Hydrochloric acid stands second only to sulphuric acid in its uses in 
industry. It is used : (i) in making metallic chlorides, (ii) in dyeing and calico- 
printing and in medicine, (iii) in pickling baths to remove oxide sesue from sheet 
iron which is to be tinned, galvanbed or made into enamel ware, (iv) in making 
glue from cartilage, and glu^e from starch. Hydrochloric acid is a reagent in 
the laboratory. It is used in aqua regia to dissolve gold and platinum. C.P. 
(chemically pure) concentrated acid contains 37.58 to 38.95 per cent HGl and has 
a density of 1.190 to 1.196. 

Nbnufactarq^^vi Hydrochloric Acid. —(ii) From common salt. —Hydro¬ 
chloric acid was lormerly obtained by the action of sulphuric acid upon dimmon 
salt, as^ a by-product in the manufacture of sodium carbonate by the Le blane process 
which is now obsolete ; but it is still obtained by this method, owing to the demand 
for sodium sulphate. 

On a technical scale hydrochloric acid is manufactured by heating 
common salt and concentrated sulphuric acid in a cast iron pot A ; 
the evolved hydrogen chloride is absorbed in water in a set of 
absorbers (I, II and III) made of clay with acid proof glaze (fig. 109). 


e 



The commercial acid has a density of 1.14 and contains about 28% add. The 
usual impurities in the^ commercial acid are arsenious oxide, ferric chloride and 
sulphuric acid—arsenic can be avoided by using sulphuric acid free from arsenic. 
The acid is purified by distilling over a mixture of barium chloride (to convert 
sulphuric acid into barium sulphate) and copper fillings (to reclpce ferric chloride 
to non-vofatile ferrous chloride). ^ 

(i4>^nthetic method. —^Hydrochloric acid 
is nowadays manufactured by the combustion 
of hydrogen and chlorine which are obtained 
as by-products in the manufacture of caustic 
soda by the electrolytic process. A mixture of 
nearly equal volumes of hydrogen and chlorine 
—a slight excess of hydrogen being used for 
the complete conversion of chlorine into hydrogen 
chloride, is fed into a burner, similar to oxyhydro- 
gen blowpipe, set in a silicabrick combustion 
chamljer, (fig. 110). The resulting hydrogen 
chloride is cooled and then absorbed in water in 
in an absorption tower until the solution is 
saturated—the add obtained is very pure. 

Chlorine may also be made to combine with 


Mt 



Fig. 110 


hydrogen in presence of activated charcoal to form hydrogen chloride ; 

- H, -1- Cl, = 2HC1. • 
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Composition of hydrogen chloride. —^The composition of 
hydrogen chloride may be determined either by analysis or by synthesis. 

(i) By analysis. —(a) When a concentrated aqueous solution of 
hydrochloric acid is electrolysed, chlorine is liberated at the anode 
and hydrogen at the cathode. 

A dilute solution of the acid, it must be remembered, yields hydrogen and oxygen, 
on elecMolysis. 

Ihe electrolysis is carried out in a three-limbed voltameter— 
the central tube carrying a funnel acts as the 
reservoir of the acid and the two graduated side- 
tubes, fitted with gascarbon electrodes (chlorine 
attacks platinum) at the bottom, are the collecting 
vessels (fig. 111 ). The apparatus is filled with the 
acid through the funnel and the electrolysis carried 
out by connecting the carbon electrodes with the 
poles of a battery. Hydrogen collects at the 
cathode but the chlorine liberating at the anode, 
dissolves in water, until the solution is saturated with 
chlorine —^very little chlorine collects at the anode 
before saturation. The hydrogen, collected at 
the cathode, is* allowed to pass out and the 
apparatus is then filled with the solution thus 
saturated with chlorine and the process of 
electrolysis continued. It is found that hydrogen 
and chlorine collect in equal volumes in the two 
Fig. 111 limbs. Hence hydrochloric acid contains equal volumes 
of hydrogen and chlorine. 

(b) Hydrogen chloride may be shown to contain half its 
volume of hydrogen by its reaction with sodium amalgam. A 
measured vol^ne of hydrogen chloride is collected in a graduated 
Uibe over mercury (fig. 112) and a pellet of sodium amalgam 
introduced into it. The reaction over, mercury stands at half 
its original volume—the residual ga^in the tube is found to be 
hydrogcii,^ Hence hydrogen chloride contains half its volume 
of hydrogen. 

• 

Sodium-t^algam -f- 2HC1 = sodium chloride + Hj. 

But the hydrogen, chloride gas contains equal volumes of 
hydrogen and chlorine. Hence 2 volumes of hydrogen chloride 
= 1 volume of hydrogen -J- 1 volume of chlorine. 

(ii) By Synthesis.—A glass tube (fig. 113) provided with 
stop-cocks at the two ends is made into two equal halves by a 
three way stop-cock. The two halves are filled with hydrogen 
and chlorine, one gas in each half. The gases are mixed by Fig 112 

opening the central tap and the mixture exposed to diffused 
stm-lignt for about two days. On opening one of the end stop-cocks under mercury, 
no dmtge of volume takes place ; but when opened under water, it rushes up and completely 
tube, showing; that there is no uncombined hydrogen. The aqueous solution 
liberate iodme front potassium iodide and hence contains no free chlorine ; 
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the solution is found to be acidic and yields a white precipitate with silver nitrate 
and hence it is hydrochloric 
acid. This shows that the 
whole of hydrogen and chlorine 
have combined and the gas 
obtained after the reaction ^^3 

consists of hydrogen chloride only. Hence ; 

2 vols. hydrogen chloride = 1 vol. hydrogen + 1 vol. chlorine. • 

Or, 2 mols. hydrogen chloride — 1 mol. hydrogen + 1 mol. chlorine. 

(By Avogadro’s hypothesis). 

Of, 1 mol. hydrogen chloride — I mol. or I atom of Hj + J mol. 

or 1 atom of Cla. 

Hence, the formula of hydrogen chloride is HCl. This agrees with the molecular 
weight 36.5, arrived at experimentally from its vapour density. 

Hydrobromic and hydiiodic adds 

Hydrofluoric and hydrochloric acids can be prepared by the action 
of concentrated sulphuric acid upon a corresponding halide. But 
hydrobromic and hydriodic acids cannot be similarly prepared by 
heating a bromide or an iodide with concentrated sulphuric acid, 
since these acids (unlike HF and JiCl) are oxidised by sulphuric acid, 
so that bromine or iodine and sulphur dioxide are only«obtained. 

2KBr + 2 H 2 SO 4 = 2 KHSO 4 + 2HBr 

2HBr + H 2 SO 4 = Bra + 2 H 2 O + SOj 

2KBr + 3 HaS 04 = 2 KHSO 4 + Brj + 2 H 2 O + SO^ 

2 KI + 3H2SO4 = 2KHSO4 + la + 2H2O + SOg. 

Hydrobromic Acid. —Hydrogen and bromine vapour do not 
readily react even in bright sun-light, but combination begins at 
200°G in presence of platinum as a catalyst to yield hydrogen bromide : 

Hg + Bra ^ 2HBr. 

Dry hydrogen is bubbled through bromine tn a wash>bottlc heated to 40 to 50°C 
by a bath of hot water, and the mixture of hydrogen and bromine vapoi'«*.is passed 
through a hard glass tube containing platinised asbestos heated to 200°C, where 
the synthesis of hydrogen bromide occurs. The hydrogen bromide passes through 
a tower packed with moist red phosphorus to remove any free bromine vapour, and 
then dried by fused calcium bromide, and cooled in liquid air when hydrogen bromide 
solidifies and excess of hydrogen passes on. • 

Laboratory preparation —Hydrogen bromide is prepared in the 
laboratory by the action of bromine upon a mixture of red phosphorus 
and water. Phosphorus tri- and penta-bromides first formed arc 
decomposed (hydrolysed) by water, yielding hydrogen bromide and 
phosphorus and phosphoric acids : 

2P -I- 3Bra = 2PBr8 ; 2P + 5Br^ = 2PBrg. 

PBrg -f- SHjO = HgPOa (phosphorous acid) 3HBr. 

PBrs 4 - 4H80 == HaPOa (phosphoric acid) + 5HBr. 
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Red phosphorus and water arc taken in a flask (fig. 114) fitted with 
a tap-funnel and a delivery tube. On cautiously adding bromine from 
A the funnel, vigorous reaction takes 



place with evolution of hydrogen 
bromide. Towards the end of 
the reaction the flask is gently 
heated. The gas is freed from (i) 
accompanying bromine vapours by 
passing through a U-tube containing 
the moist glass pieces and redphosphoniSt 
and (ii) moisture by passing 
through a second U-tube contain¬ 
ing calcium chloride, and then 
collected by the upward displace¬ 
ment of air. The gas may be dried 
by calcium chloride or bromide 
and collected over mercury. 


An aqtwous solutiot^ of hydrobromic acid may be obtained by connecting the delivery 
tube with the stem of a funnel which dips just below the surface of w'atcr in a beaker 
—^hydrobromic acid is absorbed by water, giving an aqueous solution. 

An aqueous solution may also be obtained by passing sulphuretted hydrogen 
or sulphur dioxide through bromine water., Sulphur is filtered off. 

H.,S +*Br, =- 2HBr + S ; SO* + 2HjO + Br* = 2HBr + H^SO*. 

Properties. —HBr resembles HCl in most of its properties. 

(i) A colourless heavier-than-air gas with irritating smell, hydrogen 
bromide is very soluble in water—solubility, 600 volumes at 0 °, giving 
a solution of 68 % HBr. It forms a constant boiling mixture of 47.6 
per cent hydrogen bromide, boiling at 126®. 

(ii) The aqueous solution is strongly acid and dissolves metals 
and bases in the same way as hydrochloric acid. 

(iii) Less stable than hydrochloric acid, it is more readily-oxidised 
—the aqueous solution is decomposed by air in presence of sunlight : 

4HBr + 02 = 2 H 3 O + 2 Br 2 . 

Like HCl, it is easily decomposed by oxidising agents, such as 
manganese dioxide and potassium permanganate, but unlike HCl, it 
is also attatked by other oxidising agents, such as chlorine and 
concentrated sulphuric acid. 

2HBr +CI 2 = 2HC1 +Br 2 ; HaSO* +2HBr = Br^ + 2 H 2 O +SO 2 . 

Tests.— (i) Hydrogen _ bromide or any metallic bromide, when heated with 
concentrated sulphuric acid yields red vapours of bromine. 

(ii) Chlorine water liberates bromine from an aqueous solution of hydrogen 
bromide or any metallic bromide—the liberated bromine dissolves in car&m 
dbulphide, imparting a reddish brown colour to the solution. 

(iii) An aqueous solution of hy+ogfcn bromide or any soluble metallic bromide 
|pves a pale yellow precipitate of silver bromide with silver nitrate—the precipitate 
tt insoluble in nitric acid but difficultly soluble in ammonia. 

Hlfir + AgNO, = AgBr + HNO, 
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PotMsiam Bromide.— (a) Hot caustic potash solution reacts with bromine, 
yielding a mixture of bromide and bromate. The solution is evaporated, ana the 
residue ignited with powdered charcoal when the bromate is reduced to bromide. 
The mass is extracted with water—the solution on concentration deposits colourless 
crystals of potassium bromide. 2KBrOt + 3C = 2KBr + 3002- 

(b) Iron bromide, formed by the action of bromine vapour upon moist iron 
filings (during the manufacture of bromine) is decomposed by potassium carbonate, 
when iron precipitates as hydroxide and is filtered off—the filtrate is crystallised for 
potassium bromide. 

Fe,Bre + 4K,CO, + 4 H 2 O = Fc,(OH), + 8KBr + 4CO,. 

Potassium bromide is used in medicine (to induce sleep and to remove nervousness), 
and in photography. Ammonium bromide is formed by the action of bromine 
on cooled solution of ammonia : 8 NH 2 + 3Br, = 6 NH 4 Br + N 2 . 


Hydriodic acid 

Preparation.—(i) Hydrogen iodide may be synthesised by passing a mixture 
of hydrogen and iodine vapour over a heated platinum catalyst—the hydrogen iodide 
is easily dissociated by heat. H 2 + I, ^ 2HI. 

(ii) In the laboratory hydrogen iodide is prepared by a method 
similar to that for hydrogen bromide. Water is to be cautiously 
added from the tap-funnel into a mixture of red phosphorus and iodine 
taken in the flask— iodine being a solid cannot be added like bromine from 
the funnel. Phosphorus tri-iodide first formed is hydrolysed by water- 
yielding hydrogen iodide and phosphorous acid. 

The hydrogen iodide is collected by the upward displacement of 
air. The gas attacks mercury and hence cannot be collected over the 
same : PI 3 -f- SHjO = SHI + H 3 PO 3 . 

(iii) Hydrogen iodide may also be prepared by heating potassium iodide with 
phosphoric _ acid. ^ 3KI + H 3 PO 4 == K,P 04 + 3HI. Sulphuric acid cannot be 
used, since't oxidises hydrogen iodide to iodine. 

2 HI + HjSO* « 2H2O + I* + SO2. 

(iv) An aqueous solution of hydrodic acid is obtained by the the absorption of 
the gas in water in the usual way,as in the case of hydrobromic acid. 

It may also be obtained by passing hydrogen sulphide into a suspension of iodine 
in water—the precipitated sulphur is filtered off: HiS*+ I* = 2HI + S. 

Properties. —^HI resembles HBr in most of its properties. 

(i) A colourless, heavier-than air gas with irritating odour and 
fuming strongly in air, hydrogen iodide is highly soluble in water, 
giving a solution contziining 90 per cent of HI at 0®. Its constant 
boiling mixture contains 57 per cent HI, boiling at 126®. The aqueous 
solution is strongly acid. 

(ii) It is readily decomposed into its elements on heating or on 
exposure to sun light; violet vapours of iodine are evolved on 
introducing a heated glass rod into a jar of hydriodic acid. 

2HI ^ Hg + I 3 . 

(iii) It is a strong reducing agent ; it is readily attacked by oxidising 
agents, such as air, nitric acid, hy^ogen peroxide, chlorine, sulphuric 



"280 


INTERMEDIATE CHEMISTRY 


acid, etc. which also attack hydrobromic acid ; thus a colourless 
solution of hydriodic acid turns brown on exposure to air : 

4 HI+Oa = 2H2O+2I2 ; 2HI+H2O2 = 2H2O+I3. 
2HNO3+2HI =*= 2H20+Ia+2N02 ; 2 HI+Cla == 2 HGH-I 2 . 

Since hydrogen iodide is less stable than hydrogen bromide, the 
former is attacked by oxidisng agents such as ferric salts, cupric salts, 
nitrous acid, etc. which do not affect the latter : 

, 2FeCl3 -h 2 HI 2 FeCla + 2 HC 1 + la ; 

2CUSO4 + 4 HI = 2 H 2 SOa + Cualj la- 
2HNO2 H- 2 HI = 2H2O 4 - 2 NO + I-. 

Hydriodic acid is a useful reducing agent, particularly in organic 
chemistry. 

Tests. —(i) Hydroiodic acid or any metallic iodide, on being heated with 
concentrated sulphuric acid yields violet vapours of iodine. 

(ii) Chlorine water liberates iodine from an aqueous solution of hydriodic acid 
or any metallic iodide, which dissolves in carbon disulphide, imparting a violet colour 
tej the solution. 2HI + Cl, = 2HC1 + I,. 

{in) An aqueous solution of hydriodic acid or any metallic iodide gives a yellow 
precipitate of silver iodidtf with silver nitrate—the precipitate is insoluble both in 
nitric acid and ammonia. HI + AgNO, = Agl + HNOj. 

Potassium Iodide. —(i) Hot concentrated caustic pota.sh reacts with iodine, 
yielding a mixture of iodide and iodatc. The solu^on is evaporated to a solid residue 
which is then reduce^ with charcoal, as in the preparation of potassium bromide. 
The mass is extracted with water and the solution crystallised for potassium iodide. 

• 2KIO, + 3C « 2KI + 3CO,. 

{it) Ferrous iodide, produced by interaction between iodine and moist iron filings, 
w decomposed by potassium carbonate, yielding potassium iodide and insoluble 
ferrous carlx)nate which is filtered oflF; the filtrate is crystallised for potassium iodide* 

Fel, + KjCOa = FeCOs + 2KI. 

It is used in medicine and photography. It reacts with cupric salt, precipitating 
cuprous iodide and liberating iodine—a reaction used for the volumetric estimation 
of copper. 2 GUSO 4 + 4KI == CuJj + 2 K 8 SO 4 + I*. 

CompositioQ of Hydrogen Bromide or Iodide.— Hydrogen bromide or 
iodide can be shown to contain half its volume of hydrogen by adding sodium amalgam 
to a known volume of tlm gas in a graduated tube over mercury, as in the case of 
hydrochloric acid. 1 volume of hydrogen •bromide contains J volume hydrogen ; 
hence 1 molecule hydrogen bromide contains i molecule or 1 atom hydrogen. 

Hence, the formula HBrx, but the molecular wt. is 81, its vapour density being 
40.5. .*. I + 80x = 81 whence * = 1. 

Hence the formula for hydrogen bromide is HBr. The formula for hydrogen 
iodide may be deduced similarly. 

Oxides and Oxyadds of Chlorine 

; Chlorine does not combine directly with oxygen, but .several oxides have been 

' obtained by indirect means. 

\ Oxides Oxyacids 

' Chlorine monoxide, GlgO, gas Hypochlorous acid, HOC! 

< Chlorine dioxide, CIO,, gas Chlorous acid, HCIO, 

Chlorine hexoxide, G1,0„ liquid Chloric add, HClOa 

Chlorine heptoxide, ClaOT, liquid Perchloric acid, HCIO 4 . 

1 HOGl, HGlOj and HClOa known only ki solution ; HCIO 4 is a liquid. 
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CShlorlne Monoxide and Hypochlorous acid. —^When dry chlorine is passed 
-over cooled precipitated mercuric oxide, the anhydride of hypot^lorous acid,* GI 3 O 
is obtained as a brownish yellow gas, which condenses ni a freezing mixture to an 
organgc coloured liquid. With water, it yields hypochlorous acid ; unstable the 
gas explodes on heating. 2Clj + 2HgO = HgO,HgCl 3 + CljO, 

2ClaO = 2Cla + O 3 CljO + HjO = 2HOC1. 

An aqueous solution of hypochlorous acid is prepared by shaking chlorine water 
with precipitated yellow mercuric oxide and filtering from the basic mercuric chloride. 

2C1, + 2HgO + H 2 O = HgO.HgCl, + 2HOC1. * 

Tt may also be prepared by passing chlorine into a suspension of chalk or sodium 
bicarbonate until the latter goes into solution. 

2Cla + 2HaO = 2HC1 + 2HOC1. 

CaCOj + 2HC1 - GaCl* + H^O + CO*. 


2 CI 2 + GaCOs + HjO = CaClj + 2HOG1 + CO*. 

Hypochlorous acid, being weaker than carbonic acid, cannot decompose a 
carbonate. NaHCO, + Cl* - NaCl + CO* + HOCl. 

On a large scale hypochlorous acid is obtained by the action of carbon dioxide 
upon a suspension of bleaching powder in water. 

2Ca(OCl)Gl + H*0 + GO* = CaGl* + GaGO, 4- 2HOC1. 

Hypochlorous acid is an unstable weak acid and known only in solution—the 
solution is pale yellow ; stable in the dark, it decomposes on heating or on exposure 
to light, yielding oxygen and chloriney and hence a powerful oxidising agent. 

2HGIO = 2HC1 + O* ; HCl + HOGl = Gl* + 11*0. 

• 

Hypochlorites. —Hypochlorous acid reacts with alkalis to form hypochlorites. 
Sodium hypochlorite solution may be obtained by passing chlorine into cold dilute 
caustic soda solution ; the solution cannot be concentrated, since hypochlorite 
decomposes into chlorate and chloride. It is manufactured by the electrolysis of 
cold brine such that the products, chlorine and sodium hydroxide, react yielding 
hypochlorite. Addition of a little K 2 Cr 04 which prevents reduction of hypochlorite 
by nascent hydrogen, to the electrolytic bath improves the yield. 

Gl* + 2NaOH = NaGl + NaOCl + H*0. 

A powerful oxidising agent, it is a valuable disinfectant and bleaching agent. 
It liberates iodine from potassium iodide—a reaction used for its estimation. 

NaOGl + 2KI + 2HC1 == NaCl + 2KC1 + H*.0»+ I*. 

• 

Calcium hypochlorite may be obtained by the action of chlorine upon milk of 
lime in the cold, and evaporating the solution in vacuum when the crystalline hydrate, 
Ga(OCl)a, 4H*0, deposits. • 

Bleaching powder, Chloride of lime, Ca{OCl)Cl .—^The most 
important derivative of hypochlorous acid is bleaching powder, 
calcium chloro-hypochlorite, Ca(OCl)CL Tliis is obtained 
convmercially by the action of chlorine upon slaked lime : 


Cla + HaO = HCl + HOCl 


Ca 


.OH 

HOCl 

OCl 

< + 


= Ca / 

^OH 

HCl 

^C1 


+ 2HaO 


Ca(OH)a+Gl«=Ca(OCl)Gl^+HaO. 
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Chlorine gas (as obtained by the electrolytic process;, free from 
moisture and carbon dioxide, and generally diluted with air, is passed 
into a series of lead chambers (typically ten) having concrete floors ; 
slaked lime (containing not more than 4 per cent moisture) is spread 
on the floor of the chambers to a depth of 3 inches, and this is then 
furrowea for uniform absorption of chlorine. The process is complete 
within a day’s time, the chambers are blown out with air until the 
atmosphere is sweet, and also dusted with lime to remove the last 
trace of chlorine. The chambers are then opened and woikmen 
get in and shovel the finished product through ports in the floor into 
barrels. The temperature is not allowed to rise above 35—40°C. 
The temperature is controlled by the circulation of cold water through 
cooling coils embedded in the floors. The product contains about 
35—37% available chlorine. 

In a continuous process, slaked lime is gradually pushed by mechanical rakes 
over and down the floors (typically ten) of a cylindrical t®wcr of reinforced concretb 
and lined, inside with tar and Are clay ; chlorine is fed in from the bottom. Chlorine 
is absorbed by slaked lime on counter-current principle. The finished product is 
freed from chlorine by a blast of air at the bottom of the cylinder and then discharged 
into wooden drums. The temperature is controlled by circulating cold water through 
pipes embedded in the floors. 

Bleaching powder is also called chloride of lime. 

Properties. —(i) A white powder, smelling strongly of chlorine, 
bleaching powder absorbs moisture from the air, but is not deliquescent. 
It does not tlissolve completely in water, always leaving a white 
residue of lime ; the aqueous suspension, however, contains the calcium 
hypochlorite in solution. 

(ii) Unstable to heat ; the moisture and carbon dioxide of the 
atmosphere decompose it, liberating chlorine. 

Ca(OCl)Cl + CO 2 = CaCOs -f Gig. 

fiii) It reacts with dilute acids to give chlorine : 

Ca(OCl)Cl + H 2 SO 4 = CaS 04 + HgO -f Cl^ 

Ca(OC)Cl -f 2HC1 = CaClg + HgO + Cla- 

The chlorine thus set free is known as available chlorine and is 
responsible for the bleaching andvxidising properties of bleaching powder. 
The valuation of bleaching powder depends upon its content of 
available chlorine which is expressed as the number of parts by weight 
of it which may be obtained from 100 parts by weight of the sample 
by treatment with dilute acids, and is generally spoken of as the 
“percentage of available chlorine” which is usually 35—37% in a 
commerci^ sample. 

(iv) Cobalt salts decompose a suspension of bleaching powder 
catalytically, liberating oxygen ; 2Ga(OCl)Cl = 2 GaGl 2 + Og. 

(v) A solution of sodium hypochlorite and chloride is formed by 
precipitating bleaching powder solution with sodium carbonate : 

CaOCla + NaaCOg = CaCO, + NaOCl -f NaGl. 

(vi) It is a powerful oxidising agent ; thus it liberates iodine from 
an acidified solution of potassium iodide—a reaction made use of for 
its valuation : Ca(OCl>Cl+2KI+2HC1 = CaCla+2KClH-H*0+Ir 
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It oxidises sodium arsenitc to arsenate—a reaction also used for its valuation. 

NagAsOs + CaOClg — NagAsOg + GaClg. 

Uses. —^Bleaching powder is used as a disinfectant, for sterilising water and in 
the manufacture of cliloroform. But its principal use is for bleaching pap>er>pulp, 
cotton and linen. 

The fabric to be bleached is boiled with dilute caustic soda to remove greasy 
impurities and then washed with water ; it is next steeped in a solution of bleaching 
powder and then left exposed to air for several hours when the bleaching is done 
by chlorine liberated from the bleaching powder by atmospheric carbon dioxide. 
The fabric is then washed with dilute sulphuric acid to destroy any excess bleaching 
powder, and finally with sodium sulphite solution to remove the last trace of chlorine. 

Bleaching powder with a dilute acid is used for rendering wool unshrinkable. 

Bleaching powder is now largely displaced as a bleach by : (i) liquid chlorine, 
and (ii) calcium hypochlorite, the so-callcd high teat hypoc^orite. Calcium 
hypochlorite is made in bulk by chlorination of a lime slurry followed by its separation 
aa crystals by salting put with common salt. The commercial product Maxochlor 
is twice as strong as ordinary bleach and contains 75% available chlorine. It is 
stable, and does not spoil on keeping, and is completely soluble in water, perchloroiig 
calcium hypochlorite stabilised with a little Ga(OH)g, is another high test 
hypochlorite. 

Formula of Bleaching Powder. —^Bleaching powdSr was suggested by Balard 
(1835) to be a mixture of equimolccular amounts of calcium chloride, and hypochlorite, 
CaClg + Ga(OCl) 3 , since its solution gives the tests for both. But the view was 
rejected because— 

(i) bleaching powder is not* very deliquescent while apy mixture containing 
calcium chloride should be highly so. 

(ii) the alcoholic extract of bleaching powder contains practically no calcium 
chloride, though the latter is soluble in alcohol. 

(iii) moist carbon dioxide liberates the whole of available chlorine from bleachii^ 
powder, while it has no action upon calcium chloride. 

Odling suggested the formula Ga(OGl)Cl—calcium chloro-hypochlorite for 
bleaching powder. The formula explains all its reactions and also agrees with its 
theoretical available chlorine content which is 49. 

The formula for bleaching powder, therefore, is: Ga(OGl)Gl. Bleaching 
powder is now regarded as a mixture of calcium hypochlorite, Ca(OGl) 2 , 4HgO and 
basic calcium chloride, GaGl^, Ga(OH) 2 i HjO. 

Chlorine dioxide. —^It is obtained as a yellow gas l}y cautiously warming to 
70° a mixture of powdered potassium chlorate and well-coolra concentrated sulphuric 
acid. 

3KGIO, + 3 H,S 04 = 3 KHSO 4 + HGIO 4 + 2G10a + HjO. 

An explosive gas, it dissolves in water—the solution is neutral but it reacts with 
alkali, giving a mixture of chlorite and chlorate. * 

2GlOj + 2NaOH = NaGlO, + NaQO, + HjO. 

When cooled in freezing mixture the gas condenses to a dark red licjiiid. A 
non-explosive mixture of ClOj and GO* is formed by heating at 60°G a mixture of 
KGlOs and oxalic acid HaCa 04 . 

2HG10s + HjGaO* = 2H80 + 2010, 2GO,. 

GlO| is prepared pure by passing chlorine over silver chlorate at 90“ and 
condensmg the chlorine dioxide as liquid in a freezing mixture. 

2AgaO, + Cl, = 2AgCl + 2CIO, + O,. 

C10| is a powerful oxidising agent. Sodium chlorite is used under the name 
texione as a bleaching agent for ^perpulp, cottoA and rayon. 
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Chlorous add. —It is obtained by the action of dilute sulphuric acid upon 
barium chlorite and filtering from barium sulphate : 

Ba(GlO,)a + HaSO* = BaSO* + 2HC10a. 

Barium chlorite is prepared by passing chlorine dioxide into a suspension of 
barium peroxide in hydrogen pci oxide. BaOj + 2C10a = Ba(G10a)a + Os- 

Chloric add and chlorates. —Ghloric acid is prepared by the action of dilute 
sulphuric acid upon barium chlorate and filtering from the insoluble barium sulphate. 

Ba(G 103 )a + HjSO* -= BaSO* + 2 HCIO 3 . 

The solutlbn may be concentrated in a vacuum to 40%^ HCIO 3 ; on further 
concentration or on heating, it decomposes, giving perchloric acid and chlorine 
dioxide. SHClOa = HClOa + 2 CIO 3 + HgO. 

Chlorine hexodde.—CI 3 O 3 is made by mixing GlOa and ozonised oxygen at 
0“. It is a dark red liquid. It dissolves in water and forms chlorate and perchlorate 
with alkali. CljO, + 2KOH KCIO 3 + KGIO 4 + HjO. 

Potassium chlorate, KCIO3. —It may be prepared in the 
following way : Chlorine is passed through an inverted funnel into a 
hot concentrated caustic potash solution in a bcakei. When the 
solution smells strongly of chlorine, it is cooled and the crystals of 
petassium chlorate arc filtered off, washed with cold water and finally 
recrystallised from hot water. 

Potassium chlorate is obtained commercially by—(i) Chemical method.— 
Calcium chlorate is made by bubbling chlorine into hot milk of lime contained in 
cast-iron vats with agitating paddles ; powdered potassium chloride is then added 
to the calcium chlorate liquor, when the sparingly soluble (solubility, 5.7% at 15°) 
potassium chlorate sej^rates on cooling. The crJde product is recrystallised from 
hot water. 

• 6 Ga(OH )3 + 6C1, = 5CaGla + Ga(C10a)j + 6H,0. 

Ca(C10,)s -f- 2KC1 = GaClj + 2 KCIO 3 . 

SCla 4- 6 KOH = KCIO 3 -f 5KC1 + SHgO. 

(ii) Electrolytic method. —Sodium chlorate is prepared by 
electrolysing common salt in such a way that the products of electrolysis 
at the anode and the cathode are allowed to mix freely. A hot 
(85°—90°C) saturated solution of common salt, to which a little free 
acid (about 5 gras. HCl per litre) and sodium dichromate (about 2 
gms. per litre) have been added, is electrolysed between iron cathodes 
and smooth platinum anodes —the liquof being contained in a lead-lined 
steel cell. The sodium chloride on electrolysis yields chlorine, caustic 
soda and hydrogen. The chlorine liberated at the anode reacts with 
caustic soda formed* at the cathode—^hydrogen evolved at the cathode 
passes out—yielding sodium hypochlorite. The hypochlorite is then 
oxidised to chlorate by ](jypochlorous acid which is always present in 
the liquor owing to the acidity of the bath. The addition of dichromate 
prevents cathodic reduction of the chlorate. 

CI 2 + 2NaOH = NaCl + NaOCl -f HaO ; 

2HG10 + NaOCl = NaClOa + 2HC1. 

The electrolysed solution is then concentrated when the less 
soluble sodium chloride is first deposited which is filtered off—the 
mother liquor containing the more soluble sodium chlorate is then 
crystallised for the latter. Potassium chlorate is obtained by treating 
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a solution of sodium chlorate with potassium chloride, when the 
sparingly soluble potassium chlorate crystallises out ; 

NaClOa + KCl = KCIO3 + NaCl. 

Potassium chlorato may also be made by the elcctroysis of potassium chloride 
solution—the sparingly soluble potassium chlorate crystallising out. 

Properties. —(i) A white crystalline solid, sparingly soluble in water potassium 
chlorate melts at 370°. Sodium chlorate is very soluble in water. 

(ii) Heated just above its melting point 370°, it is converted into a mixture of 

potassium cliloride and oxygen : • 

4KCIO, = KCl + 3KG104; KCIO* - KCl + 2 O 3 . 

Heated with manganese dioxide, potassium chlorate decomposes below its melting 
point into potassium chloride and oxygen—^no perchlorate is formed. 

(iii) Chlorates are powerful oxidising agents ; it is reduced by hot sulphurous 
acid to chloride which yields a white precipitate with silver nitrate—the chlorate 
is not precipitated by silver nitrate. 

KCIO 3 + 3 HaS 03 = KCl + 3 HbS 04 . 

(v) It oxidises hot concentrated hydrochloric acid to yellow euchloiine gas, 
a mixture of Cl* and CIO,. 

2KC10a + 4HC1 = 2KC1 + Cl, + 2 CIO 3 + 2H,0. • . 

(v) It reacts with concentrated sulphuric acid, yielding^the explosive gas chlorine 
dioxide and perchloric acid. 

3KC10a + 3H3SO4 = 3KHSO4 + HCIO4 + aClO, + HaO. 

Uses. —Potassium chlorate forms dangerous explosive mixtures with sulphur, 
phosphorus and charcoal and hence«ts use as an ingredient in fire-works and matches ; 
mixed with magnesium and red phosphorus, it is also used ki photographic Hash 
powders ; also as an oxidising agent: It is used in medicine as an antiseptic^in the 
form of chlorate lozenges for the cure of sore throau. 

On adding cone. Hj,S 04 by means of a pipette into a mixture of potassium 
chlorate and sugar taken on an asbestos board, the sugar bursts into fiame and is 
converted into black mass of charcoal—the reaction is caused by the action of sugar 
upon chlroine dioxide formed. 

Perchloric acid, HCIO 4 is formed by the decomposition of chloric acid 
on distillation ; 3 HCIO 3 = HCIO 4 + CI 3 + 20, + H,0. 

It is usually prepared by distilling potassium perchlorate with concentrated 
sulphuric acid in a retort—the perchloric acid collects in the receiver as a colourless 
fuming liquid which gradually solidifies to the monohydratc HC 104 ,H 30 , m.p. 50°. 
The anhydrous perchloric acid is obtained by distillation under reduced pressure 
as a colourless mobile liquid. It is the jnost stable oxy-acid of chlorine ; it may 
explode when heated at atmospheric pressure. It is a strong acid. It is an oxidising 
agent and inflames paper and wood. Perchloric acid is used for the gravimetric 
estimation of potassium as potassium perchlorate. 

KCIO* + HaSO* - KHSO* 4 - HCIO*. 

Potasslam perchlorate, KCIO*.—It is prepared by heating potassium chlorate 

4KC10, = SKClO* + KCl.* 

Potassium chlorate is heated in a porcelain dish until the fused salt becomes pasty. 
The cold mass is ground with cold water in a mortar for separating the chloride—the 
residual perchlorate is then crystallised from hot water. Any chlorate remaining 
may be decomposed by boiling with a little concentrated hydrocliloric acid, which 
does not act upon the perchlorate ; the potassium perchlorate is filtered, and 
recryslallised from hot water. 

KCIO* is sparingly soluble in water. It decomposes at a higher temperature 
than the chlorate : KCIO* — KCl + 20|. It does not bleach indigo in presence 
of sulphite as does the chlorate. With hot concentrated sulphuric acid it gives fumes 
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of perchloric acid, while the chlorate yields the explosive gas CIOs. It is not acted 
upon by hot and strong HGl which decomposes the chlorate, giving off euchloriiUt 
vide supra. 

Sodium perchlorate is deliquescent and very soluble in water. Silver perchlorate 
is soluble in water and toluene. Magnesium perchlorate is a good drying agent. 
Pcrclilorates are used to make detonators and explosives. 

Chlorine Heptoaddes Cls 07 , is the anhydride of perchloric acid. It is a 
colourless explosive liquid. It slowly forms perchloric acid with water : 

ClsO, + HjO = 2 HGIO 4 . 

It is obtitined by dehydrating anhydrous perchloric acid with phosphorus 
pentoxide at ~ 10°C and very carefully distilling from a retort. 

Oxides and oxyacids of bromine and iodine 

Oxides of Bromine. —^Three oxides of bromine Br 20 , BrOj and BrOg are known. 
BrOa is formed as a white crystalline solid, stable only below—80°, by oxidising 
bromine vapour with pure ozone at 0° under a low pressure. Bromine monoxide, 
BrgO, is formed when bromine reacts w«th dry mercuric oxide. It readily 
decomposes. 

f Oxides of Iodine.—Iodine Pentoxide. —IgOs, is obtained as a white powder 
liy heating iodic acid to 200°. It dissolves in water to form iodic acid : 

2HIOa ^ IgOg + HjO. it oxidises carbon monoxide, even if present in traces 
only, on warming : 5CO + 1205 = SGOj + Ij. 

Iodine Tetroxide, 1 - 204 , is obtained as a yellow powder by the action of cold 
nitric acid upon iodine or by heating iodic acid with concentrated sulphuric acid. 
It decomposes into iodine and iodine pentoxide‘at 180°. I 4 O# is formed by the 
action of ozonised oxfgen on iodine. 

Brorftinc forms the oxyacids : hypabromous acid, HOBr, bromous acid, HBrOj and 
bromic acid, IIBrOs, all known only in solution. 

The oxyacids of iodine are hypoiodous acid, HOI ; iodk acid, HIO 3 ; periodic acid, 
HIO 4 , 2 H 2 O or HjIOs. 

Hypobromous and Hypoiodous Acids. —An aqueous straw-yellow solution of 
hypobromous acid is obtained by shaking bromine water with yellow mercuric oxide 
and Altering. The solution is an oxidising and bleaching agent : 

2 Br 2 + 2HgO + HaO - HgO, HgEr* + 2HOBr. 

The hypoiodous acid is prepared similarly. 

A mixture of hypobromite and bromide is obtained by treating cold aqueous 
soda and potash with bromine. The hypo-bromite in solution changes to bromate 
on keeping or warming : • 

Bra + 2NaOH = NaOBr + NaBr + HjO ; SNaOBr = NaBrO, + 2NaBr. 

The hypoiodite rcsejnbles hypobromite but is less stable. It is prepared similarly. 
The stability of the acids of type HOCl diminishes from chlorine to iodine. 

Bromic and Iodic acids. — ^Bromic acid, HBrOj, is obtained iii solution by 
treating silver bromate, precipitated by adding silver nitrate to a solution of potassium 
bromate, with bromine water and filtering : 

SAgBrOs + SBfa + SHjO — SAgBr -J- SHBrOa. 

The solution may be concentrated in vacuo but decomposes to bromine and oxygen 
on heating ; 4HBrOa ™ 2 Br 3 + SOj -f 2HaO. The solution has oxidmng 
properties ; 2 HBr 03 5SOa + 4HaO = Brj + 5 HaS 04 . 

2 HBr 03 + 5HaS = Br^ + 6 H.O + 5S ; HBrOj + 5HBr = 3Br, -f- 3H,0. 

A bromide-bromate mixture on acidification liberates bromine and is used for 
analytical purposes. 

5KBr + KBrOj + 6HC1 = 6KG1 + aHjO + 3Br,. 
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Iodic Addf HIO 3 , is prepared by boiling iodine with concentrated ni^c acid. 
The liquid is evaporated to dryness and heated to 200” to ex]^l the nitric acid. The 
residue of iodine pentoxide is dissolved in minimum quantity of water and left to 
crystallise, when colourless crystals separate : 

31, + lOHNO, = OHIO, + lONO + 2HaO. 

It may also be obtained by the action of chlorine on a suspension of iodine in 
water : I, + SCI, + 6 HaQ = lOHGl + 2 HIO 3 , also by evaporating iodine with 
chloric acid : 2HC10, + I, = 2HIO, + Cl,. 

At 200° iodic acid yields the anhydride 1,0,, which decomposes to itxline and 
oxygen at 300°. An oxidising agent, iodic acid resembles bromic acid in ox'dising 
actions. Although monobasic, iodic acid forms normal and acid salts, e.g., KIO,, 
and acid potassium iodate, also called potassium bi-iodate, KH(I 08 }g. 

Potassium Bromate, KBrO,, may be made by dissolving bromine in hot 
concentrated potassium hydroxide solution : 

3Br, + 6 KOH = 5KBr + ICBrO, + 3H,0. 

It is sparingly soluble and is separated from the potassium chloride by crystallisation. 
Potassium bromatc decomposes to potassium bromide and oxygen when heated : 

2KBrO, = 2KBr + 30, (cf. KGIO,). 

• 

Potassium Iodate. KIO,, is sparingly soluble ; it resembles potassium bromate 
and is prepared similarly, vide supra. It is best made by heating potassium chlorate 
solution with iodine : 2KC10, + I, = 2 KIO 3 + Cl,. An iodate-iodide mixture 
liberates iodine on acidification : 5K,I + KIO, + 6HC1 = 6KG1 + 3H,0 + 31,. 

• 

Periodic Acid. —Periodic acid, Hb10„ and potassium periodate, KIO,, are 
prepared by the electrolytic oxidation of iodic acid and potassium iodate respcctivdy. 
Iodic acid solution is taken in a porous pot in which is placed the anode— a. lead 
plate coated with lead peroxide ; the pot stands in dilute sulphuric acid in which 
is dipped a platinum cathode—the electrolysed solution in the porous pot yields 
periodic acid on crystallisation. Sparingly soluble potassium periodate is obtained 
by electrolysing potassium iodate in the same way. Periodate is also made by oxidising 
an iodate in alkaline solution by chlornc. The acid forms colourless, deliquescent 
crystals which melt at 133° and decomposes at 140° ; 2H,10, == 1,0, + 5HgO + O,. 
The acid is pentabasic and hence the formula HglO,. The solution is strongly acid and 
is an oxidising agent. Periodic acid and its salts are more stable tlian their chlorine 
analogues. Barium periodate is formed by heating barium iodate to redness ; 

5Ba(IO,)a = 83,(10,), + 41, + 90,. , 

Pcrbromic acid is unknown. 

Comparison of the Properties of Halogens. —^Thc halogens^uorine, chlorine, 
bromine, and iodine, which belong to group Vllb in the periodic table form a family 
of closely related elements. Their properties show a regular gradatioA with increasing 
atomic weights from fluorine to iodine, as the table of their properties most convidngly 
illustrates : * 

The halogens do not occur in the free state. They are monovalent and form 
univalent anions in their halides, e.g., NaF, NaCl, NaBr and Nal. 

(i) The melting and hoilingj points of the halogens gradually increase from fluorine 
to iodine with increasing atomic weight ; the state of existence of the halogens shows 
a gradation from gas to solid with deepening of colour—their density, also increasing 
with increasing atomic weight. 

(ii) The halogens are the most dectnMaegative (non-metallic) elements—the 
non-metallic chuacter gradually decreasing from fluorine to iodine. As non-metals. 
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they exhibit great affinity for hydrog^ and metals,— the affinity, however, 
gradually decreasing from fluorine to iodine, as the reactions of the halogens w’th 
hydrogen, water and metals indicate. 

(iii) The halogens are very reactive chemically. The reactivity decreases (as 
their reactions with both metals and non-metals illustrate) in general with decreasing 
electro-negativeness ; thus fluorine can displace chlorine from its salts, chlorine can 
displace bromine, and bromine can displace iodine. 

Oxidiklng tmd bleaching action. —^I'he halogens arc iX)werrul oxidising agents 
and hence all react with reducing agents—their oxidising power diminishing with 
d^ireasing electro-negativeness. The bleaching property decreases from chlorine 
to iodine which does not bleach at all—fluorine destroys the material to be 
bleached. 

(v) Affinity for oxygen.— The affinity for oxygen (unlike that for hydrogen) 
increases from fluorine to iodine (except in the case of bromine which resembles 
fluorine in having little affinity for oxygen). Except iodine which is oxidised to 
iodic acid by hot concentrated nitric acid, the halogens are not affected by oxidising 
agent—bromine however forms an unstable oxide with ozone. A large numljer 
of oxides of halogens have been obtained by indirect means. 


The stability of thp oxyacids also increases from chlorine to iodine (Bromatc 
is less stable than chlorate, and fluorine forms no oxyacid) ; thus iodine liberates 
chlorine from potassium chlorate. 2 KCIO 3 -h — 2 KIO 3 + Gig. 

(vi) Action of alkali. —Fluorine diflers from other halogens in not forming 
oxysalts with alksjis—with cold dilute alkali,*it reacts, yielding fluorine monoxid^ 
FjO, while with hot concentrated alkali oxygen is liberated. Chlorine, on the other 
han*d, reacts with cold dilute alkali, producing chloride and hypo-chlorite ; with 
hot concentrated alkali it yields chloride and chlorate. Bromine and iodine behave 
like chlorine. 

Hydrides of Halogens, Comparison of, —(i) The halogen hydrides are 
colourless gases (HF is a liquid below 19.5° which fumes strongly in moist air). HF 
is highly poisonous.' The gases, all heavier than air except HF which is lighter, 
do not burn nor support burning ; they exhibit a gradation in properties except HF 
whose abnormal behaviour is due to the association of its molecules : 

(ii) The stability of the hydrides decreases from HF to HI, as the effect of heat 
upon them clearly indicates. 

(iii) Effect of oxidising Agents,. —llie case of oxidation increases with the 
decrease of the stability of the hydrides ; HF is not affected by oxidising agents ; 
HCl is oxidised^ to chlorine and water by strong oxidising agents, such as 
permanganate, diehromate, nitric acid, manganese dioxide, etc. ; besides by those 
mentioned under HCl, HBr is also oxidised to bromine and water by hydrogen 
perdxide, chlorine and concentrated H 3 SO 4 ; HI is readily oxidised to 'iodine anid 
water by all oxidising agents, including the above, and s^o by cupric and ferric 
salts and nitrous acid. HI is so easily oxidised that it is frequently used as a reducing 
agent. 

(iv) Strength of add. —^Hydrogen fluoride is a much weaker acid than HCl, 
HBr and HI which are equally strong. HF differs from other hydradds in etching 
glass. Hydrofluoric acid is associated at low temperature ; it is HgFa in concentrated 
solution. 

(v) Ibdides. —Caldum fluoride is insoluble in water, while the corresponding 
ehkmde, bromide, and iodide are soluble in water. Silver fluoride, on the other . 
han4 ia soluble in water, whikt the chloride, bromide and iodide are insoluble. 
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Exercises 


1. How was fluorine isolated ? Give reasons for the procedure adopted* 

Compare its properties with those of chlorine. Calcutta '54 

2. Name two minerals of fluorine. How is anhydrous hydro-fluoric acid 

prepared ? What is meant by etching of glass ? Compare the properties of the 
hydracids of the halogens. Punjab *27 

3. Describe the preparation of a sample of chlorine free from hydrogeft chloride. 

Explain, with equations, the action of chlorine upon->—(a) milk of lime, (b) sulphurous 
acid, (c) hydrogen sulphide, (d) molten tin, (<} chalk in suspension in water, (/) quick 
lime. Peina Inttr. 

4. Describe how (a) a solution of potassium hydroxide, (b) a solution containing 
a hypochlorite, (e) cr^tals of potassium chlorate, may ^ obtained as direct results 
cf dectrolysis of potassium chloride solution. 

^ A few grams of potassium got mixed up with mercury. The mixture was treated 
with water and the aqueous solution was then separated, warmed and then allowed 
to be mixed up with a stream of chlorine gas. When the solution was almost saturated 
with chlorine, a^ crystalline product separated out. This was filtered and kept at 
370* for some time. This was then crystallised fiom hot water. What was the 
final product ? Potassium pereklorate, Calcutta '41 

5. How is bleaching powder manufactured ? What & its formula ? What 

is meant by the term ‘available chlorine’ of a sample of bleaching powder ? How 
would you proceed to bleach a fabric with it ? How may oxygen be obtained from 
Ueaching powder ? Ajmer Inter. *33 

In alkali factory chlorine is a by*ph)duct. How can this be tgst utilised ? 

6. What is the chief source of bromine and how is it obtained in the pure state ? 

How may specimens of (a) hydrogen bromide, (b) potassium bromide be prepared 
from^ bromine ? Describe the reactions of bromine with (i) phosphorus, {it) sulphur 
dioxide, (m) sodium carbonate and (ui) potassium iodide. Bombay *53 

^ 7. What are the chief sources of iodine ? Indicate the reactions by which 
it is obtained from them. Describe and explain the actions of iodine on (o) mercury, 
{b) nitric acid, (c) sodium thiosulphate, {d) hydrogen sulphide, («) potassium 
iodide, (/) caustic soda, {g) iron filings. Cal. *57, Madras *49 

_8. How is hydrochloric acid obtained commercially and for what piuposes 
is it used ? How would you establish that its formula is HCl ? How wotild you 
detect traces of chlorine in hydrochloric acid ? 

9. How are (a) hydrogen chloride and {b) hydrogen iodide usually prepared 

in the laboratory ? Comment on the different methods employed. What happens 
when their aqueous solutions are treated with (i) silver nitrate in excess of ammonia, 
(u)^ copper sulphate, (Hi) ferric chloride solution ? How would you distinguish 
iodides from chlorides and bromides ? • Pabta Inter. 

10. Compare the properties of the halogens and their hydracids and justify 
their inclusion in the same group in the periodic table. 

In what respects do fluorine and chlorine and also their compounds differ from 
one another ? 

11. Describe the action of concentrated sulphuric acid on potassium chloride, 

potauium bromide, and potassium iodide. State briefly how you would prepare 
specimens of each of the following acids : hydrochloric, hydrobromic, hydriodic. 
Give^ equations representing the reaction. By what tests would you distinguish 
and identify hydrobromic and hydriodic acid solutions ? Calcutta *53 

Explain what happens when : (a) a heated glass rod is inserted in a jar 
hydriodic acid. 

(b) hydriodic add is led into copper sulphate solution. 

(r) an aqueous solution of hydriodic add is exposed to air for some time. 
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12. Iodine resembles grapbite in appearance. How would you distinguish 
between them ? Explain how you would separate a mixture ci iodine and potassium 
iodide. 

Describe udiat happens when : (a) a crystal of iodine is heated in a flask. 

(ft) chlorine water is added to potassium iodide solution, and then shaken with 
carbon disulphide. 

(r) a mixture of potassium iodide and iodate is acidified. 

(d) a Crystal of iodine is shaken with potassium iodide solution. 

(e) iodine is heated with concentrated nitric acid. 

(/) chlorine acts on a suspension of iodine in water. 

13. Describe the preparation of a specimen of hydrobromic acid. How would 

you obtain an aqueous solution of hydrobromic add from bromine water, and vice 
versa ? Compare the properties of hydrobromic add with those of hydrochloric 
and hylriodic adds. Calcutta *47 

14. Some iodine got mixed with potassium iodide. How will you separate 
them ? 

Discuss the chemical changes that take place when (a) iodine is mixed wiA 
caustic soda solution, (b) potassium iodide is mixed with concentrated sulphuric 
add, (c) gaseous chlorine is passed into aqueous solution of potassium iodide, 
(d) potassium iodide h added to mercuric cbloride solution. Calcutta *47 

15. How is hydriodic add prepared in laboratory ? Give a neat sketch of 
the apparatus med. Compare its properties with those of hydrochloric acid. 

Punjab *49 

Describe the changes that occur when (a) giseous hydriodic acid is heated (ft) when 
its Mueow solution is treated successively with silver nitrate and ammonia, (e) when 
duorine is passed into its solution followed by hydrogen sulphide. 

Calcutta *45 

16. ^ Explain how chlorine bleaches. Give examples to illustrate it. Describe 
the action of chlorine with (a) oil of turpentine, (ft) aqueous solution of ferrous 
chloride, (c) hot caustic ^ potash solution, (d) a solution of potassium iodide, 
(«) hydxogm, (/) heated iron wire, and (g) water. How would you know that 
8(^um chloride contains chlorine ? 

17. ^ Explain what happens when : (») a jet of burning hydrogen is introduced 
into a jar of chlorine, (it) dry^ chlorine is passed over molten tin, {Hi) chlorine is 
passed mto ferrous sulphate acidified with sulphuric acid, {iv) an aqueous soluticm 
cS chlo^e is exposed to sunlight, (v) a mixture of hydrogen and chlorine is exposed 
to sunlight, (ri) chlofine is led mto a suspension of yellow mercuric oxide, (vii) chlorine 
is pass^ into not ^tutic potash solutiqn until saturated, (viii) common salt is heated 
with manganese dioxide and sulphuric acid, (ix) chlorine is led into a jar containing 
molten phosphorus under water, (x) pota*sium chlorate is wanned with iodine. 
How would you ^ow that hydriodic acid is a more powerful reducing agent than 
hydrobromic acid ? 

18. Explain what happens when : (i) calcium fluoride is heated with con¬ 
centrated sidphuric acid, in a glass test tube, («) an aqueous solution of hydrofluoric 
acid is electrolysed, {Hi) fluorine is led into a cold dilute solution of caustic soda, 
(iv) a suspension of bleaching powder is treated with sodium carbonate solution, 
(a) potassium chlorate is heated with concentrated hydrochloric acid. How would 
you detect the presence of both a bromide and a chloride in a mixture of the two ? 

19. ^ What are the common sources of bromine ? How is bromine manufactured 

industrially ? State its properties and uses. Name an important bromide and 
state its uses. Calcutta *59 

How would you disting^uish between ; (i) nitrogen peroxide and bromine 
vtpour ? , 

20. Describe the preparation and uses of: (e) bleaching powder, (ft) potassium 

cblorate. c V.P^aard*51 
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At wt. 

At. no. 

Density 

(solid) 

At. vol. 

M. pt. 

B. pt 

Atomicity 

Oxygen 

16.00 

8 

1.4 

11.2 

H||ET 

4 ul 

-184“ 

0 , 

Sulphur 

32.06 

16 

2.1 

15.3 

Bh&I 

444.6“ 

• s. 


Electronic conii^ration ; Oxygen 2, 6 ; Sulphur 2, 8 , 6 . Oxy^n, sulphur, 
selenium and tellurium belong to group VIb in the periodic table. These elements 
are classed as non>metals, tmt there is a gradual increase in the electropositive 
character with increasing atomic weight. 

The properties of oxygen and its compounds differ in many respects from those 
of sulphur—their chief points of difference are : 

(i) Oxygen is a gas, while sulphur is a solid at ordinary temperature; the 
molecule of sulphur is but that of oxygen 0 |. 

(ii) Oxygen is a supporter of combustion, but sulphur is a combustible solid. 

(iii) Valency of oxygen is 2, but the maximum valency of sulphur is 6 , as in SF« 
but lower valencies of 2 and 4 (as in SO 2 ) are also s^own. Oxygen forms no 
compounds similar to sulphites and sulphates. 

(iv) Hydrogen sulphide HgS, is a weak acid, whereas water H^O is neutral. 

(v) Water is an associated liquid, mainly a trimer (H|0)s, at the ordinary 
temperature, while hydrogen sulphMe is a gas consisting of simjile molecules of HjS. 

^ (vi) Chlorides of oxygen, viz., 01207 , are explosive ; they react with water forming 
acids, GI 2 O 7 + H,0 = 2 HCIO 4 , chlorides of sulphur arc not explosive—^tfiey are 
hydrolys^ by water, forming HCl and sulphur. 

But ^e chemistry of oxygen and sulphur exhibit some similarity, justifying their 
placing in the same group : 

(a) Both oxygen and sulphur contain 6 electrons in the outermost shell of their 
atoms, and accordingly form the bicovalent compounds H-O-H and H-S-H, and 
the U'clcctrovalent compounds Na+0'Na+ and Na+S'Na+. 

(b) Oxides afld sulphides show great similarities in their reactions : 

FeO + 2HG1 = FeCl, + H,0 ; FeS + 2Ha = FeCI, + H,S 

S^phur may take the position of oxygen in many oxides and oxyacids ; e.g., 
CS 2 is analogous to CO 2 ; CS, reacts with NaOH to form sodium thiocarbonate 
Na 2 GS 2 , while CO 2 gives NajGOa with caustic soda. 

SnO, is analgous to SnS„ the former reacts with NaOH to form stannate NagSnO., 
while the latter with alkali gives stannate and analogous thiostannate NajSnS^. 
Both oxygen and sulphur are found free in nature and both (Schibit allotropy. 

Sulphur 

History ud Occurrence.—From its occurrence in the free state in Sicily, 
sulphur or briimtone was known to the ancient Greeks and Romans. The Egyptians 
were ajso familiar with it. Homer pOO B.C.) mentions the use of burning sulphur 
in fumigation, and the frimes thereof were used in the bleaching of textile fabrics at 
an early date. The use of sulphur in medicine is also a very old practice. 

Huge deposits of sulphmr occurs in the volcanic regions of Sicily, Japan, and in 
Louisiana and Texas in U.S.A.—50 per cent of the toted sulphur used tn the world is produced 
in America. 

Sulphur u formed in volcanic districts by interaction between hydrogen sulphide 
and sulphur dioxide which are present in volcanic gases ; 2HjS + SO| =» 2jEf|0 4* 3S. 
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Combined sulphur occurs as metallic sulphide and sulphates ; the more important sulphides 
arc : gaUna, PbS ; zinc blende, ZnS ; copper pyrites, Gu|S, Fe|S« ; cmnaber, ; and 
iron pyrites, FcS,. The sulphates are : gypsum, CaS 04 , 2HO ; anhydrite, CaSO*; 
heavy spar, BaS 04 and hieserite, MgS 04 , HjO. .. 

Sulphur occurs in many organic matter, for example, in hair, egg albumen, in 
the odorous principles of garlic, onion and mustard. 

Deposits of sulphur occur at Koh>i>Sultan in Beluchistan. Gypsum is found 
in India. 

^ Extraction of native anlphur. —(a) Sicilian Snlplmr : 

Sulphur-bearing rocks, as dug in Sicily, contain about 20 per cent 
sulphur, besides many impurities such as clay, limestone, sand and 
gypsum. The sulphur is separated from the rock by liquation. The 
rock is heaped in lumps in brick kilns (called calcaroni) built on sloping 
. hillsides, with air spaces, and kindled at the top. 

A portion of the sulphur bums, heating the remainder which 
melts and flows down the floor of the kiln into wooden moulds. The 
crude sulphur still contains about 5% rocky impurities. About 
30% of the sulphur is used up as a fuel. 

The process, therefore, appears to be wasteful, but native sulphur is cheaper 
than imi^rted coal. • 

The efficiency of the process is increased by using the (Sill Kiln which consists 
of a number of communicating brick chambers arranged in a circle ; the gases 
from one chamber in which sulphur has 
melted passes into the adjoining one and 
melts out the sulphur there, and thereby 
economise heat. The recovery of sulphur 
is about 75 per cent. 

The crude sulphur is refined at 
Marseilles, where fuel is cheaper. The 
sulphur is melted in an iron pot, whence 
it runs into an iron retort, heated 
over a coal fire—the sulphur boils, and 
the vapour is led into a brick-chamber 
where it condenses on the cold walls as 
a yellow solid, called flowera of 
•nlphar. As the walls become hot, 
liquid sulphur collects to the bottom, 
when it is tapped out and cast into woodea 
moulds to form roll solphur or 
brimstone (hg. 115). Fig. 115 

(b) American sulphur. —^The deposit of free sulphur in Louisiana 
and Texas occhrs below layers of clay, quicksand and limestone, 
several hundred feet beneath the surface of the earth and is extracted 
by the Frasch process. A boring is made to the deposit, and 
‘pump* of four concentric pipes (fig. 116) are sunk to the sulphur- 
l^aring strata—down the two of outer pipes is pumped superheated 
water at 160® and at a pressure of 10—18 atmospheres, to. melt the 
sulphur. Compressed air at 35 atmospheres is forced down the 
inner pipe, when a froth of molten sulphur and air bubbles rises to 
the surface through the remaining pipe. The sulphur is led intou 
Wooden vats where it solidifies. It is of 99.5 to 99.9 per cent purity 
and is ready for immediate use. 
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Recovered Salplmr* —^Important sources are: (t) Coal gaa t Hydrt^en 
sulphide distilled from coal (wmeh contains iron pyrites, FeSf) in the manufacture 
of coal gas, which is recovered as sulphur from the sperU 
inn oxide. 

(n) Sulphide oree : Sulphur dioxide in the waste 
gases from the roasting of sulphide ores of copper, 
lead, nickel and zinc, and from the burning of coal, 
which is conentrated by absorption in a cold solution 
containing basic aluminium sulphate or sodium 
sulphite—the solution on warming evolves sulphur 
dioxide which is reduced by coke at llOO^C, yielding 
sulphur : 

Na,SO, + H,0 + SO, 2NaHSO, 

SO, + C = CO, + S 

(tit) Gypenm : On being heated with sand, clay 
and coke, ^ gypsum yields sulphur dioxide which is 
reduced with white>hot coke at 1100°, as above. 

(io) Alkali waste : Sulphm* was once used to 
be Kcovered from Le Blanc alkali waste containing 
calcium sulphide—Le Blanc process of soda ash manu¬ 
facture being obsolete, the recovery process is no 
longer in use. Hydros^ sulphide, liberated by 
passing carbon dioxide through a suspension of alkali 
waste in water, is oxidised to sulphur by passing a 
mixture of the gas and air over heated iron oxide. 

CaS + H,0 -I- CO, = CaCO,*f H,S ; 

2H,S + O, == 2H,0 + 2S. 

Allotropy of sulphur. —Many allotropic forms of sulphur exist 
which differ markedly in their physical properties. The two common 
crystalline forms : (i) rhombic or a-sulphur, (ii) monoclinic or jS-sulphur, 
and the three amorphous forms : (i) plastic or y-sulphur, (ii) milk 
of sulphur^ (iii) colloidal sulphur. 

Rhombic sulphur. —It is best prepared by slowly evaporating a 
solution of roll sulphur in carbon disulphide—transparent lemon- 
yellow octahedral crystals (fig. 25) deposit, density 2.06 ; its m.p. is 
112.8. It is soluble in CSg,. It is the most stable form at ordinary 
temperature—most other forms pass into it on keeping. Its formula 
is Sg. 

Monoclinic sulphur. —It is soluble in carbon^ disulphide —the 
solution on evaporation yields a-sulphur. Its m.p. is 118.75® and 
density 1.96. Its formula is Sg. Unstable at ordinary temperature, 
it passes into rhombic form on standing. • 

It is experimentally found that above 95.5® monoclinic sulphur is 
stable, and below 95.5® rhombic sulphur is stable, while at 95.5® 
both the forms are stable and remain in equilibrium—this is the 
transition temperature for the two crystalline forms of sulphur : 
S SjS. The transformation b reversible. 

MonocKnic or /3-sidphur is prepared by allowing fused sulphur to cool slowly. 
A large porcelain crucible is nearly filled with pieces m roll sulphur, and gentfy heatra 
on a sand bath until the whole ca sulphur k just fused. It is then allowed to cool 
until a crust u formed on the surface. The crust is pierced at two points with ‘a 

s 
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pointed glass rodt and the still liquid sulphur is poured out. On removing the surface 
crust} transparent yellow needle-shaj^ crystals of /^-sulphur, also called pri am a t i c 
•adphaT} are found inside the cruable (fig. 26). 

Liquid Sulplrar.—Molten sulphur tmdergoes a series of changes when it is sdwly 
heated to its bmling point. Sulphur melts at 112 . 8 ° into a clcdx yellow mobile limtd 
which darkens in colour as the temperature is raised and becomes deep orange redj but 
it remains mobile until the temperature reaches about 180° when the mobility is lost 
and the liquid suddently becomes very viscous ; on further heating the colour continues 
to darken ; the liquid is black and viscous at 230°, but the mobility is, howler, 
gr^ually regained beyond 230°—^the liquid becoming almost black at the filing 
point, 4n.6° ; on slowly cooling the boiling sulphur the same colour and viscosity 
changes occur in the reverse order. 

The changes in viscosity are due to the fact that molten sulphur contains two 
allotropes SA (soluble in CSj) and (insoluble in CSg) in equilibrium : 

S\ £? S/t—the precentage of Sfi at 120° is 3.6 but it increases with temperature. 
The action of heat on sulphur may be represented as : 

96° 120“ 160° 444.6° 1000° 

Sa -— Sg^— 

solid liquid vapour 

Plastic sulphur. —Small pieces of roll sulphur are heated in a 
large test tube until they melt to a clear mobile liquid. When this 
liquid sulphur, heated nearly to its boiling point, is poured in a thin 
stream in cold water, it solidifies to rubber-like elastic transparent 
yellow threads, called plastic sulphur or y-sulphur, density 1.92. 

It is insoluble in carbon disulphide^ .as it consists mostly of S/x. It 
passes into rhombic form on standing. Plastic sulphur consbts of 
chain of sulphur atoms and hence it can be stretched. 

{Liquid sulphur) SA S/x-► plastic sulphur. 

Milk of Snlphor . —^This a variety of white amorphous sulphur. Powdered 
roll sulphur when boiled with milk of lime dissolves, forming calcium pentasulphide 
and thiosulphate ; the orange-yellow liquid is filtered and acidified with dilute 
hydrochloric acid when milk of sulphur is deposited. 

12S -I- 3Ga(OH), == 2CaS, + CaSjO, 3H,0. 

2CaS, + CaSgO, + 6HC1 = SCaCl, + I2S + 3H,0. 

Milk of sulphur is soluble in carbon disulphide, and is used in medicine. It 
passes into rhombic sulphur on heating. It is a form of SA. 

Colloidal Smlpliur. —turbid and milky colloidal suspension of sulphur is 
prepared by acidifying a solution of'sodium thiosulphate or by passing hydrogen 
sulphide into a solution of sulphur dioxide : 

{Ja,S,0, + H 2 SO 4 = NaaSO« + H,0 -b SO, S 
, 2H,S - 1 - SO, = 2H,0 + 3S. 

The addition of a little alum coagulates colloidal sulphur. Some forms of colloidal 
sulphur are soluble in cafbon distdpkide, and others insoluble. It is used medicinally. 

UaM of Snlplinr. —(i) Huge quantities of sulphur are burnt to sulphur dioxide, 
which is either converted to sidphuric acid or to calcium bisulphite which is iised 
in paper-making. 

(ii) Sulphur is also used for making carbon disulphide, sulphur chloride, 
sodium thiosulphate, ultramarine, gunpov^er, matches, dyes, and in vulcanising 
rubber and in fire works. 

(iii) It finds use in medicine, and as a fimgicide in agriculture in vineyards. 

Properties of eolphur. —(i) Sulphur is a pale yellow brittle 
aolid, non-conductor of heat and electricity, and boils at 444.6*’ giving 
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deep red vapours—^the temperature is definite to be used as a fixed 
point in thermometry. Sulphur vapour contains mainly Sg and Sg 
molecules in equilibrium : Sg ^ 4Sa. Rhombic sulphur melts at 
112.8% and 'monoclinic sulphiur at 118.75°. Sulphur is insoluble in 
water. Crystalline sulphur dissolves in carbon disulpMde (firom 
which it is often recrystallised), and in hot benzene and turpentine— 
plastic sulphur is insoluble in carbon disulphide. 

(ii) It bums with a pale blue flame in air or oxygen^ forming 
sulphur dioxide mainly and a little sulphur trioxide. 

(iii) It directly unites, under the influence of heat with hydrogen, 
halc^ens (except iodine), carbon phosphorus, and most metals, 
forming sulphides. 

(a) Hydrogen sulphide is obtained by passing hydrogen and sulphur vapour 
over red-W pumice stone : H, + S » 

(b) A thin strip of copper catches fire in sulphur vapour, yielding copper 
sulphide : Gu + S » GuS. 

(c) Sulphur bums spontaneously in fluorine, forming sulphur hexafluoride which 

is a stable gas, insoluble in water : S + 3F, => SF,. • 

(d) Sulphur monochloride, an orange yellow liquid, is made by passing chlorine 
into filing sulphur : 2S + Gi, » S,G1,. It dissolves sulfihur. 

(iv) Hot concentrated sulphuric and nitric acids oxidise sulphur 
to sulphur dioxide and sulphuric acid respectively. 

S+2HjS 04 = SSOg+aHgO • S+ 6 HNO 3 = HaS04,+6N0g+2H*0. 

(v) Sulphur dissolves in hot alkali giving sulphide and thio- 
sulpWe ; the sulphide combines with more sulphur, forming 
poly-sulphide, such as KgSg. 

4S-f6KOH s= 2KgS •+• KgSgOg (potassium thiosulphate) + 3HgO. 

A brown mass called liver of sulphur is made by fusing a mixture of sulphur and 
potassium carbonate : 

6S + 3K,GO, = 2K,Sa + K,S,0, + 3GOa. 

Identity of Allotropes of Snlphor. —The identity of different allotropes of 
sulphur may be establish^ by burning equal weights of the different forms in oxygen, 
when equal weights of the same product, viz., sulphur dioxide, are obtained : 

S -h Oa =* SO,. , 

About 0.5 gm. of sulphur is accurately weighed out in a porcelain boat which 
is then introduced into the hard glass tube G (fig. 124). The sulphur is gently heated 
in a current of oxygen (which is bubbled through strong sulphuric add in A for 
drying). The sulphur dioxide formed is absorbed in the previously wdghed soda 
lime tubes B. The increase in weight gives the weight of sulphur dioxide produced. 

The method of combustion of sulphur in oxygen is less accurate : a still better 
method is to oxidise equal wdghts of different forms of sfilphur to sulphuric add by 
heating with fuming nitric acid and predpitate the sulphuric acid formed as barium 
sulphate by means of barium chloride solution ; the precipitate is filtered, v^hed, 
dried and weighed. Equal weights of barium sulphate are obtained. 1 gm. of 
sulphur yields 7.28 gms. of BaSO^ 

Hydrides of Snlphor. —Two important hydrides of sulphur are : 

Hydrogen sulphidk, H,S, a colourless gas, b. p. —60.7® and m. p. —85.6® ; o-itical 
temperature 100.40® and critical pressure 89.05 atm. Solubility in 1 vol. water 
4.37 vols. at 0®, 2.6 vols. 20®. 

Hydrogen persulphide, HgS,, a pale yellow oily-liquid, readily decomposed by water 
and alkalis. 



300 


INTERMEDIATE CHEMISTRY 


Hydrogen Sulphide or Sulphuretted hydrogen, H^S. 

Occnnreace.—^Hydrogen sulphide is found in volcanic gases and in many spring 
waters. As a product of putrefaction of sulphur-containing ma^ial, it is present 
in sewer gas. The unpleasant smell of putrefied hides and rotttSi eggs is partly due 
to this gas. The atmosphere usually contains a trace of it, wl^ch causes silver objects 
to tarnish owing to the formation of a film of black silver sulphide. 

Laboratory preparation. —Hydrogen sulphide is usually 
prepared in the laboratory by the action of cold dilute sulphuric 
acid (1 vol. acid and 6 vols. water) upon pieces of ferrous sulphide 
taken in a Woulf’s bottle fitted with a thistle funnel and a delivery 
tube—^the gas is collected by the upward displacermnt of air. The gas 
may be washed with a little water and collected oyer hot water, it 
is not required dry. It may be dried with fused calcium cWoride 
or phosphorus pentoxide, (but not with concentrated sulphuric aciii which 
is reduced to sulphur dioxide: HaS 04 -fH 2 S = 2 H 2 O+SO 2 +S) and 
then collected in dry jars by the displacement of air. 

FeS + HaS 04 = FeSO* + HaS. 

Ferrous sulphate is obtained as a by-product. Kipp’s apparatus is used to obtain 
a ready supply of the gas for use in the laboratory. 

Unless dry and free from oxygen, the hydrt^en sulphide attacks mercury and 
tarnishes it. 

> Piuificatl<Mi.—(i) Besides acid spray, th^j gas so prepared always contains 
mme hydrogen evolved^ by the action of the acid upon free iron, invariably present 
^tn fe^grous, sulphide which is made by fusing iron and sulphur together. The gas 
is freed from acid spray by passing through a saturated solution of sodium hydrogen 
sulphide, NaHS + HGl == NaCl + H,S, and from moisture by phosphorus pentoxme, 
and then cooled with solid carbon dioxide, when hydrogen sulphide liquefies and 
hydrogen passes out. 

fii) The impure gas is^ pa»ed into a suspension of magnesium oxide in water, 
when only hydrogen sulphide is absorbed forming magnesium hydro sulphide which 
evolves pure H,S on heating to 60®G. 

MgO + 2H,S iv Mg(HS), + H,0. 

Pure hydrogen sulphide free from hydrogen is prepared by the action of hot 
concentrate hydrochloric acid upon antimony sulphide. The gas is washe wl^ 
water to remove hydrochloric acid, and drie over phosphorus pentoxide. 

SbgS, + 6HG1 « 2SbCl, + 3H,S. 

The purest hydrogen sulphide is best obtained by passing hydrogen and sulphur 
vapour over finely ^ivide hickcl at 450“ : H, + S %H,S. 

Properties^— (i) A colourless, hcavier-than-air gas, with the 
smell of rotten eggs,, hydrogen sulphide is very poisonous in 
concentration above 0.1 per cent; 

It Blay prove fatal if inhaled for long—the antidote is very nweh dilute chlorine. 

(ii) It does not support combwtion, but it bums with a blue 
flame in exc^ of air or oxygen, giving water and sulphur di ox ide ; 
but sulphur is deposited, if the supply of oxygen is limited—hence 
the presence of sulphur in the gas. The, iias is also oxidised to sulnhur. 
when mixed with air and passed over heated iron oxide T- 

2 H 2 S + 30, = 2H,0 + 280, ; 2HaS 4-0,= 2H,0 + 2S. 

i 
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(iii) It is fairly soluble in cold water—the solution is a weak dikask 
add which rpRCjs with alkali, giving sulphide and hydrosulphide : 

H,S-f2NaOH =JJa^+2H.O ; H,S+NaOH NaHS+H,0 , 

Left in contact with air, the solution of hydro^n sulphide becomes turbid due 
to the separation aS sul{diur by atmospheric oxidation. 

2H,S + O, = 2H,0 + 2S. 

(iv) Hydregen sulphide is a redudng agent: • 

(a) When hydrogen sulphide is passed into chlorine or bromine 
water, or into iodine suspended in water, sulphur is deposited and 
the halogens are reduced to their hydracids : 

a, +H,S ==2HCH-S ; 1. -f HgS = 2HI -f S. 

(b) Hydrogen sulphide reduces sulphur dioxide in presence of 
moisture : SOg 4- 2H8S =s 2HsO -f 3S. 

(c) Hydrogen sulphide reduces ferric salts to ferrous salts ; thus it 
reduces yellow ferric chloride solution into colourless ferrous chloride, 
sulphur being deposited : 2FeCl, + H^S = 2FeCl, -f 2HG1 S. * 

(d) It reduces pink solution of potassium perauinganaSe acidified with dilute 
sulphuric acid to a colourless solution, with deposition of sulphur. It also reduces 
potassium dichromate solution acidified with dilute sulphuric add—the orange^red 
colour of the solution turning green, with precipitation of sulphur : 

2KMn04 + 3H,S04 + 5H,S =.K,S04 + 2MnS04 + 8H,0 4 5S. 

KjCrjO, + 4H,S04 + 3H,S « KjSO* + Cr.CSO,), + 7Ha*0 + 3S 

(e) Sulphur is deposited when hydrogen sulphide is passed into 
concentrate sulphuric acid, and hence th latter is not used in drying 
the gas. It also reduces nitric acid, sulphur being deposited, and 
hence the add is not used in the preparation of the gas : 

H,SO«+HaS =2H80+S0a4-S ; 2HNOa+HaS = 2H.04-2N0,-f-S 

(v) The gas is decomposed into its elements under the influence 
of electric sparks or when passed through a red-hot tube. 

Metallic sulphides. —I^drogen sulphide is used as a reagent, 
in qualitative aualysis. The gas precipitates sulphides of many 
met^ with characteristic colours frqm solutions of their salts. Many 
sulphides are precipitated from solutions addified with dilute 
hydrochloric acid—copper, lead, merct^ and bjsmuth salts, all give 
black sulphide ; cadmium and arsenic yellow sulfihide ; antimony, 
an orange-yellow sulphide ; tin (stannous), a brown sulphide. 

CuS04+H»S « H,S04+CuS HgGl*4-HaS = 2Ha+HgS 
CdGls+H*S = 2HGl+GdS ; SnGlg+HjS = 2HGH-SnS. 

Many sulphides are precipitated only in alkatme solution ; in 
ammoniacal solution zinc salts give a white sulphide ; man^nese, a 
jkshrCoUmed sulphide ; iron, cobalt and nickel, all give black sidphide. 

ZnS 04 + (NH 4 ) 8 S =* ZnS + (NH 4 ) 2 S 04 ; 

FeS 04 4- (NH 4 )*S = FeS 4- (NH 4 )*S 04 ; 

Sulfdiides of alkali metals are soluble in water; sulphides of 
alkaiinC’earth metals are sparingly $61uble^but they react with wRUsr 

ia ' • ' 
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giving soluble hydrosulphides : 2 CaS 4 - 2 H 20 = Ca(HS) 2 +Ca(OH) 2 , 
aluminium and chromium sulphides arc decomposed by water 
/orming the hydroxide : 

AlgS, + 6 H 2 O = 2A1(0H)8 + 3HaS. 


Metallic Sulphides^ 


Soluble in water. Sulphides of -—Insoluble in water'—^——- 

alkali & alkaline earth metals. 

Solube in dil. HGl but inso ubie Insoluble in dil. HGl—sulphides 
in ammonium hydroxide—■ of Hg, Pb, Bi, Gu, Gd, As, Sn 
sulphides of Fe, Go, Ni, Zn and and antimony. 

Mn. 

HaS is generally used as a reagent in qualitative analysis for : 

(i) the identification of metals from the distinctive colours of 
' their sulphides ; 


(ii) the classification of metals into groups according to the 
solubility of metallic sulphides in water, acid and alkali; and 


(iii) the separation of metals of different groups from a solution 
of the salts—thup when hydrogen sulphWe is passed into a hot solution 
containing salts of copper^ zinc and sodium^ and acidified with dilute 
hydrochloric acid, only black copper sulphide precipitates which 
is separated by filtration. On passing H 2 S into the filtrate, made 
alkaline with ammonia, white zinc sulphide precipitates, the sodium 
salt remains in solution. 

Tests. —^Hydit^n sulphide is recognised (i) by its smell of rotten eggs, (ii) in 
its staining silver coin black due to formation of a film of silver sulphide, (iii) by 
its turning lead acetate paper bUuk due to the formation of lead smpmde, 
Pb(GHtGOO)t + HjS = PbS + 2GH|GOOH, and (iv) by the production of 
purple colour with alkaline sodium nitroprusside solution—alkali sulphide solution 
(but not free hydrogen sulphide) responds to this test. 

The presence of sulphide in insoluble sulphides is detected by reduction with 
nascent hydrogen (heating the sulphida with zinc and strong hydrochloric acid) 
when hydrogen sulphide evolves, which turns lead acetate paper black. Alternatively, 
the sulphide is fus^ with sodium carbonate and the mass extracted with water—the 
extract cpves a purple colour with sodium nitroprusside solution. 

Hydrogen sulphide may be prepared in the laboratory by heating an intimate 
mixture of sulphur, paraihn and shredded asbestos. 

Abaorbent. —An acidfc gas liLS is absorbed by the caustic alkalis, NaOH and 
KOH.; lead nitrate solution also absorbs the gas. 

Pb(NO,), + H,S » 2HNO. + PbS (black precipitate). 

Compoai t lon. —^The formula of hydrogen sulphide is determined by beating 
tin or copper foil in the gas ; H|S + Sn « H] + SnS. 

A thumb>tube (fig. 97) is filled with mercury and inverted over mercury in a 
trough. A few c.c. of pure and dry hydrogen sulphide is introduced in the tube, 
and a pme of ^ve placed in the horizontal portion of the tube. The bit of tin is 
heated, when it reacts with hydrogen sulphide, forming tin sulphide and libenating 
kjfdrogm- The apparatus is allowed to cool. Ihe mercury is found to stand at the 
same level as before. Hence, the volume of hydroj^ liberated is equal to the wdume 
of hydrogen sulphide decomposed, or f^dngen julpAute eonUdns itt om volume qf 
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1 C.C. of hydrogen sulphide contsuns 1 c.c. of hydrogen. 

1 molecule of hydrogen sulphide contains 1 molecule of hydrogen. 

(Avogadro’s hypothesis) 

its formula is H|Sx. The vapour density of the gas is 17, and hence the 
mol. wt. 34. 

2xl+32«a34, or «»1. The formula is HtS. 

When dry hydr(«en sulphide is sparked in a graduated tube over mercury f fig. 95), 
it decomposes into hydrogen and solid sulphur without any clumge in volume, and 
hence contains its own volume of hydrogen. 

, bzides and ozyacids of sulphur. —^Two important oxides of 
sulphur with their corresponding oxyacids are : 

Sulphur dioxide, SOg Sulphurous acid, H^SOg. 

■ Sulphur trioxide, SO 3 Sulphuric acid, H 3 SO 4 . 

Sulphur dioxide, SOg b.p. —10.0“; m.p. —72.7®; critical 
temperature 157.2®. Solubility in water, 45 vols. in 1 vol. H.O at 
15®G. 

Ifistorjr, etc.—^Horner (900 B.C.) mentions the use of burning sulphur in 
fumigation. Priestley (1774) obtained the gas by heating mercary with concentrated 
sulphuric acid. The gas is found in volcanic gas, and in some springs of volcanic 
districts, and also in the atmosphere of the manufacturing towns where it originates 
from the combustion of coal. 

Laboratory Preparation.— 'the gas is prepared in the laboratory 
by reducing concentrated sulphuric acid with 
copper. Copper turnings are taken in a flask 
(Fig. 117) fitted with a thistle funnel and a 
delivery tube. Concentrated sulphuric acid 
is poured down the funnel to cover the copper, 
and the flask is then slowly heated till sulphur 
dioxide is evolved with effervescence. The 
gas is collected by upward displacenmt of air. 

It may be dried by concentrated sulphuric 
acid, calcium chloride or phosphorous 
pentoxide, and collected over mercury. 

2H,S04 + Cu = CUSO 4 + 2 H 2 O + SO*. 

Concentrated sulphuric acid may also be reduced 
to sulphur dioxide by heating with mercury, silver, 
sulphur or charcoal. Fig. 117 

Hg+2H,S04 = HgS04+2H,0+S0,; 2Ag+2H,S04 - Ag,S04+2H,0+S0,. 

S+2H,S04 » 3S0,+2H40 ; C+2H,S04 « 2S0,+2H,0+C0,. 

The gas is readily obtained without heating^ by dropping concentrated sulphuric 
acid into a solution of soditim hydrogen sulphite : 

NaHSO, + H 4 SO 4 » NaHS 04 + H 4 O + SO^. 

bdhntrlal prqpamdon.—Sulphur dioxide is obtained industrially by burning 
sulidiur in ur. The gas is dissolved out from the products of combustion by a 
descending stream of cold wato: in a tower. The sulphur dioxide is boiled out of 
the raulting solution, dried reingentitm and concentrated sulidnuic acid, liquefied 
under presnire, and stored in steel cylinders. f ^ 
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It may also be obtained by roasting sidpkide muurals, such as iron pyrites^ copper 
pyrites, and zinc Uende, or spent iron oxide, 

4FeS, + no, » 2Fe,Os + 8SO,; 2ZnS + 30, » 2ZnO + 2SO,. 

The gas (mixed with GO, and nitrogen) is obtained now-a<day8 by heating gypsum 
with day, sand and coke, and is used for making sulphiiric add. 


Properties. —(i) A colourless, heavier-than>air gas with a chclwg 
smell burnt sulphur, sulphur dioxide is easily liquefied by pressure 
(2.5 atmosphere at 15**) or by cooling in a fireezing mixture. 



Fig. 118 

r 

gaf, and for refining petroleum. 



The gas is dried by 
passing through concentrated 
sulphuric acid and theft 
condensed to a colourless 
liquid in a tube (fig. 118) 
cooled in a freezing mixture. 
It is also liquefied by a 
pressure of 2.5 atmospheres 
at 15”. The liquid is a 
non-conductor of electric 
current but is a good solvent 
for substances, such ^ as 
sulphur, phosphorus, iodine, 
resins and some salts like 
piotassium iodide. The liquid 
is kept in iron cylinders and 
is used as a source for the 


(ii) An incombustible gas, it does not support the combustion of 

hydrogen or a taper, but heated potassium, tin, iron, and magnesium 
bum in the gas. 4K + SSO* = KsSO, (potassium 

thiosulphate). 

(iii) It is highly soluble in water—^the solution smells strongly of 
the gas and is acidic due to the formation of unstable sulphurous acid, 
HgO + SO* ^ HgSOs, known in solution only—the acid is dibasic and 
forms acid sulphites, also called bisulphites, such as NaHSO,, and 
normal sulphite such as Na^SOs. The sulphur dbxide is expelled 
from its solution by boiling, r 


(iv) An acidic oxide, it is absorbed by alkalis to yield bisulphites 
amd smphites ? 

NaOH + Sda = NaHSO, ; NaHSO, 4* NaOH =* Na,SO, 4- H,0. 

(a) Crystals of normal sodium sulphite is obtained as follows :—\ solution of 
sodium hydroxide is made into two equal parts—one portion is saturated with sidphur 
dioxide to yield sodium bisulphite solution; This is added to the remaining portion 
oi sodium hydroxide solution, and the liquid evaporated, when crystslB m so^um 
sulphite, Na^O,, 7H,0 separate on cooling. 

Sodium bisulphite solution is add in reaction, while sodium sulphite solutitm is 
slightly alkaline due to hydrolysis : 

USD,* H+ + SO,' ; Ha,SO, + H,0 NaHSO, + NaOH. 

So^ i ui n i * HstdiAite is known in solution only~the solution on mraporatkm in^ 
oiF exciess sulphur dioxide yields sodium-metablisulphite, Na^tOu used. 
b pliotogmphy. 2NaHSO,y-Na,S,0, + H,p. * -r-t s. 
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Sodiilm carbonate solution reacts similarly, yielding sodiirai 
bisul(.hite, which then reacts with more sodium carbonate to SaMt, 
sodium sulphite : NaaC0a+H*0+2S0j| = 2NaHSOs+GOj. . ^ 

2 NaHS 0 a+NaaC 08 = 2 Na 8 S 03 +G 0 *+H* 0 . 

(b) Sulphw* dioxide turns lime water milky due to the formation 
of insoluble calcium sulphite, which dissolves (and hence the milkiness 
disappears) in excess of the gas, yielding calcium bi-sulphite : ^cf. 
COf). Milk of lime reacts similarly, yielding calcium bi-sulphite. 

Ca( 0 H)a+S 0 ,=CaS 03 -HH ,0 ; CaS084-Ha0-fS03=Ca(HS0,)3. 

Both COa and SO, turn lime 'U’ater milky. Hence to detect carbonate in presence, 
of sulphite, the solid mixture is treated with dilute sulphuric acid and the evolved^ 
gases passed mto a tube containing an acidified (with dilute sulphuric acid) solution 
of potassium dichromate which turns green and the SO, is removed at the same time 
—•the residue gas which is CO,, turns lime water milky. 

(v) It is a reducing agent. —solution of sulphur dioxide or sulphite 

slowly absoibs oxygen from the air to form sulphuric acid, the 
reaction is catalysed by trace of copper or iron salts. Chlorine, 
bromine or iodine oxidise it immediately to sulphuric acid. • 

2H3S03-f0a =2H,S04 ; Cla+SOg-f2HaO = H2S04-t-2HCl. 

It decolorises an acidified solution of potassium permanganate by 
reduction. It reduces an acidified solution of potassium dichromate, 
the colour of the solution chaiiging from'orangC’-yellow to green. 

2KMn04 +5SO2 +2H2O = K3SO4 4-2MnS04 +2H2SO4. 

KaCra02-f-3S02-fH2S04 = K 2 S 04 -fCr 2 (S 04 ) 3 +Ha 0 . 

Sulphur dioxide is readily oxidised by hydrogen peroxide : 

H2O2 *i* HaSOg = H2O -f- H2SO4. 

* 

Sulphur dioxide liberates iodine from an iodate, but the iodine is 
decolorised with excess of sulphur dioxide : 

2KIOa + 5SOa + 4HaO = I 2 + 3 H 2 SO 4 + 2 KHSO 4 . 
la -1- SO 2 + 2 H 2 O = 2HI -f- HaS04. 

It reduces ferric salts to ferrous salts : 

2 FcGla + SO2 + 2 HaO = 2 FeCla + 2 HC 1 + H2S04. 

(vi) Oxidising action of sulphur dioxide. —Tt oxidises moist hydrogen 
sulphide to sulphur : 2 H 2 S -{• SO 2 = 2HaO -f. 3S. • 

Sulphur dioxide oxidises white-hot coke to carbon dioxide—tlsr reaction is used 
to recover sulphur from waste gases containing sulphur dioxide. In strongly acid 
solution sulphur dioxide oxidises ferrous chloride : * 

SO, -f C = CO, H- S ; 4FcCl, + 4HC1 + SO, = 4FcCl, + 2H,0 -i- S. 

(vii) Sulphur dioxide possesses bleaching properties in presence of 
moisture. Moist coloured Howers are bleached colourless by sulphur 
dioxide, but not the dry flowers. Magenta solution is decolorised by 
the gas, but not litmus. The bleaching is due to the reduction of the 
colours to colourless compounds by nascent hydrogen, thus : 

Colouring matter + HgOH,SO, Colourle^ jretfiwtioa product 4-H,SO,. 

20 
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lilMdhliig p r ope rd m of' sidpinir 4loxi^ mhI dilaf4ne.'~(a)^ ^uJ^kut dioidde 
fy m&Mm (cf. dii^ne whiA blmku «ri prtsenee ^ pioistun by oxidatim)- 

(b) Sulphur dioxide is a raUder bleaching egerdthan ehlorinOi and b^ce delicate fabrics, 
such as wool,>silk, straw foi:,.hats, etc., whicli are likely to be injured by chlorine, 
are bleached by sulpbut dioxide. 

, 4 « •. y ^ ^ 

(c) The original colour of fabrics bleached by suIjSlhiiip. dioxide may sometimes 
be restored, on exjjosure to air, by the oxidising action of air and light, but the bleaching 
aetion etf Morins is always permanent. 


(viiij When heated to 150® in a sealed tube, a solution of 
sulphuorus acid deposits sulphur, showing the presence of snlphor 
in snlphnr dioxide t 2H2SO3 + •SOg = 2H2SO4 + S. 


(ix) Sulphur dioxide reacts with heated lead dioxide and sodium 
peroxide, yielding metallic sulphate : 


PbOa + SO* = PbSO* ; NajO* + SO* = NajSO*. 

(x) Sulphur dioxide reacts with oXygen in the presence of heated 
platinum, yielding sulphur-trioxide, and with chlorine in bright 
sunlight or in presence of charcoal, giving sulphuryl chloride. 

280*-f O* 2 SO 3 ; SO* H-Cl* = SOta*. 

Compoaltloit.—The composition is determined both voluraetrically and gravi- 
metrically, exactly in the same way as for carbon dioxide—only sulphur is being 
burnt in oxygen instead of charcoal. 

• 

Testa.—(i) The gas is detected by its smell of burnt sulphur, (ii) A piece 
of paper soaked in acidiBed solution of potassium dichromate is turned green by 
sulphur dioxide, (iii) _Any^ sulphite or bisulphite, on treatment with dilute 
h^-drochloric or sulphuric acids, liberates sulphur dioxide, which may be recognised 
as above. 


(iv) With barium chloride solution a sidphite solution gives a white precipitate 
of barium sulphite, soluble in hydrochloric acid (BaSO, is insoluble)—oxidising 
agents such as chlorine or bromine water precipitates barium sulphate from the 
solution : ,, 

BaSO* + HjO + Bfj == BaS 04 + 2jH[Br. 

Uaesu—(i) In the manufacture of sulphuric acid, in the reBning of sugar and 
kerosene oil, and for.bleaching delicate materials such as wool, silk and straw ; (ii) In 
the preparation of sodium and catciunv bisulphites, both used for paper-making, and 
sodiiun metahisulphite, used in photography ; (iii) Sulphur dioxide has andseptic 
properties and is used in fumigation and in preserving fruits ; (iv) Liquid sulphur 
dioxide is a refrig^ant; (v) The ges is also used as an anticklor in removing excess 
chlorine from bleaclied materials. 

« 

Absotbesit.-—An acidic oxide, SO, is absorbed by the alkalis, NaOH and 
KOH. 


Thionyl cUorlde, SOCl,, is made by passing sulphur dioxide over {Bosphorus 
penta chloride : 


SO, + PCI, » SOCl, + POCl, 


This is a colourless liquid, b. pt. 78®, and is separated from phosphorou* 
oxychloride b. pt. 107® by fractional distillation. It fumes in moist air and is t id ily 
fav^Iysed by water, forming sulphui|>us and hydrochlcwic acids : ' 

^ ' SOCil, + 2HOH»>H^SO,-f-2Ha. 
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' Suiplqiir trioxide, or sulpbui^ tbd^dtide, S^, is prepjutxi by passing a a_ 

of sulphur dioxide and alt or oxyppen over plsAinis^ asbestos heat^ to 450° ia a gla^ 
tube and oollMting the trioxide in a receiver cooled in freezing mixture : 

aso, + 0,*»2S0,. ‘ 

It may also be obtained W heating ferric sulphate or p^^sulphuric acid, H«S«Oy, 
or by distilling concentratecf sulphuric acid over phosphoruous pentoadde : 

FC|^04)3 FCjOb d" SSOg S II3S3O7 = H1SO4 4* SO3 /j 

H,SOt + P, 0 , =» 2 HPO, + SO,. ^ 

Sulphur trioxide exists in two forms : o>sulphur trioxide, colourless needles, 
m.p. 17°, and /9-sulphur trioxide, an asbestos-fike solid, which sublimes at 50°. The 
a-form transforms into the j3-form on keeping in presence of moisture. 

It fumes in moist air, and reacts violently with water, forming sulphtu-ic acid, 
and pyrosulphuric ^cid, ^o called oleum. 

SO, + H,0 — HjSO, ; 280, -f- H,0 H,S ,07 (oleum). It directly unites with 

basic oxides, forming sulphates. Na,0 + SO, Na,S 04 ; BaO + SO, => BaSO,. 


Sulphuric Acid, Oi l of Vittic iL HsS 04 

History.— The acid was obtained by the medieval alchemists who called it, 
et7 viirioi, by distilling green vitriol and absorbing the vapours in water. 

2 FCSO 4 = Fe,0, + SO, + SO, ; SO, -f- H*q « H,S 04 . 

The acid was used to be made in the IBtli century by burning sulphur and nitre 
in a deflagrating spoon under a glass bell-jar standing over water. The lead chamber 
process has been developed empirically out of, this 18th century practice. The 
chamber process is being graduallv displaced nowadays by the comparatively young 
contact process which tlevcloped^ late in the 19th centiiry, maiifly due to the efforts 
of German technologists. The importance of sulphuric acid in the industrial life 
of a country is tineqpiallcd by that of any other chemical commodity. 

Manufacture. —Sulphuric acid is manufactured from sulphur 
dioxide by : (i) the lead chamber process, and (ii) the contact 
process. 


The lead chamber process. —^The principle of the chamber 
process is the oxidation of moist sulphur dioxide by the oxygen of air 
in presence of oxides of nitrogen which act as a catalyst. An 
intermediate compound nitroso-sulphuric acid, HO.SO 2 .ONO, is 
formed by the interaction of sulphur dioxide, oxygen, oxides of nitrogen 
and water ; the nitroso-sulphnric acid is readily decomposed by water 
into sulphuric acid and oxides of nitrogen, which react again : 

2SOa+ NjOs + O 2 + HaO = 2HO.SOa.O.NO. 

‘ 2H0.S080N0 + HaO =2H0.S02.0H -l-NaOa. 

An alternative mechanism suggests that nitrogen dioxide oxidises sulphur dforide 
to sulphur trioxide which with water yiel<h-sulphuric acid—^the resulting nitric oxide 
is reoxidised by atmospheric oxygen to nitrogen dioxide, which reacts ag^ ; 

SO, + NO, -I- H,b « H,S04 + NO ; 2NO + O, « 2X0,. 


The process is worked as follows. Sulphur dioxide is xhade by 
roasting iron pyrites, FeSg, zinc blende, ZnS or elementary sulphur iu 
a curroit of air in hnimers B. 


4FcS 2 “fr llOg 


Hr SSOf j 2ZnS 


2ZnOH-2Sdg 
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intermediate chemistry 


The burner gases (fig. 119) containii^ ateut 8 per cent sulphur 
Jloxide, 10 per cent oxygen and the rest nitrogen, pass through a 
.^nitre^ven N, where oxides of nitrogen are supplied by distilling a 



nuxture of sodium nitrate anu strong sulphuric acid from nitre pots 
and then through a dnst-chtcher, K, containing baffle-walls, where 
the suspended dust deposits. 

In modern plants oxides of .nitrogen are supplied by catalytic oxidation of 
ammonia. * 

JFrom the dust-catcher the hot gases at about 300®-400* pass into 
the Glover tower, G— b, lead tower lined with acid-resisting bricks- 
and packed with flints down which are sprayed two streams of acia ; 
(i) the dilute chamber acid and (ii) the nitroso-sulphuric acid formed 
in the Gay-Lussac tower. 

The Glover tower serves (i) to cool the burner gases to about 
50® to 60® before entering the chambers, (ii) to concentrate the dilute 
chamber acid (65—70% acid; to about 78 per cent HaSO^ for sale or 
for use in the ^y-Lussac tower, (iii) to decompose the acia from the 
Gay-Lussac tower by the water in the dilute chamber acid so as to 
release the oxides dof nitrogen which arc returned to tlic chamber with 


the burner gases 


er gases. 

2 HO.SOs.O.NO + HaO = 2HO.SOa.OH + NaO,. 


Besides, about 25 per cent of the total yield of the acid is formed in the tower. 
Hence the modem trend is to replace the chambers by a number of towers, called 
maetion towers. * 


The 78 per cent concentrated acid is collected at the base of the 
Glover tower. 

From the Glover tower the gases enter, by a lead main, a set 
of lead dhuBumbers, I, II, and III made of sheet lead welded together 
by oxy-hydrogen flame. Water is sprayed from the top of the 
chambers and dilute (65 to 70 per cent) sulphuric acid, form^ by the 
interaction of sulohur dioxide, oxygen, oxides of nitrogen and water, 
collects on the floor of the chambers whence it b withdrawn and 
pumped to the top of the Glover tower for concocitration. The 





Sulphur akd its compounds 


309 


strength of the chamber acid is kept at 65 to 70 per cent H 2 SO 4 
regulated supply of water—still stronger acid attacks lead and also 
absorbs oxides of nitrogen, yielding nitroso-sulphutic acid, called 
chamber crystals. The chamber crystal may however be 
decomposed by admitting water in the chambers. 

The gases from the last chamber, containing the valuable oxides 
of nitrogen, are led in the Gay-Lussac tower^ Gl, a lead lined tower, 
packed with coke, down which flow's a stream of 78 per cent stilphuric 
acid (from the base of the Glover tower) which absorbs the oxides of 
nitrogen as nitroso-sulphuric acid. The acid collected from the base 
of the Gay-Lussac tower is pumped to the top of the Glover tower for 
denitration—the oxides of nitrogen are returned to the chambers, 
and the cycle of reactions is repeated. The waste gas from the 
Gay-Lussac tower passes to a chimney which maintains a draught 
through the plant. 

CoBcentratloa of chamber add. —Chamber acid contains about 65 to 70 per 
cent sulphuric acid. It is wually concentrated to 78% HfSO, by pasdng through 
Glover tower. It may also be concentrated by evaporation in Imd pans to 78% 



H^SO, after which lead rapidly dissolves in the hot add. The 78 per emt add 
is known as brown oil of vitriol or B.O.V. Stronger add, 95% H^SO, is made 
by concentrating the B.O.V. in a current of hot air swept over its surface. 

In the cascade process (6g. 120) the add is allowed to flow do^ a series of basins, 
made of silica or fcrrosilicon such as durixen and tanlbon, arranged one below the other, 
with the lip of one discharging into the basin next lower. The bshins, resting on a 
staircase of acid-resisting bricb, are heated by a coke fire,:, and hot air sweeps over 
the smface of the acid. The concentrated arid, 96 per c&t, u obtained from the 
last basin. It may be concentrated up to 98 per cent sulphuric acid by heating in 
in cast iron pans by direct fire. The strongest acid does not dissolve cast iron nut 
the 95% acid does, and hence the latter is mixed with a bulk of 98% add duiii^i 
concentration. The 98% acid may be brought to any desired strength by addinp; 
oleum ; i.e., sulphuric acid containing free sulphur tiioxide. The sulphuric acid is 
generallj stored in stoneware bottles^ 

Pniificatloit of chsunber mdd. —Commercial sulphuric add contains lead 
sulphate, arsenious oxide (derived from anenic in pyrites) and oxides of nitrogen 
as impurities. The metals are removed by diluting the add to 60 per cent (when 
lead sulphate, insoluble in dilute add, separates) and treating with hydrogen sulphide 
in lead tower—^tbe insoluble sulphides of lead and arsenic are mtered off. The 

I 
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1 ^ is thea distiUed with a little anudoonium sulphate lA^ch decomposes oxides 
of nitrogen : 

(NH*),S04 + N^O, == 2N, + H 2 SO 4 + 3H,0. 

Water, nitrcwen, etc. distil in the beginning—^the distillate towards the end is 
98% HtS 04 which may be made up to 100% by adding oleum. 

Laboratory lUustration of chamber process. —A large dry 
flask A (fig. 121) is fitted with a cork through which pass four long 

inlet tubes, almost 
reaching the bottom, 
and a short outlet tube 
which acts as an out. 
The flask is connected 
with three Woulfe’s 
bottles containing 
concentrated sulphuric 
acid, through which 
SO 2 , NO and Oj can be 
passed, and the flask B 
containing hot water. 
The four inlet tubes 
are meant for carrying 
inside the flask : (a) 
sulphur dioxide pro* 
duccd by heating 
copper turnings with concentrated sulphuric acid, (b) nitric oxide 
obtained by the action of dilute nitric acid upon copper turnings, 
Xc) oxygen or air from hand bellows and (d) steam. As a result of 
interaction among sulphur dioxide, nitric oxide, air and steam sulphuric 
acid is formed, which collects in the flask. 

At first a stream of oxygen is passed into A, and then NO (which forms red fumes 
with the oxygen) and next SO, are admitted, and finally water vapour by bubbling 
cfxygen throu^ hot water in B. White colourless crystals of nitrososulphuric acia 
depont on the walb of A. On admitting steam the crystals dissolve forming sulphuric 
add and red oxide of nitrogen. 





Fig. 121 


2SO, + NO + NO, + O, + H,0 =* 2HO.SO,.O.NO 
2H0.S0,.0.N0 + H,0 = 2Hp.SO,.OH + N,0,. 

The contact process. —^The process 
consists in brin^g about the combination 
of sulphur dioxi^ and oxygen (in the form 
of air) to fonh stilphur trioxide by contact 
wi^ a catalyst ^nd the subsequent 
conversion of the sulphur trioxide into 
sulphuric acid. 

(i) The formation of sulphur trioxide, 
as shown by the equation : 

2 SO 2 + O 2 2SO* + 45,000 calories, 

is an exothermic reversible reaction, and 
if therefore favoured at low temperature 
1 ^ 4t low temperature the rate of fintnatioh 

^ sil^hur tiimdde is to^ slow. Hence the reaction is earned out 





Fig. 122 
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at an optimum temperature of 450°G such that the speed of tlu^ 
reaction is not too slow, nor the yield of sulphur trioxide too low. 

The decomposition of trioxide becomes 
increasingly greater as the temperature 
rises. For a burner gas composition, 7 p.c. 

SO„ 10 p.c. O, and 83 p.c. N* by volume, 
the percentages of SO 3 oxidised to SOs at 
different temperature are • ^34® 99 ; 550* 

85 ; 740* 60. 

(ii) A catalyst such as platinised 
asbestoSi vanadium pentoxide^ platinised 
silica gelf is used to hasten the 
attainment of the equilibrium state at 
the comparatively low optimum 
temperature. 

Platinised asbestos is prepared by gently 
heating asbestos soaked in ammonium 
platini-chloride. The platinum salt decom¬ 
poses and deposits a residue of finely divided 
platinum. 

.(NH,),PtCl, = 2NH, + 2HGI -1- 201, + Pt. 

(iii) Excess of 


oxygen ensures 
complete conversion of sulphur 
dioxide to sulphur tiioxide. 

^iv) The catalyst loses its activity 
due to ^poisoning* Dy aisenious oxide, 
sulphuric acid mist, and dust, etc., 
which are present in the burner gases, 
and hence the necessity of removing 
these impurities from sulphur dioxide 
before it enters the contact chamber. 

Sulphur dioxide is produced by 
roasting iron pyrites or sulphur in a 
current of air in burners 1 (fig. 123). 
The gases from pyrites burner (1) 
containing about 8% sulphur dioxide, 
10 % oxygen and the rest nitrogdi, 
arc carefully purified by passing in 
succession through : 

(i) a dust chamber 2, where the 
gas is cleared of its dust and iron 
oxide cloud, (ii) a lead tower 3, meeting 
a flow of concentrated sulphuric 
acid, which removes the arsenious 
oxide and also cools the gas somewhat, 
(iii) water-cooled lead coils 4 where 
the gas is cftoled to room temperature. 
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(iv) coIk filters 5 to remove chlorine (present as HCl) and to arrest 
acid mist, (v) a drying tower '^ packed with coke down which 93 p,c. 
sulphuric acB is flowing. The purified and dry gas must 
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tUar, i.e., no fog is visible when a beam of light is sent through it in a 
chamber 7. The gases are finally-Ifed^via a. heat-interchanger 8 where 
they are preheated by the hot sulphur irioxfile and nitrogen leaving 
the converter, into an iron cylinder, called a converter 9, (also fig. 122) 
fitted inside with vertical iron tubes packed with platinised asbestos. 
The incoming gases circulate roimd the hot tubes and then pass down 
them when sulphur dioxide is converted into sulphur trioxide. ^ TIu 
catalyst is kept at the optimum temperature of 450®. Since the reaction is 
exothermic, no external heating is needed after once the reaction has 
been started. 

The sulphur trioxide leaving the converter, is absorbed in 98 per 
cent sulphuric acid in the tower 10. SO 3 + HgO = HaS 04 . Absorption 
of sulphur trioxide in water alone results in the formation of mist of 
droplets of acid. The strength of the absorption acid is kept at 98 per 
cent by regulated supply of water or dilute sulphuric acid. 

If no water is added, sulphur trioxidc dissolves in sulphuric acid, 
yielding faming sulphuric acid or oleumy i.e., sulphinic acid 
( containing dissolved SO 3 . 

Commercial strength of oleums are 15, 20, 30, 45, 60 and 65 per cent free SO^. 
SulfcM «s 100 p.c. oleum.* 

Gonmarison of chamber and contact acids. —(i) The chamber acid conta^ 
about 65 to 70 per cent of sulphuric acid; still stronger acid is obtained by special 
methods of concentration. The contact process directly produces 100 per cent 
sulphuric acid and. oleum, (it) The chamber acid is impure and contains arsenic, 
'Source being iron pyrites. The contact acid, on the other hand, is pure since the 
use of catalyst necessitates the puriheation of burner gases, and is particularly free 
> fi^om arsenic, and hence suitable for use in the preparation of edible products and 
for filling accumulators, (iti) The weak chamber acid is suitable for use in the 
manufacture of salt-cake, super-phosphate, ammonium sulphate and alum ; the 
concentrated contact acid is used in the refining of petroleum, in synthetic dye and 
drug industries and in explosives. 

The choice of the process, therefore, largely depends on the use of the acid. The 
contact process is rapidly displacing the chamber process. 

The advantages of the platinum catalyst are : (i) 90 p.c. of the metal may be 
recovered, (ii) operating cost is less, as there is heavy royalty charge for vanadium 
catalyst, and (iii) initial capital cost of the plant is less, as it handles higher sulphur 
dioxide (8 to 10 p.c.)>cuntent gas. But its greatest drawback is that it readily gets 
poisoned and its activity declines with uie—^the life of the catalyst is consequently 
shorter. 

Vanadium catalyst is immune to poisoning and hei^i^etains its aedvi^ for 
a longer period than platinum. It gives little trouble during operation ; its initial 
cost is also less. But the vanaduium mass handles a lower sulphur dioxide (7 to 
8 p.c.) content eas, and it has no salvage value when once worn out. The platinum 
contact mass b being rapidly displaced by vanadium catalyst. Vanadium ^ntoxide 
contact plant works in severid places in India, c.g., Tata Iron and Steel Works at 
Jamshedpur, Burma Oil Company at Digboi, and Bengal Chemical and 
Pharmaceutical Works at Calcutta. 

Som^imes sulphur dioxide (mixed with CO,) for making H)|S 04 by contact 

E rocess u obtained heating a mixture of gypsum, coke, sand and clay in a rotary 

[In, the residue being cement clinker of c^cium silicate and aluminate. 

2 GaS 04 -f- G + (xSiOa + yAl,0,) 2SO* + COa + (2CaO, xSiO„ yAl»0,). 

' Properties of sulplniric acid.—(i) Pure sulphuric acid is a 
heavy y(deiisity 1.838 at 15®), colourless, oily liquid which freezes at 
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10.4”. It deeoipjposes.at its boiling point, yielding dense white fumes 
of sulphur trioxidc, HaS 04 SO 3 + H 2 O and forming a constant 
boiling mixture of 98.33 per cent sulphuric acid and water, boiling 
at 338*. 98 p.c. acid has a sp. gr. of 1.84. 

(ii) Pure acid is a very poor electrical conductor but in aqueous 
solution it is a good conductor pf heat and electricity. 

(iii) It decomposes into sulphur dioxide, oxygen and water vapour 

when dropped on heated pumice stone (p. 179). * 

2HaS04 = 2HaO + 280, + O*. 

The mixed gasea are pa^ed through ; (i) a U-tube (kept in cold waterl in 
wditch liquid drops condense—the liquid is recognised to be water by the biue colour 
it gives with anhydrous copper sulphate and hence the presence of hydiogen in 
sulphuric acid, and then a (ii) second U-tube (cooled in freezing mixture) in which 
sulphur dioxide condenses to a liquid arid oxygen passes out. Sulphur separates 
when an aqueous solution of the sulphur dioxide is heated to 150° in a sealed tube. 
These experiments show that sulphuric add contains hydrogen, lulpkur and oxygen. 

(iv) Affinity for water. —Miscible with water in all proportions, 
concentrated sulphuric acid has great affinity for water. Much heat 
is evolved when the acid is mixed with water, forming the hydrates : 

H 8 SO 4 , HaO ; H 2 SO 4 , 2 HaO ; and HaS 04 , 4HaO. 

The great affinity of concentrated sulphuric acid for water is shown by its 
dehydrating action upon formic and q^alic acids, alcohol, sugar and starch—sugar 
and starch are charred by the acid with separation of carbon. • 

(sugar) - 11H*0 = 12G ; HGOOH (formic acid) - H,0 =.GO.* 

Goncentrated sulphuric acid is used for drying gases such as oxygen, nitrogen, 
sulphur dioxide and chlorine on which it does not act chemically. 

(v) Acid properties. —In aqueous solution sulphuric acid behaves 
as a strong acid, since it is highly ionised. HaS 04 H+ 4- HSO 4 ' ; 
HSO 4 ' H+ -f- SO 4 *. Ionisation takes place in two stages. A 
dibasic acid it forms add and normal Salts, such as NaHS 04 and NaaS 04 . 

Dilute sulphuric acid usually reacts with all metals (exept lead) such as iron, 
magnesium, zinc, etc. standing above hydnjgen in the electro-chemical series (p. 130) 
liberating hydrogen and a salt of the metals but metab such .as mercury, copper 
and silver standing below hydrogen in the series are not attacked by cold dilute sulphuric 
add. 

H,SO< + Feo^ti, -I- FeS04 ; Mg + HtSPt -» H, 4- MgS04. 

• 

At the ordinary temperature it liberates carbon dioxide from carbonates and 
neutralises alkalb. At higher temperature sulphuric add displaces the strong 
nitric and hydrochloric acids from their salts, since it u less vplatile than these adds : 

Naa + H,S 04 NaHS 04 -f HGJ ; NaNO, + NaHS 04 + HNO,. 

(vi) Oxidising properties. —^Hot concentrated sulphuric acid is 
an oxidising agent, and dissolves many metals such as zinc, lead, silver, 
merciury and copper, standing both above and below hydrogen in the 
electro-chemical series, yielding sulphur dioxide, water and a salt of 
the metal; Pb 4* 2 HaS 04 = PbS 04 *4 2HaO -P SO*. 

Hot concentrated sulphuric acid oxidises sulphur to sulphur dioxide, 
carbon to carbon dioxide and phosphorus to phosphorous acid. 
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H^POs. It also decomposes HBr and HI> libeiating bromine and 
iodine respectively. 

S+ 2 HaS 04 = 2HaO+3SOa ; G+ 2 HaS 04 = 2Ha0+C02+2S0a ; 

2HBr4-HaS04=2H20+Br2+S02 ; 3 H 2 SO 4 + 2 P = 2 H 3 PO 8 + 3 SO 2 . 

(vii) Electrolysis of snlphmic add under difTerent conditions 
may yield the following products ; (a) hydrogen and oxygen (p. 10), 
(b) ozonised oxygen (p. 203), and (c) perdisulphuric acid (p. 213). 

Testa. —^Heated with copper turning, concentrated sulphuric add evolves 
sulphur dioxide, recognisable by the smell of burning sulphur. With barium chlorde 
solution dilute sulphuric acid gives a white crystalline precipitate of bariiun sulphate, 
insoluble in concentrated hydrochloric acid. 

BaCl, + H,SO* = BaSO« + 2HC1. 

A small quantity of a sulphate, ZnS 04 for example, is fused on charcoal with 
sodium carbonate—the fused mass is then treated with dilute HCl and covered with 
a lead acetate paper which turns black. The reaction depends upon the formation 
of sulphide : ZnSO^ + 4G = ZnS + 4CO. This test detects sulphur in a sulphate. 

Uses. —Sulphuric acid is wed in innumerable chemical industries-^its consump* 
tion is indeed an index of industrial progress of a country. It is used (i) in 
the manufacture of hyj^rochloric and nitric acids, paints, pigments, dyes, glue and 
explosives, (ii) in the preparation of alum, fertilisers such as ammonium sulphate 
and superphosphate of lime, glucose from starch and (iii) in steel-pickling and 
gidvanisation, in the refining of petroleum, iri the parting of gold and silver, in textile 
ind'sstry, and in storage batteries—^to mention but a few applications of the acid. 
Oleum is used in^sulphonation reactions in organic chemistr/. 

fiThe cUoridea of sulphuric aciti.—By the af:tion of phosphorus pentachlnride 
on concentrated sulphuric acid one or both hydroxyl groups may be replaced by 
cblmine, forming fhlorosulphonic acid and sulphtttyl chloride : 

SO,(OH), + PCI, = SO,(OH)Gl + POCl, + HCl. 

SO,(OH)Gl + PCI, = SOjCl, + POCl, + HCl. 

They are liquids, and may be separated by fractional distillation, since they have 
widely different boiling points ; POClj, 107.2® ; SO,(OH)Gl, 151“ ; SO,Glj, 69.1“ 
The tmlorides of sulphuric acid are colourless funung liquids which are decomposed 
by water into sulphuric and hydrochloric acids : 

SO,(OH)Gl + H.OH == SO,(OH), + HCl. 

. SOjCl, + 2H.OH = SO,(OH), + 2HG1. 

Chlorosulphuric arid is obtained on%i large scale by passing dry hydrogen chloride 
through fuming sulphuric acid (containing SO,), and distilling : 

, SO, + HCl = SO,(OH)Gl.‘ 

Sulphuryl chjoride is prepared by direct union of chlorine and sulphur dioxide 
in pre^ce of sunlight or animal charcoal ; SO, + Cl, = SO,Cl, ; also by heating 
chlorosulphonic acid in«presence of mercuric sulphate which acts as a catalyst: 

2SO,(OH)Gl = SO,Cl, -h H,SO,. 

Sodium tliiosulphate, NaaSgOa, is obtained : (i) by boiling 
finely powdered sulphur with sodium sulphite solution ; 

IMaaSOg S = IM^aaSaOa* 

On evaporating the filtered solution and cooling, the salt separates 
m 'Colourl^ monoclinic crystals, NaaSaOg, 5HaO. It is used in 
^mtography and commonly called *hypo*. 
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^ The sodium sulphite is made by neutralising sodium bisulphite 
with sodium carbonate—the sodium bisulphite is first obtained by 
passing sulphur dioxide into sodium carbonate solution. 

NaaCO, + 2 SO 2 + HjO = 2NaHS03 + CO*. 

2NaHSO* + NagCOg = 2 NaaS 03 + U^O + COa, 

(ii) by passing sulphur dioxide into sodium sulphide solution—the ‘mother liquor* 
left alter the crystallisation of sodium sulphide which is produced by roasting salt 
cake with coke : NasSCb + 4G sa Na^S + 4CO, is a commercial source iisr so^m 
sulphide. 380, + 2Na2S » 2Na,S,0, + S. 

2NagS + NaaCO, + 4SOs = SNajSjOs + CO*. 

A thi(»ulphate is produced as well as a sulphide or poly-sulphide when sulphur 
is boiled with caustic alkali or milk of lime. 

6 NaOH + 4S = Na,S,Oa + 2NaaS + 3H,0. 

When iodine acts on a mixture of sodium sulphite and sulphide, thiosulphate 
results : 

NaaSO, + Na^S + = Na,SaOa + 2NaI. 

Sodium thiosulphate crystals melt at 48° ; on heating the salt , 
loses water at 215°, and decomposes above 223°. 

4Na2Sa08. = SNagSO^ + NaaSg*! 

On adding dilute acid to a solution of sodium thiosulphate free 
unstable thiosulphuric acid (unknown in the pure state) is perhaps 
formed but readily decomposcSi into sulphur dioxide and sulphur, 
which deposit as a white turbidity : HaSgOa = HaO + SOa + SI 

Sodium thiosulphate dissolves silver chloride, bromide and iodide, 
forming sodium silver thiosulphate, and hence its use in ’fixing in 
photography’ : 2 Na 2 SaOa + AgBr = Na 3 [Ag( 8303 ) 2 ] + NaBr. 

Sodium thiosulphate solution reacts with silver nitrate forming 
a white precipitate of silver thiosulphate, which readily turns yellow, 
then brown and finally black, depositing silver sulphide : 

NaaSaOa + 2AgN08 = AgaSjOa + 2NaNOa ; 

AgaSaOa -f- HaO = H 2 SO 4 AgaS. • 

When ferric chloride solution is gradually added to sodium thiosulphate, there 
is at first a purple colour due to ferric thiosulphate, and then the solution becomes 
colourless as the iron is reduced to the ferrous state : , 

3Na,S,0, + 2FeCl, Fe,(S,0,), + 6NaCi. ^ 

2Na,S,0, + 2FeCl, = 2Fea, + 2NaCl + Na*S 40 ,. 

• 

On adding sodium thiosulphate to a brown solution of iodine in 
potassium iodide, the brown colour is discharged and sodium tetra- 
thionate is formed—the reaction is quantitative and is used in 
iodomtry : 2NaaSa08 + ^s = NaaSaOj + 2NaI. 

Thiosulphate is oxidised by chlorine or bromine water : 

NaaSaOs -f- Cl* + HaO *= NaaSO* + 2HC1 + S. 

With excess of chlorine, the sulphur is oxidised to sulphuric'acid : 
NaaSaOa + 401* + 5HaO = NaaSO* + 8HC1 + HaSO*. 

i 
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Potassium permanganate in neutral solution oxidises thio^lphate 
to sulphate : 2KMn04 + Na2S20a s= K2SO4 + Na2S04 -f* hinaO*. 

Sodium thiosulphate is used as : (i) an analyd^l regent in the laboratory | 
(ii) an anticUor to remove chlorine from bleached fabn«, (iii) a ‘fixer’ in photography, 
and (iv) in the extraction of gold and silver in the lixiviadon process. 

Exercises 

1. Mfntion the principal sources of sulphur and briefly describe the method 
for its extraction : (fy from surface deposits, (ii) from under^ound deposits. How 
would you prove that a sulphate contains sulphur ? 

Under what conditions does sulphur react with (a) caustic soda, (b) iron 

(c) coke, (d) chlorine, and (e) concentrated sulphuric acid ? 

2. Give a brief account of the allotropy of sulphur. Describe the changes that 
may be observed when sulphur is gpradually heated to its boiling lioint. How would 
you - convert sulphur into (a) hydrogen sulphide, (b) sodium bisulphite, and 

(c) sodium thiosulphate ? Punjab Inter. 

B. How is hydrogen sulphide prepared and purified in the laboratory ? How 
would you prove that (a) the gas contains hydrogen and sulphur, (b) its molecular 
' formula is H,S ? Describe the action of the gas on solution of: (a) ferric chloride, 
(b) lead nitrate, (c) sulphur dioxide, and (d) zinc sulphate. Cakutta *53 

4. How would you' collect and purify a specimen of hydr^cn sulphide ? How 
would you show experimentally that the gas is (a) a reducing agent, (b) a very 
weak dibasic acid ? Explain why dilute sulphuric acid and not nitric acid is used for 
preparing hydrogen sulphide. Describe the reaction of the gas with (a) dilute 
nitric acid, (b) concentrated sulphuric acid,, (c) iodine suspended in water, and 

(d) zinc sulpnatc. * DetM *37 

5. Describe the preparation of pure and dry sulphur dioxide. What reactions 
take place when the gas is led into : (a) chlorine water, (b) caustic potash solution, 
fc) a mixture of nitrogen dioxide and water vapour, (d) cupric chloride, and 

(e) hydrogen sulphide ? Explain how it behaves both as an oxidising and as a 

r^ucing agent. U. P. Board *51 

6. How would yon prove experimentally that sulphur dioxide contains sulphur, 
and its own volume of oxygen ? State how it reacts with (a) nitric acid, (b) lead 
dioxide, (c) sodium carbonate, (d) milk of lime, and (c) potassium permanganate. 

Calcutta Inter. 

7. How is sulphuric acid manufactured hy the lead chamber process ? How 

would you imitate the process in the laboratory ? Outline the principal uses of 
the acid. , Calcutta *54 

8. Describe the manufacture of sulphuric acid by the contact process. What 
advantages does this process possess over the lead chamber process ? How would 
you show that sulphuric acid contains hydrogen, oxygen and sulphur ? Calcutta *47 

9. Escribe experiments to show that sulphuric acid acts as (i) an add, (ii) a 
dehydrating agent; (iii) an oxidising agent. Desaibe the action of the acid upon ; 
(a) sulphur, (b) lead, (c) potassium bromide, (d) a mixture of calcium fluoride 
and sand, (e) common sak, (f) oxalic acid. 

10. Explain how you would distinguish between (i) a soluble sulphate and 

sulphide, (ii) chlorine and sulphur dioxide. Calcutta *57 

11. ^ Explain what happens when : (a) the gaseous product obtained by heating 
pyrita is led into a solution of potash, (b) hydrogen sulphide is passed into an alkaline 
solution of zinc sulphate, (c) a mixture of sulphur dioxide and air is gradually added 
to a mixture of ferrous sulphate and dilute nitric acid ? 
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CSarbon 

Symbol G. Atomic weight 12.010. Atomic number 6. 

Occarrencc.—^Elementary carbon occurs in nature as diamond and gr^hito. 
It is present in air as carbon dio^de (about 3 volumes in 10,000) and as carbonate 
in sedimentary rocks such as limestont and dobmte. An .essential constiti^t of all 
animal and vegetable bodies, it is found as carbohydrates such as starch, sugar and 
cellulose, all occurring in plants, and as proteins, such as albumin and gelatin, occurring 
both in <idants and animals. It is present in petroleum as Ig>drocerbons. Ck>al is a 
carbonaceous mineral of vegetable origin. 

Tite Allotropy of carbon. —^The different crystalline and 
amorphous allotropes of carbon are : 

(i) G/ystalline : diamond and graphite ; 

(ii) amorphous : charcoal^ lampblack (or soot), coke, gas carbon. 

Graphite is the stablest form of carbon. The amorphous carbon 
has been shown by X-ray analysis to be micro-crystalline graphite in 
structure. 

The identity of-the allotropic forms of carbon, such as 
diamond, graphite and charcoal, is established by burning equal 
weights of the thiee varieties in a current of pure and dry oxygen and 
absorbing the carbon dioxide formed in previously weighed tubes 
containing caustic potash when equal weights of the same^'prodiict 
carbon dioxide are obtained. 0-4-02 = COj. 

About 0.5 g. of an allotrope of carbon is weighed out in a porcelain boat which 
is then placed in a hard glass tube C (fig. 124). The carbon is gently heated in a 
enrrent of pure and_ dry oxygen (which u bubbled through strong sulphudc add 
in A and thereby dried), and the carbon dioxide formed amorbed in the previously 
wdghed potash tubes B. 



Fig. 124 


iMamoad.—It occurs naturally in Goleconda in India, South Africa, Brazil, 
tfte Ural moimtain and elsewhere.^ South African mines alone supply over 90% 
deposits, and are separated by washing. 

Diamonds are rated in earatt—one carat =» 0.2054 gm.; the Internationa 
carat = 0.200 gm. The world-famous gem Kokinoor originally weighed 186 carats, 
but had to be cot to 106 carats. Other famous diamonds are the Hope (44.5 carats), 
the CuUinan (3032 carats), and the Pitt (136.25 carats). 

Propertiefl. —(i) Diamond forms transparent lustrous crystals of 
high refractive index 2 . 42 , for light—colourless, diamonds are almost 
pure carbon. T^ransparent diamonds are occssionally pink, green or 

blufe. . . 
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(ii) It is the densest form of carbon with a specific gravity 3.52 and 
is a non-conductor of heat and electricity. It is transparent to X-rays 
—the imitation diamond (made of glass) is opaque to the rays. 

(iii) Diamond is extremely hard and is not scratched by any substance (except) 
boron carbide B 4 G) and heads Mohs scale hardness : 

1. Tak 3. Catciu 5. Apatiit 7. Quartz 9. ' Corundum 

Gypsum 4. Fluotile 6 . Orthoelase 8 . Topaz 10. Diamond 

Each mineral in the scale is scratched by dll others below it. Diamond tr about 140 times 
harder (A£r corundum. 

(iv) Very inert chemically, it is not attacked by acids, alkalis or 
fused potassium chlorate. 


Artificial diamond. —It was prepared by Moissan in 1893 by heating sugar 
charcoal with iron in a carbon crucibie to a' temperature of above 3000°G by means 
of an electric arc furnace—molten iron dissolving the charcoal, and then suddenly 
cooling the solution bv immersion in molten lead—carbon sepiarates as very fine 
crystals of diamond which are freed from iron by dissolving out tjhe latter with hydro* 
chloric acid. Graphite separates on slow and gradual cooling. The process could 
not be commercially exploited owing to the microscopic size of the crystals produced. 


Uses of diamemd. —^Diamonds are generally cut for gems and also used, on 
aK:coimt of their extreme hardness, for cutting glass and for rock*boring purposes. 
The opaque and blaak diamonds known as carbonado and boriy being less valuable, 
are usuaUy used for rock-drillingt and also for cutting and polishing diamonds and stones. 
Diamonds cm be cut only by otiur diamonds. 

Graphite. —Graphite {^grapho, I write), also called plumbago or 
black lead, js found in Ceylon, Siberia, Bohemia, California and 
elsewhere. 


Properties. —(i) Unlike diamond, graphite is opaque, soft and 
greasy to the touch with an almost mtallic lustre and conducts heat 
and electricity ; it is also less dense—its specific gravity is 2.25. 

(ii) Like diamond, graphite is crystalline—their crystalline forms 
are dififerent, graphite having hexagonal and diamond tetrahedral 
arrangement of the carbon atoms in the cr^tals. Grey, flaky 
hexagonal crystals of graphite easily mark paper, and hence the use of 
graphite in die so-called lead-pencils. 

(iii) Slightly more reactive than diamond, graphite is oxidised to 
GOg in air at 700®, and to CF4 iisi fluorine at 50C®. Though unattacked 
by dilute acids, caustic alkalis or chlorine, it is slowly oxidised to COg 
by chromic acid, and to CO by fused sodium carbonate. 

(iv) Unlike diamond, it is oxidised below lOO^to a yellow insoluble solid, 

aeid, C 11 H 4 O 5 * which breaks down into meUitic acid G 4 (GOOH )0 (a dmvative 
of benzene) by a mixture 
of concentrated sulj^uric 
and nitric acids and 
potassium chlorate. Forma¬ 
tion of graphitic acid is 
regarded as a test for 
grephite. 

Ardflcial jpraplilte.— 

ArtificiabSTApbue is manu- 
£fu^tired w the AcbMoai 
oroceiNi at Niagara in whidi 
a mixture of sa^ and powdered petroleum coke is strongly heated for about 25-30 
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tunin to a very high temperature between 2500*’0 and SOOO^G by means of electric 
current led into tlm mixture by carbon rods embedded in the mass—^the mixture is 
being supported on a brick-furnace iuid covered with sand (fig. 125). Sand smd 
carbon react, welding sUicon carbide which then decomposes, depositing graphite, 
and silicon wnich latter volatilises away^ 

SiO, + 3G « SiC + 2GO ; SiC = Si -b C. 

Usee nf graphite.—(i) Graphite is used in making so-called lead pencilst and 
iox polishing iron stoves, (tt) Colloidal graphite as a suspension in oil is used in luhricating 
nu^inery, (Hi) Since it conducts electricity, it is used in making electrodes and 
heeding elements in electric fvirnaces, and for coating articles of non-conducting materials 
meants for etectro-tybrng, (to) Mixed with clay, it is used in making plumbago crucibles 
whi^ combine rmactory properties with thermal conductivity. 


Amorphous carbon.—Charcoals : There are different varieties 
of charcoal, depending upon the source, such as wood charcoal, 
sugar charcoal, and animal charcoal. 

(i) Wood charcoal. —-Tliis is made by the dry distillation of wood 
in externally heated iron retorts (fig. 126) from which air is excluded. 
The products of distillation 
are (a) the inflammable 
g 2 is, known as wood gas, 
used for heating the 
retorts, (b) the volatile 
liquid distillate, consisting 
of wood tar and an aqueous 
portion, called pyroligneous 
add which contains acetic 
acid, methyl alcohol and 
acetone, and (c) the solid residue of wood charcoal in the retort. Average 
yield : wood charcoal 25%, wood gas 25%, pyroligeneous acid 40%, 
and wood tar 10%. 



Wood tar finds use as a fuel; on refining it gives voood oil (a solvent), creosote oil 
(wood preservative), guaicol (a medicinal pr^uct) and pitch. 

There is a wood distillation plant at Bhadrabati in the Mysore State. 

In the primitive process, still in use, piles of wood are covered with earth to hinder 
the admission of air and lighted at the bottom—by the slow burning of a part of' 
wood, the remainder is converted to charcoal. This is a wasteful process, si nce the 
volatile products are lost. , 

(U) Sugar dbarcoal. —^This is pbtained by heating pure cane 
sugs^ in a covered vessel till no more gas is evolved—^thc resulting 
charcoal is then heated to 1000®G in a graphite tube in a current of 
chlorine to remove the residual combined hydrogtm as hydrogen 
chloride. It b next washed with water and dried ii! a current of 
hydrogen to remove chlorine. Sugar charcoal is the,purestform of carbon. 

It may also be obtained by the action of strong sulphuric acid upon a concentrated 
cane sugar solution—charcoal separating as a black mass is washed with water, 
filtered and dried. 

CiaHsaOit (cane sugar) = 12C -f llHgO. 

(iii) Animal Charcoal (bone charcoal or bone black). —Thb 
b made by the destructive dbtillation of bones in closed retorts—-the 
volatile products dbtilling over condense into: (a) an alkaliiw watery 
liquid containing ammonia and nitrogenous organic bases, and 
(b) bone oil or BippeVs oil containing pyri^ne, etc. The blade residue 
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in the retort containing about 10 per cent carbon deposited on a 
poroiM framework of 90% calcium phosphate and calcium carbonate, 
etc., is known as animal charcoal. The charcoal that remains after 
dissolving out the calcium salts with hydrochloric acid is known as 

ivory bbck. 

Blood on charring by similar treatment yields blood charcoal. ‘ 

Coeoanut sheUs on being heated in absence of air-yields an active form of charcoal. 
Activated chawcoal is obtained by carbonising wood previously impregnated with 
zinc or eSagnesium chloride. It may also be made by heating wood charcoal prepared 
at 850**—9U0'’ in a current of steam, when the material (inactive «aphite la;^ on 
the surface) obstructing the pores b removed. Norit is a variety ot active charcoal. 

Properties of diarcoal. —(i) Bad conductor of heat and 
electricity, charcoal is black, soft and highly porous substance of varying 
sp. gr. of about 1.4 to 1.9 ; but its density is reduced to about 0.2 by 
air enclosed in its pores, and hence charcoal fioats on water. 

(ii) Because of its porosity, it readily adsorbs gases —the adsorbed 
gases are released on heating. Charcoal may also adsorb dissolved 
substances from a solution. 

Eseperiments. —(a) A piece of red-hot wood-charcoal is inserted into a tube 
of ammonia standing over mercury—^mercury rises up the jar as the charcoal absorbs 
the gas ; the charcoal tEkes up about 90 times its volume of ammonia gas—the activated 
charcoal adsorbs a much larger volume. 

(b) A hot solution of a sample of crude sugar, brown in colour, is shaken with 
anii^ charcoal and then filtered—the filtrate is the colourless solution of sugar—thj 
colouring matter bHng absorbed and retained by charcoal. 

(c) A dilute solution of litmus is boiled with animal charcoal and filtered—^the 
filfrate runs through colourless ; the litmus is being adsorbed by the charcoal. 

Similar experiment may be done with indigo solution. Activated charcoal is 
a better adsorboit than ordinary charcoal. 

(iii) Insoluble in water, alkalis and non-oxidising acids, charcoal 
is resistant to the action of chlorine, bromine, and iodine ; but unlike 
diamond and graphite it is oxidised to COa by hot cone. H 2 SO 4 ; a 
small amount of mellitic acid is produced at the same time. It is also 
oxidised by hot cone. HNO3. 

G + 2Hi,S04 = COa 280* + 2HaO ; 

G + 4 HNO 3 = CO 3 + 4 NO 3 2HaO. 

(iv) Charcoal ignites in oxygen a little above 400®C, wheieas 

graphite bums at 700® and diamond at 800®. It ignites spontaneously 
in fluorine, yielding CF4, while graphite bums at 500® ana diamond 
at 700®. ‘ ‘ / 

' (v) Charcdal is a good reducing agent at high teinperatures. It reduces ') 

many metallic oxides such as GuO, PbO, FcaO*, ZnO and SnO* 
to the respective metals ; thus topper oxide is reduced to a red mass 
of metallic copper on being heated with charcoal powder. Red hot 
charcoal reduces steam to hydrogen, and carbon dioxide to carbon 
monoxide. 

Cup+C = Cu+CO ; HaO+G «= Ha+CO ; COa+C * 2CO. . 

(vi) Oarbon combines with hydrogen at high tempwature and pressure yielding 
.methane in very small amodnts ; acetylene is formed if a spark is passed between 
cairboQ electrodes in hydrogen. Garnon combines with sulphur Vapour, giving 
Os^aooxiiatdphido. . G -h 26 « GSj; 2C 4- Ha <>• QHa. ) ' > 
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Ums of 4fcot«ool.«<-Wbod chiA?ebal Is used or o'fui^ and as a reducinf^ 
in maldng filter*beds and gun-powder. It is very often used in sewen and faospiuls 
to remove obnpxious gases by adsoipticm. 

(it) Animal charcoal is extensively used m the refining of sugar ; ivory tdack 
is used as a pigment. 

(tit) Activated charcoal is used in making gas-masks. 

Laiii|i black. —^It is a fine variety of soot, prepared by burning 
substances rich in carbon such as kerosene, tar, turpentine and rosin, 
in a limited supply of air, and collecting the soot by deposition on raid 
surfaces'—the smoke is conveyed into a chamber where it is deposited 
on wet suspended blankets and is subsequently removed. A fine 
variety, knowm as £as blacky is prepared from natural gas which is 
methane mainly. It is a bad conductor of heat and electricity. 

It is used in making printer’s ink, black paint and boot-pt^ish and in vulcanizing 
rubber. Lamp black contains some oily impurities which can be removed by heating 
in chlorine. 

Ckml. —Goal is a carbonaceous mineral of vegemble origin. It is the final result 
of a series of slow decompositions of vegetable matt» of very remote past, in presence 
of a limited supply of air and tmder high pressure due to the weight of supenmposed 
strata, in the womb of the earth. Various stages of decomposition are represented by : 

V 

Peat, lignite or brown cosd, bitaminona coal and anthracite. 

j Each step of conversion is followed by an increase in the percentage of carbon 
in the residue, with the corresponding increase in calorific value, Expressed in'B.Th.U. 
per pound, as the table shows : The vegetable origin of coal is disclosed by microscopic 
examination as Well as by the presence of fossiliz^ plants. 




Carbon 

Hydrogen 

Oxygen 

Calorific value 

Wood 

• * « 

50.0 

6.0 

44.0 

7,400 

Peat 

« * • 

60.0 

5.9 

34.1 

9,900 

Lignite 

• • • 

67.0 

5.2 

27.8 

11,700 

Bituminous coal 


88.4 

5.6 

6.0 

14,950 

Anthracite 


94.1 

3.4 

2.5 

15,720 


In course .of decompou.tion, a portion of the carbon, hydrogen and oxygen is 
eliminated as carbon-dioxide, water and methane, and the residue becomes incresmngly 
rich in carbon. On burning coal leaves an incombustible residue, called ash—flic 
, a»h content of high grade coals is low, about 5 per cent or so but it may be even 25-30 
' oer cent in low grade coals. Coal often contains sulphur (Assam soal) which may 
be recovered. ' 

Bituminous coals i.e., common coals, bum with a smoky flame and are sub-divided' 
into and non-caking coals, according as they do or do not soften and fuse on 

bummg or coking. Anthracite coal docs not burn with a flame and gpvcs little smoke. 
Coal is extensively used as a fuel and in the manufacture of coal gas and liquid fuels. 

Goiie sud gM isirlmi.'r-They are the by-products of coal gas industry. Very, 
hard and compact, is used as a redudng agent in’ metallurgy. It is also used 
as a. fii(d- Coke » a nad^eonductor of heat and. eTectricky.' 

Gas carben is obtained as a hard on the h^^waljs ^ the retorts by the. 

tfaennal decosqxnition of hydrocarbons durmg the znanti^ture cf. gas. A 
good conductor hf beat and electricity,^, it ia tiseddb malting deetrodas tor arc-lights' 
and electric bcOi^its, and brushes mptoa. aisd .dynahM . > 
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Properdbs of different fronts of cartMugu— 


Property 

Diamond 

Graphite 

Amorphous carbon 

1. Colour and 
appearance 
etc. 

• 

2. Specific 
gravity. 

Colourless transpar¬ 
ent crystab, high 
refractive index and 
brilliant lustre. 

3.5 

Greybh-black 
crystab, metallic 
lustre. 

2.25 

Extremely soft. 

Black amorphous. 

• •a 

Ch^coal 1.4 to 1.9 ; 

gas caron 2.35. 

1 

3. Hardness ;■ 
porosity. 

Extremely hard 
but fairly brittle. 

. 

greasy to touch, 
marks paper. 

Charcoal : soft and 
porous ; soot : light, 
finely divided ; coke: 
hard and soft ; gas 
carbon : hard ; soft 
bituminous coad and 
hard anthracite. 

•4. Electrical 
conductivity 

Bad conductor. 

• 

Good conductor. 

Bad conductor except 
gas carbon which u 

1 a good conductor. 

5. Adsorbing 
power of 
gas, etc. 

ft 

i 

• 

Charcoal alone b a 
decoioriser, de-odori- 
ser; adsorbs gases. 

6 .* Effect of 
heat. 

Forms graphite at 
1800^ 

Stable form at 
high temperature 

Changes to graphite 
at high temperature. 

7. Burns with 
flame in 
oxygen. 

CO, at 800°—850“ ; 
high ignition tem¬ 
perature. 

CO, at GOO^C. 

GO, at 345‘’G (wood 
charcoal) ; low igni¬ 
tion temperature. 

8 . Reacts with 
fluorine. 

GF, at 700°C. 

CF, at 500“C. 

Ignites spontaneously 
to CF,. 


9. Source and method of preparation : Diamond and graphite occur in nature. 
Wood charcoal—destructive distillation ; animal charcoal-destructive distillation 
of bone and blood ; lampblack—burning petroleum and kerosene, etc. ; co^e and 
gas carbon—destructive distillation of coal; anthracite occurs m nature. 

10. Uses : Diamond : gem, glass>cutting, rock-boring^ and polishing ; Graphic : 
lubricant, polishing, lead-pencils and plumbago cruables ; wood ci^rcoal : fuel, 
deodoriser, gunpqwder, reducing agent, filtering ; animal charcoal ; decoioriser and 
^ar-refining ; lampblack : printer’s ink, black paint, fillers for rubber ; coke : 
and'reducing agent; Gas carbon : electrodes for arc lights and electric battery. h, 

Oxides of carbon. —Carbon forms two important oxides namely 
carbon monoxide, CO, and carbon dioxide, CO 2 , which are both 
gaseous. 


Carbon dicHcUle, GO^ 

Critical temperature SPC. Criticid pressure 72.8 atm. Bolling point>-n96'’C 
St Stp. Subl^ 5 »es at —78.52'’C. B^^ility at 0®C 1.7 vol. ih 1 i/^l. Wer. 

WpNifir sad aenirrettea.--^^ gas, caUed gar sjfbiestre by Van Hdmonfr who 
ksh 1630, was stucUhd by JNack <1734) who gave it the name air, 
iBttt k war Imwnsier who showed it' to be an Oxide of carbra in 1763. 
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In the free state it occuw in to the extent of 0.0^ by Volumh. T^e t^arbc^ 
dioj|i 4 e of the air is mainly produced by the combustion of fuels^ decay of organs, s 
matter and respiration of a nim als. Fermentation of 8 t;^r also pre^uca the^^ 

It occurs in many spring waters, such as Vichy waters. It issues^in abundant from 
the fissures in earth’s surface in many localities such as the Poison Valley in Java 
and the** Grotto del Cane in Naples. 

In combination it occurs as carbonates, such as chalk, limestone, m^pnesite, 
dolomite, etc. 

Preparsdon.—Carbon dioxide is formed (i) by the direct combustipn carbwi 
in excess qf air or oxygen, (ii) by the action of dilute acid on all metallic carbonates 
or bi-carbonates : 

NajCOa-f HgSO* = Na,S0«-hH,0-hC0, ; NaHCOg+HCl = NaO + H,0-hC0t. 

(Hi) By heating all metallic carbonates (except those of alkali metals and barium) 
or bi-carronates. 

CaCO, = CaO - 1 - CO, ; Ca(HCO,), = CaCO^ + H,0 + CO,. 

(iv) By heating sodium or potassium bi-carbonates 'i' 

' 2NaHCO, = Na,CO, + H,0 + CO,. 

Laboratory preparation* —Carbon dioxide is^ usually prepared $ 
by the action of acids upon carbonates. The gas is obtained in the 
laboratory by the action of cold dilute hydrochloric acid i^on 
(calcium carbonate) : CaC 03 + 2 HCl = CaClj-l-HtO+COa. 

Some marble chips are teiken in a Woulfe’s bottle (fig. 127) fitted 
with a thistle funner and a delivery tube, 
and covered with water. On pouring 
moderately strong hydrochloric acid, quick 
effervescence takes place due to the 
evolution of the carbon dioxide—the gas 
may be collected over water (though it is 
somewhat soluble) or by the upward dis¬ 
placement of air, since it is 1| times heavier 
than air. The gas may be washed with 
water (to remove HO vapour), dried by 
suljphuric acid or calcium chloride and 
collected over mercury. 

Kipp’s apparatus is charged witfi marble 
and hydrochloric aSid for aJ^readyLsupply of 
the gas. 

Dilute sulphuric acid cannot be used with marble, since the sparingly soluble 
calcium sulphate produced covers the marble and soon stops the action of the 
acid. • 

Pure carbon dioxide is best obtained heating pure sodium 
bicarbonate ; 2NaHCOa NajCOj -f- H,© + GO*. 

On die indnetiial scale.—carbon dioxide b obtained as a by-product either 
in the fermentation of sugar into ethyl alcohol by the acdon of enzymes, present 
in yeast (p. 146). 

^ C,H,,0, (i^ucose) 2C,H,OH (alcohol) + 2GO„ 

or in the production '6t lane by heatlofr a mixture of limestone aod eOke in a lain. 
The gas can also be niaau&ctured by otumin^ coke in excess air : 

CaGO, ** CaO 4- CO 3 j C -f- O, CO,. ' 
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Hie gas is freed f!r^ ^^pogen aod other gam by absorption in cold potasnum 
carbonate solution, yiacfmg potassium bi-carbonate from which the is 
subKquently expelled ^ boiling. It is dried by sulphuric acid and stored in cylinders 
under pressure. 

K,CO, + H,0 + CO, % 2KHCO,. 

Properties. —(i) Carbon dioxide is a colourless gas with a faint 
pungent smell and an acid taste, easily liquefiable under pressure—at 
temperatures below 31°, its critical point, it may be compressed to a 
liquid. 

(ii) The gas is net poisonous but it does not support respiration, 
since animals feel suffocated in its atmosphere for want of oxvgen. 

(iii) The gas is 1| times heavier than air. 

The ^ i» poured fronv one jar to another just as water is poured—on adding 
lime wator to me lower jar, it turns milky, showing that the gas is heavier than air. 
A soap bubble (containing air) floats on the surface of the heavier gas carbon dioxide. 

(iv) It is fairly soluble in water—^water dissolving its owp volume 
of the gas at 15° ; the gas is completely expelled on boiling the solution. 
Thp solution is acidic due to the formation of unstable carbonic acid^ 
Knoum only in soUilidn : H 2 O + CO 2 ^ H 2 COS. The solubility of 
the gas increases under pressure. 

Carbon dioxide is pas^ into blue litmus solution;—it turns dull red. The blue 
colour is restored on boiling—carbon dioxide being removed. Hence the solution 
of the gas is a weak unstable add. 

(v) The gas dpes neither bum nor supports combustion, and hence 
its ti^e as a fire extinguisher. But ignited J{a, K and Mg burn in the 
gas with separation of carbon. 

4K + 3GOj = 2 K 2 CO 8 + C ; CO* + 2Mg = C + 2MgO. 

A piece of burning magnesium is inserted into a jar of carbon dioxide, it continues 
burning with separation of soot; when shaken with dilute HCl, magndtium oxide 
dinolv:8, black partides d* carbon are seen floating in the liquid. The experiment 
shows the presmee of carbon in carbon dioxide. 

(vi) The gas may be reduced to carbon monoxide passing over red 
hot carbon, iron or zinc": 

CO* -f- C = 2CO ; CO* 4- Fe = CO -1- FeO. 

(vii) An acidic oxide, the gas resM:ts with bases and alkalis, yielding 
carbonates : 

CaO 4* CO* ^ CaCO* i ]N^a20 4“ CO* = Na*GO*. 

• 

— {a) Acdon on linse water :—Carbon dioxide is i^ed into lime water 
—it turns milk y due to the formation of white insoluble caldum carbonate. The 
mUkiness disappears on continued pasting of the gas owmg to the formation Of soluble 
^■airiiifn bicarbonate. The miflnness apMars on boiling the solution, since the 
bicarlMnate decomposes, yielding the cartxmate back, 

CO, + Ca(OH), « CaCO, (insoluble) 4 H,0 
CaCp, + H,0 + CO, 4 Ca(HCOs)* (soluble). 

{b) The gas reacts with caustic soda, giving a solution d sodi^ carbonate, 
excess d the gas spor^fjf soluble sodium bicarl^ate is {urMuced, wMcb 
sMl,beati^ C^es ’pure cadnm dioCHula. " 

4 CO, - Na,GO, + H,0 j HajCg *+ H,Q.4 CO, *5 2N)bHCO,. 
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(viu) The gas is decomposed by the green cdourii^ matter of plants^ known 
as in presence of sunlight and moisture 

into carbon, which is assimilated by plants, and oxygen 
which is set free (fig. 128). The process is known as 
photo^nthtsis. 

Teat. —L'ke nitrogen, the gas does neither bum, nor 
supports combustion; but imlike nitrogen, it turns lime 
water milky. 

Uaea.—(i) In the manufacture of sodium carbonate by 
Solvay’s process ; urea and salicylic acid, and in the refining 
of sugar. 

(») As a refrigerant as dry ice (also called (drl*cold), 
it is so called, since it does not melt to water, as ice does, 
but evaporates. Carbon dioxide is liquified under a 
pressure of 1000 lbs. pw sq. in.—the liquid on evaporation 
solidifies to ‘carbon dioxide snow', called dry ict which is 
used for cooling ice creams, packing fish, etc. The dry 
ice sublimes^ at -'79". Liquid carbon dioxide is sold in 
steel cylinders. 

(Hi) In extinguishing fire. A fire eaXlngnlsher (fig. 129) consists of a metal* 
casing B containing a solution of sodium carbonate, with a glass bottle T of sidphuric 

acid inside. The bottle may be titoken by a rod attached 
to a knob H outside—^the acid coming in contact with 
the carbonate liberates carbon dioxide which is directed 
against fire from a nozzle. In extinguishing oil fires carbon 
dioxide is used in a mixture called foqptite. Foamite a a 
solution of alum or aluminium sulphate mixed with sodium 
bicarbonate and a sticky material such as licorice exfratX. 
Aluminium sulphate on hydrolysis produces sulphuric 
acid which acts on NaHGOj to form CO*. The evolved 
GO( expands the whole mass into a thick foam which 
spreads over the burning oil like a blanket and shuts off 
oxygen. 

Al,(S 04 ),+ 6 NaHG 0 , = 2Al(OH),+3Na,SO*+6COa. 

(u») In the preparation of 'aerated waters’ sudi as 
lemonade and s^a water which are solutions of carbon 
dioxide under pressure ; and as a leavening agent. Bafdng 
powder contains sodium bicarbonate and tartaric acid, 
which do not react when dry. In pretence of water, sodium 
tartrate is formed *and GO, is evolved, the bubbles of 
which are expanded by heat on baking. 

(v) In medicine and first aid in case of shock, gas poisoning and asphyxiation. 
A mixture 93 per cent O, and 5 per asnt CO, is administered by g^ mask and forced 
respiration in order to stimulate natural respiration. 

• 

Goaopoiiitioii of carbon dioxide.— (i) By weight t ^ The 

gravimetric comptosition of carbon dioxide is determined by burning a 
known weight of pure sugar charcoal in oxygen and absorbing the 
carbon dioxide formed in strong caustic potash solution. 

About 1 g. of pure charcoal is weighed into a tiby porcelain boat- 
and placed inside a hard glass tube (fig. 130) one half of which is 
packed with‘‘granular copptf c^de. The tube is then Md 
combustion furnace. The Copper oxide, is first h^^ to redness afid 
then a slow stream of Qxyg# (first purified by passing thron^^tot^,. 



Fig. 129 
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B, containing sticks Cf caustic potash to remove moisture and carbon 
dioxide) is passed through the tube, and finally the boat containing 
the carbon is heated. The carbon is oxidised to carbon dioxide. 
Any carbon monoxide formed is converted to carbon dioxide by the 
hot copper oxide. 

After the combustion is over, oxygen is allowed to pass through 
the tube to sweep out all the carbon dioxide, which is absorOed in 
weighed ^tash bulbs, and then the oxygen is displaced by air. The 
potash bulbs ^containing strong caustic potash solution) together with 
the calcium chloride tube (to prevent loss of moisture from the bulbs) 
are weighed before and after the experiment. 



Fig. 130 

Let X = weight of carbon and y = increase in weight of potash bulbs, then the 
weight of oxygen coQibmed with x of carbon = >*-x. Hence the percentage of carlwn 
and oxygen in carbon dioxide may be found out—actual experiments give the following 
data*G =» 27.27 and O = 72.73. Therefore the ratio of: 

atoms of carbon _ 27.27/12 _ 2.27 _ ^ 
atoms of oxygen 72.73/16 4.54 *' 

the empirical formula for carbon dioxide is GO,. 

This accords with the mol. wt. 44, vapour density being 22. Therefore the molecular 
formula of carbon dioxide is CO,. 


(ii) By volume : The volumetric composition of the gas is 
established by burning a piece of pure sugar 
carcoal in a confined volume of oxygen over 
mercury—the experiment showing that carbon 
j [ U j ' dioxide contains it own volume of oxygen. The 
apparatus conmts of a U-tube (fig. 134) ending in 

t a bulb at one end, which is provided with a glass- 
stopper through which pass'two copper wires, one 
of which ends in a metal spoon. The two wires 
arc connected by a platinum spiral, touching a 
pi^e of pure sugar charcoal on the spoon. The 
bulb and a part of the" limb is filled with oxygen 
at atmospheric pressure by the displacement^ of 
mercury, and the charcoal is ignited by passing 
-electric current through the spiral. Carbon is 
burnt into carbon dioxide. On cooling the 
apparatus, mercury is found to stand at the same 
level as before, i.e., no change in volume has taken 
"place in the converfdon of carbon into carbon 
dioxide. Hence carbon dioxide contains its own 







CARAOH 32 ^ 

volume of oxygen, i.c. 1 volume of carbon dioxidC' contains 1 volume 
of oxygen. Therefore : . 

1 molecule of the gas contains 1 molecule {i.e., 2 atoms) of oxy^ (by Avogadro’s 
hypoAesis). Hence the formula is C*0, and the molecular weight = 12x+2 X16. 
But the mol. wt. is 44, its density being 22, found experimentally 12*+2 X16 *= 44. 

* =* 1 and the formt^ <h carbon dioxide is CO|. 

Carbon Monoxide, GO 

Critical tern.—138.7®C ; Critical pr. 34.6 atm. ; m.p.—191.5°G ; m.p.—^200“C. 

Formatibn.—Carbon monoxide was first discovered by^ Lassone iri, 1766 by 
heating charcoal with zinc oxide. The gas is formed (i) by the incomplete combustion 
of carbon in limited supply of a’r or oxygen, (it) by heating charcoal with oxides 
of zinc or iron, or with chalk : 

ZnO + G = Zn + CO, CaCOg + G = GaO + 2GO. 

(in) by the reduction 
of carbon dioxide by 
passing a slow stream of 
the gaes over red-hot 
charcoal, iron or zinc. 
Carbon dioxide is first 
dried by passing 
through concentrated * 
sulphuric acid and then 
• slowly led over a layer 
of charcoal heated to 
redness in an iron tube 
(fig. 132)—the result- 
Fig. 132 , ing CO is collected 

over strong caustic potash solution, which absorbs the unreduced GO,. 

GO, + G ^5 2GO ; CO, + Zn = CO -h ZnO. 

The flickering blue flames above a coal fire is due to carbon monoxide burning 
to carbon dioxide. The formation of carbon monoxide in coal fire is due to the 
reduction of the carbon dioxide, formed in the lower part of the fire in presence of 
free air, to monoxide in passing upwards through the bed of red-hot charcoal in thte 
centre of the fire. 

Carbon monoxide, also called carbonic oxide, occurs in coal gas, water gas, in the 
fumes of burning charcoal and in the exhaust from motor engines. 

Lafioratory Preparation. —Carbon monoxide is usually prepared 
in the laboratory by 
abstracting the elements 
of water from either formic 
acid HCOOH or oxalic 
acid (COOH)a by the. 
action of hot concentrated 
sulphuric acid. Formic 
acid (a liquid) is slowly 
added from a tap' funnel 
into concentrated sul¬ 
phuric acid in a flask 
(fig. 133^ heated to about 
100®. The carbon mon¬ 
oxide produced is washed 
with caustic potash solu- Fig. 133 

tion to remove traces of 

carbon dioxide and sulphur dioxide Ibrmed by the reduction of 
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sulphuric acid. HaS 04 + CO == H*0 + SO* + GO*, and collected 
over water. The gas xpay also be obtained by heating sodium formate 
with concentrated M*S 04 . 

HCOOH = GO 4* H*0. 

Oystals of oxalic acid, on warming with concentrated sulphuric 
acid, evolve a mixture of equal volumes of carbon dioxide and carbon 
monoxide. The gaseous products of the reaction are passed through 
strong caustic potash solution to absorb carbon dioxide, the carbon 
monoxide is collected over water. 

HOOC-COOH = CO + CO* + HaO. 

To obtain the gas in the pure state, it nuiy be dried with phosphorus pentoxide 
and collected over mercury. 

Potassium ferrocyanide on heating with concentrated sulphuric acid evolves 
carbon monoxide vigorously : 

K 4 Fe(CN),+ 6 H,S 04 + 6 H ,0 = 2KjS04+FeS0*+3(NH4)*S04+6C0. 

Properties. —(i) Carbon monoxide is a colourless gas with a 
peculiar faint smell and is highly poisonous —a concentration of less 
r than 1% breathed continuously causes death. 

Its poisoning effect is dtie to the fact that it combines with hasmoglobin, the oxygen 
carrier oi the blood, forming a stable compound carboxy*hsemo^lob'n, and so prevents 
it from fulfilling its normal function in respiration. This explains why it is dangerous 
to burn coke in chambers insufficiently ventilated. 1 vol. of GO in 10,000 vid.;. uf 
air produces symptoms of poisoning, while 1 in 300 vols. causes death in 30 minutes. 

(ii) Very slightly lighter than air, ,the gas is sparingly soluble in 
water, about 3% by volume, but it freely dissolves, in either 
amfiioniacal or hydrochloric acid solution of cuprous chloride which 
is the absorbent for the gas, forming a compound, CuCl,C0,2H*0. 

^iii) Non-supporter of combustion, the gas bums in air of oxygen 
with a pale blue-flame, yielding carbon dioxide : 2CO + O* = 2G08. 

(iv) It is a powerful reducing agent ; it reduces the oxides of such 
metals as lead, copper and iron at red heat—this property is made 
use of in many metallurgical processes. 

PbO + CO = Pb + CO* ; ^CaO* + SCO = 2Fe + SCO*. 

At 90°G CO reduces iodine pentoxide to iodine—^the reaction is used to determine 
traces of CO in air, + 5CO=I| + SCO*. 

CO reduces steam in presence of mixture of heated FegO* and 
Cr*0* catalyst : 11*0 -f- CO ^ H* + CO*. 

(v) An unsaturated compound, it undergoes additive reactions ; 
thus it combines directly with chlorine in sunlight giving carbonyl 
chloride, also called phosgene : OO -h Cl* = COGl*. With sulphur 
vapour it gives carbonyl sulphide ; CO -f- S = COS. 

It reacts with metab like iron, cobalt and nickel at slwhtly elevated temperature 
to fimn metallic carbonyls which are usually volatile liquiw : ' 

Fe + SCO = Fe(CO), Ni + 4CO Ni(CO) 4 . 

(vi) A neutral oxide, it has got no action upon lime water or any 
aUcali. But at 200**C and under pressure it reacts with a strong 
^tolution of caustic soda, yielding sodium formate : 

, CO 4-NaOH =5 HCOONa (sodium formats). 
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TjMts.— >Carboa nummide bunii with a ptde blue flame yieldinff carbon diojdt^' 
ydiidi tmms lime water oulky. Test papers soaked in platinum chbmie or palladium 
chldride solution when exposed to suspected atmosphere* is turned pink* geeen or 
black >due to the reduction of the chloride by carbon monoxide. 

PdCI, + H,0 + CO = Pd + 2Ha + CO,. 

Traces of carbon monoxide in air may be detected by shaking with diluted blood, 
and then examining the blood sp^troscopically. If carboxy hsmoglobin is present 
in the blood, it gives a red precipitate with tannin solution instead of the normsd 
brown precipisate. 

Uses. —It is used as a fuel in the form of producer gas and water gas, as ^ r^ucing 
agent, and in the extraction of nickel. Methylalcohol, CH,OH, is obtained by 
passing a mixture of CO and H, (water gas) over a catalpt of ZnO + Cr,0,, heated 
to SSO^C, at 200 atmospheres ; CO + 2H, =» CH,OH. The methane is formed 
with nickel at SSO^’C and at atmospheric pressure : reaction between GO and H, 
may be directed by the choice of die catalyst—^2CO + 2H, = CH, + GO,._ The 
reaction between CO and H, in presence of iron catalyst yield synthetic liquid fuel 
(Fischcr-Tropsch process). 

Coimioaition of carbon monoadde. —(i) By volume : Carbon monoxide 
yields omy carbon dioxide when burnt in oxygen ; it is therefore a lower oxide of 
carbon. A known volume of carbon monoxide and a measured excess of oxygen 
are collected over mercury in a eudiometer at atmospheric pressure, and exploded. 
The explosion takes place with a contraction in volume (due to the absorption of , 
oxygen by carbon monoxide) which is equal to half the volume of carbon mononde 
taken. There is a further contraction on absorption with caustic potash—this is 
due to the carbon dioxide formed ; it is equal to the volume of carbon monoxide 
C*Qy + JO, = CO,. 

Hence I volume of carbon monoxide combines with half volume of oxygen to 
yield one volume of carbon dioxide.^ But one voltune of carbon dioxide contains 
one volume of oxygen, of which on^half is derived from gasegus oxy^n, so that 
the other half must be present in carbon monoxide. Hence car^bon monoxide contains 
half its volume of oxygen. One molecule of ewbon monoxide, therefore, con&ins 
4 molecule of oxygen, by Avogadro’s hypothesis. Hence the formula is CxO and 
the mol. wt. = 12* + 16. But its mol. wt. is 28, the density is found by experiments 
to be 14. .’. 12* + 16 = 28, whence x*= 1. The formula of carbon monoxide 

is, therefore, CO. 

(ii) By Weight t A slow stream of pure carbon monoude is passed through 
a weighed tube containing copper oxide, heated to rednesl in a furnace. Carbon 
monoxide is oxidised by hot copper oxide to carbon dioxide which is absorbed in 
previously weighed potash bulbs. The potash bulbs and the copper oxide tube 
are separately weighed after the experiment. 

Let the wt. of CO, formed (= the increase in weight of potash bulbs) s= a gm. 
Assuming the composition of CO, to be known, the weight of parbon present in this 
weight of CO, = 12a/44. , 

Let the weight of oxygen used (= loss in weight of CuO-tube) = b gm. The 
weight of carbon monoxide = (a-^b) gm., and the wt. of oxygen present in carbon 
monoxide = [(a—J)--(l2a.^44)] gm. Hence the percent^ pfscarbojq and oxygen 
in carbon monoxide may be determined—actual experiments ^ive them to be 
C a® 42.8 and O = 57.2. Hence the empirical formula is CO. This agree with 
the mol. wt, 28, the vapour density being 14. Hence the^formula is GO. 

Comparison of the oxides of carbon t 


Properties 


CO, 


CO 


1. Nature, colour and Colourless gas; faint Golourles gu; peculiar 

smell, etc, iniligeat smell and acad faint smell, liquetoble at 

taite ; easily liqut^able very low tempwature and 
under pressure. ' high pressure. ^ 
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2. Density. 

3. Physiological action. 

4. Solubility in water. 

5. Combustibility etc. 


6 . Character of the 
oxid^ 

7. Action on lime water. 

8 . Action on caustic 
soda solution. 


9. Reducing property. 


10. Additive reaction. 


' II. Absorbent. 


Ijf times heavier than air. 
Non*poisonouB ; causes 
. suffocation. 

' Fairly soluble in water. 
Non-combustible; non-sup- 
porter of coubustion 
ordinarily, but supports 
combustion of ignited 
Mg. 

Acidic oxide; turns blue 
litmus solution wine-red. 

, Lime water turns milky. 
Forms carbonate and finally 
sparingly soluble sodium 
bicarlwnate. 

Itself reduced to CO by 
C. Fe, etc. at red heat : 
CO, + C = 2CO. 

A saturated compound ; 
froms no '.addition pro¬ 
duct. 

Caustic alkalis, usually 
caustic potash. 


Slightly lifter than air.. 
Highly poisonous. 

Very sparingly mIuMc. 
Combustible—bums with 
a blue flame ; non-sup-' 
porter of combustion. ^ 


Neutral oxide ; neutral 
to litmus solution. 

No action on lime water. 
Forms sodium formate 
with caustic soda on 
heating and under 
pressure. 

Reducing agent—reduces. 
CuO, etc. at red heat : 
CuO+CO - Cu-l-CO,. 
An unsaturated com¬ 
pound gives addition 
product with Cl, : 

CO -h Cl, == COCl, 
Ammoniacal solution of 
cuprous chloride. 


The. Hydrocarbons.—Carbon forms a large number of compounds with 
hydrogen ; they are known as hydrcHcarbons or hydrides of carbon. Methane, 
CHi, ethane, CaH,, propane, CaH,, etc. are* examples of saturated hdro-carbojis in 
whidh the valencies of carbon atoms are fully satisfit^. Ethylene, CaH,, propylene, 
CgH,, and acetylene, C,H,, etc., are unsaturated hydrocarbons in which the valencies of 
carbon atoms are only partially, satisfied. Ethylene and propylene contain a double 
bond and acetylene a triple bond—double and triple bonds signify unsaturation. 
A peculiar prop^ty of a carbon atom is that it may be linked up to other carbon atoms 
by means of their valencies. Following structural forraube are instructive : 


H 

H-C-H 

I 

H 

Methane CH, 


H H 


H-C-C—H 

A 

Ethane C,H, 


‘ H H H 
H-C-C-C-H 

I I I 

H H H 
Propane C,H, 


H H 

H-G = L-H 


Ethylene C,Hj 


H H H 

I * 1 

H-C-C =C-H 

k 

Propylene CaH, 


H-CsC-H 


Acetylene C,H, 


Methane or marsh gas, GH4 

Boiling point—161,4*; m.p.—185.8"; Solubility, 5.56 volumes in 100 volumes 
of water at 0" ; 3.3 vpls. at 20®C. 

Occturreace.—Natural gas from petroleum wells contains more than 90 per. 
dmt .^ethane. The fire damp of coat mine also coi^tains this gas. Bacterial decay 
CiP vegetable matter (cellulose) at the bottom of marshy pools prdduces nlethane 
^ midhence the name vmsh gas —the gat escapes in bubbles when the mud is disturbed, 
omtains about 35% metl^e by voh;tiQe^ 
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MetIuuM wsKf bt syat th — toe d t {t} by striking an electric arc between carbon 
electrodes in 9 n atmosphere of hydrogen : G + 2H, £9 GHt, 

(it) by passing a mixture of carbon disulphide vapour and hydr<q^ sulphide 
over heated copper : CS, + 2H,S + 8 Cu = GH* + 4GuaS, 

(in) by passing a mixture of carbon monoxide and hydn^en over nickel at about 
300®C. ' GO + 3H, = GH* + H,0. 

Fairly pure methane is evolved by the action of water on aluminium carbide : 

AI 4 C 3 + I 2 HSO =4Al(OH)a+ 3 CH 4 . • 

fr 

Preparation. —(i) Methane is prepared in the laboratory by 
strongly heating in a hard glass test tube or copper flask anhydrous 
sodium acetate widi three times its weight of soda-lime. The methane 
is collected over water, in which it is practically insoluble : 


CHaCOONa -f NaOH = CH« + NaaCOa- 


The anhydrous sodium acetate is made by heating the crystalline 
Salt in a porcelain basin on a sand-bath until the v^ter is driven off 
and the salt fuses. It is then cooled in a desiccator, and powdered. 
The sodalime is a mixture of sodium hydroxide and calcium hydroxide 
—its use is preferred to caustic soda alone, since it»is less fusible than 
—ffaiifttf soda, and does not attack glass so readily. The sodalime 
is made by slaking quipk lime with a concentrated solution of caustic 
soda and drying. , 


Nearly pure methane is formed by heating sodium acetate with anhydrous barium 
hydroxide in place of sodalime. * 

^ 2CHjGOONa + Ba(OH), = 2 CH 4 + BaCO, + Na^GO,. 

Pttfificatiim. —^The gas prepared by this method is not pure and may contain 
as much as 8 % hydrogga and 10 % unsaturated hydrocarbons such as ethylene, 
etc. It is punned by passing in succession through ammoniacal cuprous chloride 
(to remove acetylene) and cone. H 1 SO 4 (to absorb ethylene and moisture), tmd 
then collected over mnreury.' Thus purified methane still contains hydrogen which 
may be removed as water by mixing the gas with cxceu oxygen and passing oyer 
palladium or platinum Mack at 100 °—the excess oxygen is then removed by alkaline 
pyrog^ailol. methane is finally dried by concentrated sulphuric acid. 

Pore methaae —^is prepared by (a) the action of wfter on zinc methyl, 
Zn{GH,), : 

Zn(GH,), + 2H,0 = Zn(OH), + 2GH4. 

(b) reducing methyl iodide by means of nascent hydrogeq, liberated by the 
action of zinc-copper couple, (or amalgamated aluminium) on methyl alcohol. 

GH,I (methyl-iodide) 2H = GH 4 -f HI * 

Zinc-copper couple is prepared by immersing granulated zinc in copper sulphate 
solution untU coat^ with a layer of copper. The couple is washed with water and 
th^n with dry methyl alcohol. 

The couple is taken in a flask and covered with methyl alcohol (50 c.c.) and 
a mixture of equal volumes of methyl iodide and methyl alcohol is slowly added 
from a tap^funncl (fig. 60), when methane is evolved. The gas is passed through 
a U-tube containing moist Zn-Gu couple to retain the accompanying methyl iodide 
which is very volatile, and thaa collected over water. The gas may be dried by 
cone. H 1 SO 4 and collided twor mercury. Ibe Zn-Gu couple may act as follows; 

GH,I + ZnCH 4 -h Zn((XiH,)l. 
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(c) Grignard Mac/{ori.->Methyl iodide ^ett widi in diy edier medium, 

forming hiethyi magnesium iodide, \vit£^ is decomposed by adding water, when 
pure metbane is formed. 

CH,I + Mg » GH.Mgl 
CH,MgI + H.OH =* C3H4 + Mg(OH)I. 

Properties. —(i) A colourless gas without smell or taste and 
about half as light as air, methane is non>poisonous and is slightly 
soluble in water, but is somewhat more soluble in alcohol. 
Rema^ble for its chemical inertness, the gas withstands the action 
of acids, alkalis and reducing agents. 

, Methane is not easily attacked by chemical reagents, and hence the name 'paraffin' 
(parum tffims : little affinity) for the group of hydrocarbons to which it belongs. 

^ii) Non-supporter of combustion, methane burns with a feebly 
luminous flame, yielding water vapour and carbon dioxide : 

CH* 4- 20* = COa + 2HaO. 

(iii) The gas forms an explosive mixture with air or oxygen the 
ignition of which causes explosion in coal mines. 

The use of naked lights in coal mines brings about the ignition of methane and 
air, resulting in disastrous explosions. 

This may be avoided by electric lighting in mines or by the use of DaofTsafely 
lamp in whim the flame is isolated from the surrounding atmosphere by copper gauze 
whic^ by its heat conducting capacity preypnts the flame ^m spreading to the 
surrounding air. • 

*(iv) Reaction vritli chlorine. —Chlorine has no action upon 
methane in the dark. A mixture of methane and chlorine ^xpl(^^ 
when ignited or exposed to bright ennlight, giving hydrogen^chloride 
and a black cloud of carbon. The reaction sho\^^ that methane 
contains carbon ; CH 4 4 - 2 Cla = U -f- 4 hci, but it the njuxture 
is exj^sed to ‘'ifllSEfased sunlight, chlorine dhp^ces hydrogen from 
methane, atom by atom,—the ultimate product being carbon tetra¬ 
chloride. This is a substitution reaction : 


CH 4 4- Cla = HCl 4- CHjiCl tmethyl chloride). 
CH 3 CI 4 ** Clj = HCWf pHaCla (methylene chloride). 
CHaCla 4- Cl* = HCl 4 -‘<!lHCl 3 (chloroform). 

CHCI 3 4" Cla =s= HCl 4- CCI 4 (carbon tetrachloride). 


Methane is a saturated hydrocarbon, since all the 4 yalenceis of carbon 
arc satisfied, and, therefore, docs not react with hydrogen. 

Methane also undergoes substitudon with bromine, but with iodine the reaction 
is reversible. Methane reacts explosively with flumine. 

CH 4 -h I, CH,I + HI; C3H* 4-4F, * OF* + 4HP. 


U«M of mctlmae t (i) As a source of hydrcMma. Methane is mixed with Steam 
and passed oyer nickel supported on alumina a| 725*’: GHt -h H 3 O « GO 4* 3Hii.k 
(ii) For makiiw carbon blaclfe—methane, is decomponed Into carbon and hy^roi^H 
at lOQ^C t CBt, G -I- 2H3. ■ 

. 4 ^^^f^bane is catalyticaily oxfdised to mediyt idetfliel ^^t^aadfocfiiiiil^ 
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Boiling point —103.7 ; m.p. —169.5". Solubility in water, 0.163 volume in 
1 vol. at 18 . 

The m was first discovered by Becher in 1669. It occurs in coal gas to the extent 
4—10% ny volume. 

Preparation. —Ethylene is prepared : (i) by dehydra^^; ethyl 
alcohol with concentrated H 2 SO 4 or phosphoric acid, or by passipg the 
alcohol vapour over heated aluxmna. Ethylene or olefiant gas as it is 
sometimes called, is prepared in the laboratory by ‘removing the 
elements of water’ from ethyl alcohol by sulphuric acid. A mixture..^ 
of about 30 c.c. of ethyl alcohol with 80 c.c. of concentrated sulphuric 
acid is taken in a flask fitted with a tap-funnel and a delivery tube. 
The flask (fig. 133) is gently heated to about 160*’ on a sand bath, and 
a mixture of^ equal volumes of alcohol and sulphuric acid is slowly 
added from the tap-funnel as the reaction proceeds. Some glass bends 
(or a little anhydrous aluminium sulphate) are placed in ^e flask to 
prevent frothing. The reaction takes place in two stages—ethyl 
hydrogen sulphate first formed decomposes into sulphuric acid and 
ethylene : (H iTji * 

— CaHjOH + HaS 04 = C 8 H 5 HSO 4 + HaO. 

CaHsHSO* = CaH4 + HaS 04 . 

The gas is washed with caustic potash solution to absorb carbon 
dioxide and sulphur dioxide (formed, by the partial* reduction qf 
sulphuric add), and then collected over water. It may be dried by 
calcium chloride. 

purer ethylene is obUuned by dehydrating ethyl alcohol with syrupy phosphoric 
acid at 230". 

PrepaMUloii''cf etltylcne diluromide.—^The ethylene gas as made above is 
washed with caustic soda 8olu|ion, and then passed into two wash-bottles containing 
10 and 2 c.c.*s bromine, covert with a layer of water, respectively. ^ The wash-bottles 
are well-cooled in water. Ethylene is gradually absorbed and bromine becomes 
paler in colour, and finally a colourless liquid, ethylene dibromide, C 4 H 4 Br|, is 
obteined. The liquid is purified by shaking with Na^COt solution in a seppating 
funnel. The lower, and' therelbre, the heavier ethylene dibromide layer is then 
separated, washed with water, and finally dried over calcium chlbridc and distilled. 
The distillate between 130-132" is ethylen^tlibromide. 

Pure ethylene is evolved : (i) by heating ethylene dibromide with zinc dust. 

Gtll4 Br^ ^ GgH4Br| j G|H4Brjj 4 * =< ZnBr^ 4* 

(ii) by heating ethyl iodide or ethyl bromide, GiH|Br, with an alcoholic sduticn 
of caustic potash. * 

a 

G,1I,Z (ethyl iodide) + KOH » CaH. + KI + H,0. 

Ethylase is technically obtained ; (i) by piujdng ethyl alcohol vapour over heated 
alumina or kaolin at about 350"G : CaHjOH =• C|H« -h KgO. 

(ii) by crackiim , propane qbtiuned &om natviral gas: 

Clf,-CH*-GH, —► CH, « CH, + CH| 

Cracked petrolemox is an important 8<mrce of ethylene. 

Prof^rtieg.—(i) Coloi^less^ swcet^mcUiug ji^, ethylefae Is not 
poi&onq^ knd has an«stl£W propertit^. Sparingly soluble in wa^a 
thegas4'asheavy'asahri'';';!>''' -v 
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(ii) Noi^-su^pc^r of combustion, ^ gas bums in air or oxygen— 
the flame in air is"* luminous and smoky, and in oxygen bri^t and 
smokeless. The gas forms as explosive mixture with air of* oxygen : 

CaH* + 30, = 2COa + 2HaO, 

(iii) Action of dilorsne. —A mixture of ethylene and chlorine 
burns with a red flame, forming fumes of HCl and clouds of carbon : 


' C,H4 + 2C1, = 2G + 4HC1. 

but when exposed to light at ordinary temperature, an oily liquid, 
ethylene dichloride, also called Dutdh liquid, is formed by direct 
addition*!: CjH, -f* Cl, = 0 , 11401 ,. 

' This reaction is typical of many reactions of the unscOuraUd hydrocarbon ethylene 
ieontaining a double borid between the carbon atoms) in which two monovalent atoms or 
groups are added to a molecule of ethylene, yielding a saturated additive compound. 
The reaction with chlorine may be formulated as r 


H,C 

II 

H,G 


+CI,—> 


H,C- 

XlgCi 


H,C-C1. 

H,i-ci. 


Ethylene differs from methane in being an unsaturat^ hydrocarbon ; it forms 
compounds by direct addition instead of by substitution, as in the case of methane. 


(iv) Additioi; reactions. —An unsaturatedr hydrocarbon ethylene 
readily forms addition compounds with : ___ 

(a) chlorine, bromine, hydrobromic acid and hydriodic acid. 

When ethylene is led into bromine (a i^d liquid), the latter decolorises forming 
a colourless liquid ethylene dibromide. 

‘ OH, OH, + Br, -> OHaBr—GH,Br (ethylene dibromide). 

OH, = OH, + HBr GH 3 ~CH,Br (ethyl bromide). 

The radical OH, — OH, — or CaH,— is known as ethyl. 

(b) hydrogen in presence of reduced nickel catalyst at 150®G : 

OH, = OH, + H, OH,. ~ OH, vcthanc). 

(c) hypochlorous acid, HOCl: 

Cfi, = GHa+HOGl->GHaOH—CHaOl (ethylene chlorohydrin). 

(d) concentrated sulphuric acid slowly in the cold but rapidly 
at 160*0; 


OH, == GHg+H.HSOa-^GH,—GHa.HSO, (ethyl hy^drogen sulphate) 

The ethyl h^rogen sulphate gives ethyl alcohol on boiling with water. 

V CH,.GH,.HS04 + H.OH - C,H,OH + HjSO, 

(e) Ozone, giving the unstable explosive substance ethyletlb ozonide which on 
hydrolysis yields formaldehyde, GH,0, and hydrogen peroxide. The reaction is 
useful in detecting double bond in ethylene. 


CH, 

II 

GH, 


+O 4 


CH,-0 

<} 

CH,-0 


+ H,0 


^►CH,0 +H,0, + C3H,0 


Kll,« 

■ ' C Hri i a n thm xcnctUma.— ^MQd oxidising ^ents, such as cold dSuhb tife^ine 
KJdkO, solution, oxidise ethylene to glycol. I ' • 

■.k' CH, « CH, + H,0 + O —> CH.OH^CI^OH (ethylene glycdl). 



—(i) BnAiitte i (it) Goncottrated sulphuric acid*<‘‘4\uiUBff HtSO« 
rapidly ^bsorbii ethideue; 

T«at for vBMtnsmtion. —^The presaace ^ unsaturation in a hydro^bott i^i 
readily detected by its decolorisation of bromine water or of cold dilute aUteline 
potassium permai^anate solution (Baeyer'a teat). 

Usee. —(i) In the preparation dT mustard gas, and in the artificial ripening* of 
fruits like apples, btmanas and oranges, and as an amcsthetic. 

(ii) In the preparation of ethylene dibromide for ‘ethyl petrol’ containing lead 
tetraethyl; in the manufacture of ethyl alcohol; in malung the synthetic ^tstim. 
polythene and teflon. 


Acetylene, H-G=G- H 

History, eU .—^Acetylene 
was discovered by Edmund 
Davy in 1836 but was 
carefully studied by Bertfaelot 
(185^ who synthesised the 
gas from its elements by 
striking ' an electric arc 
between two carbon elec¬ 
trodes in an atmosphere of 
hydrogen (fig. 134). It is 134, 

highly endothermic. 

2G + H, % C,H,-54,860 cals. 

It is found to the extent of 0.6 per cent in coal gas. It is formed when a Bunsen 
burner ‘strikes back*. • ^ 

Laboratory preparation. —^Acetylene is prepared in the 
laboratory, also commercially^ by the action of cold water upon 
calcium carbide. ^ 

GaG, (calcium carbide) -f- 211,0 = Ga(OH)a -f 

A small heap of calcium carbide is placed on a layer of sand 
covering the bottom of a conical flask. The air from the flask is first 
displaced by coal gas, and then water is allowed to drop slowly from 
a tap-funnel upon the calcium carbide. Acetylene is reaidly evolved, 
and is collected over water (fig. 60). 4Ca(0CI^Cl -4 1 * 1*3 - + 



The acetylene from commercial calcium carbide has an lyiple^ant smell due 
to presence of hydrogen sulphide and phosphine usually. The crude gas is purified 
by passing through : (a) acid copper sulpfiate solution which absorbs the Z^, 
and then (b) bleaching powder solution whereby the phosijliine is oridised and 
retained as phosphoric acid. , 

Pore steetylene is best obtained : (i) by passing the crude acetylene gas in 
cuprous chloride solution which absorbs acetyledh, giving » red 
precipitate of cuprous acetylide, Cu,G„ and then d^^compming the cuprous 
. acetylide by heating with stroi^ HGl or potassium cyanide solution. The gas may 
be (Wed over P,0, and collected over mercury. 

C,H, + 2GuGl =» Gu,G, (cuprous acetylide) -h 2HG1 
Cu,C, -h 2HG1 = 2Cua -h eja, 

■ Cu,C,-h 2KCN-I-2H,0 * 2CuCN-i-2KOH-I-G,H, 


by dropping ethjdene Inomide into boiling alcoholic potash, when pure 
- . «vwv«i* j^onobronwetfayleM or. vinyl brotmde. CH, ■■ GHBr, is formed 
ni intermediate stage. 


GHJBr-ca^Br f KOH —► GHj ^ CHBr -P KBr + H,0 
GH. « ^QH^GH 5 CH -4- KBr -t- K,0 
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F ra pci*t le »»~(i) A colourless gas with a iwes|:^|H^ snwli wh^ 
.pui^ (Uie unpl^isant smell of the ^ is due to the |n«!^ce of impipties 
such as phosphine), adetylme iswghtly lighter thin air, and sparingly 
soluble in water—the gas is soluble in its own vt^ume of watdr ana 
very soluble in acetone,^ 

(ii) Non-supporter of combustion, the gas burns witli a smoky 
flame, separating much carbon and yielding water and carbon dimdde : 

- • 2CaHa 4- 50, = 4COa -f 2H,0. 


A mixture of acetylene and air explodes with violence when ignited. On account 
of its highly «idothermic charcater, compressed acetylene is likely to detonate, and 
therefore the gas is stored in solution (under pressure) m acetone absorbed in a porous 
material—acetone dissolves 300 vols. of the gas imder 12 atmospheres. 

(iii) Action of chlorine. —^Acetylene explodes violently if mixed 
with chlorine, depositing soot: C^H, + Cl, =20+ 2HC1. 

When small pieces of calcium carbide are dropped into a saturated solution of 
chlorine in a jar, there appear flashes of light with simultaneous separation of 
soot. 


But by the regulated action of chlorine on acetylene in presence 
of a mixture of sulphur chloride and reduced iron, acetylene dichloride, 
CHGl = GHCl, and acetylene tetrachloride (westron), GHGI 2 .CHGI,, 
arc produced—they are used as solvents. 

C,Ha + Cl, = G,H,C1, ; C,H, + 2C1, = GjHaCl,. 

The acetyleneo tetrachloride gives trichloroethylene, CHGl =» CCl,, {westrosoi) 
on heating with lime. 

2GHC1,>-CHG1, + CaO —jjGHCl == GCl, + CaQ, + H,0. 

This reaction is typical of many reactions of the doubly-unsaturated compound 
acetylene (containing a triple bond between the carbon atoms) in which 4 univalent 
atoms or groups are added to a molecule of acetylene to yield an additive compound. 
The action with chlorine may be represented as : 



+ Cl,= 


GHGl 

II 

CHGl 


CHGl GHO,. 

il +C1, i 
GHCl CHQ,. 


(iv) Addition reactions. —Acetylene combines additively with : 

(a) halogens,* halogen hydracids, and strong sulphuric acid, etc. 
GH s CH + 2Br, CHBra-CHBr,. 

GH s GH + HBr CH, = CHBr (vinyl bromide). 

GH, = CHBr + HBr -► CH,—CHBr, (ethylidoae bromide) 

(b) hydrogen in contact with platinum black or Bnely divided 
nickel to ethylene add then ethane, 


CH s CH + H, CH, = CH, (ethylene) 

CH, = CH, + H, CHa-GH, (ethane). 

Bthylene is made technically by partial hydrogenation of acetylene in presence 
of palladium at 270*'G. 

^ Acetylene is converted by hydration into acetaldehyde < by 
piasstpg into a hot dilute sulphuric acid at confining ^cFCtiiic 
svdt^to which acts ax a catalyst: \ 

CH s CH + H,d CHa-CHO . 
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Tbe aoetaldif^i^rde k eouWted to tiMdeohd GR«GHtOH ^ reducdoa-liy 
liydroifen in proettce of ntdsel at 100—l^C and to oeetkeeidt CHiCOOHi 
oxklatioin by air in presence of maiysanous'acetate. These reactions are im{k»tant 
technically. 

CH,-CHO+H, «« CH,C3H,OH j CH,-CHO +,0 «.CH,~COOH 

(v) Acetylides.—^Acetylene readily gives a red precipitate of 
cuprous ace^lide with ammoniacal cuprous chloride sofuti<^ and a 
white precipitate of silver acetylide with ammoniacal silver nitrate 
solution. These reactions provide a sensitive test for acetylene. 

C,H,+2Cua « CaCua4-2Ha ; CaH>+ 2 AgN 03 « CaAga+2HNOa 

Sodium acetylides CUHNa and CiNa, are formed by passing acetylene over heated 
sodium or a solution of sodium in‘liquid ammonia. S^ium acetylides are used to 
prepare alkyl derivatives of acetylene.^ Thus, sodium acetylide reacts with metiiyl 
iodide, CH|I, in liquid ammonia solution to give methyl acetylene CH 3 .G m CH. 

2CH Bi£!H A. 2Na 2CH s C.Na 
CH s CNa + ICH, —► CH « C.CH, + Nal. ' • 

(vi) When heated to dull redness, acetylene unde^oes polymerisation, 
yiel^r^ benzene : SCgHa = C 3 H 3 . 

■" Acetylene is a highly unsaturated comjpound and is also very unstable. The; 
greatCT unstability and higher reactivity of acetylene compared to ethylene (which' 
contains a doiAle bond) is due to the psesence of a triple bond in the molecule. 

Abforbeat. —Ammoniacal cuprous chloride, bromine, fuming sulphuric a<^< 
and acetone are used as absorbent for acetylene. 

Usca.— (a) As im illuminant, and for generating oaty-acetylene flame for wcldinir 
and cut^g steel ; (ii) For the manufacture of acetaldehyde, ethyl alcohol and acetic 
add ; (iii) In making synthetic rubber and plastics, (ivl X^orinated i|cetylene, 
such as westron, CaHiCh, and westrosel, CgHClg, are non>mflaitimable liqu'^ and 
are used as solvents for &ts, oils and resins. ' ' > 

, *Gyaiiogeii, (GN)t> h evolved by heating mercuric cyanide to dull redness in 
a hard glass tube. The gas may be collects over m-rcury. 

Cyanogen is a highly poisonous, colourless gas, soluble in water. With water-- 
. it forms hydrocyanic and cyanic add (cf. chlorine). 

Hg{CN), » Hg + (GN), ; (GN^ + H,0 .== HGN + HGNO. 

It is absorbed by alkali, forming cyanide and cyankte. 

(GN), + 2NaOH « NaGN + NaGNO + H,CX 

*liydxocysiiiic add, HGN, is prepared by distilling potassittm cyanide with 
>. a mixture d equal volume of sulphuric acid and water—the vapour of HC^ is evdv^. 
This is dried by caldum chloride mid liquefied in a tube cdblcd in freezing mixture; 

KGN + I^SO, - KHSO, + HGN , 

Anhydrous hydrocyanic add is a colourless gas, b.p. 25.65^ It burns wiUi a 
purple name in air : 

4HGN + 50, » 2HaO + 2N, + 4CO,. 

It is a doagenmpo^ (0.D6 —0.07 g. is fatall. Ills a very weak add, weaker than 
' even the carbonic add. It is used in fumigation for kiUmg insects. 

A solution of HiCK k obtained by distilling potassium fiurocyanide with 
sulphuric acid (1 t 2|.%A hi^ly diluted solutkm .k iised as a remedy for Ischial 
^ catmriu D&ated ki 2.3 p.& HC!N it k caUed' 

22 
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Sqpamtioa ci €jH0 GsI|| aad GA 

Hie gas mixture is passcxl through ammonical cuprous chloride sdKitim wfaoii 
CSaH| alone is absorbed, forming red precipitate of CujCt. 


Red precipitate of GuiGa is boiled with The mixture of residual gases GH^ 
KGN solution—pure C,H| is given off. and GtH« is passed throu^ fuming 

HaS 04 , when C 1 H 4 alone is absorbed 
forming ethyl hydrogen sul]g|lmte. 


The liquid containing ethyl The imabsm-bed gas 

hydroj^ sulphate gives off is GH 4 . 

on beating. 

Hie composition of gaseous hydrocarbons. —^The composition 
of gaseous hydrocarbons such as methane, ethylene, and acetylene, 
etc., is found by explosion with an excess of oxygen in a eudiometer, 
A certain volume of a pure hydrocarbon is collected over mercury in 
the closed limb of a U>shaped eudiometer—the level of mercuiy is 
then brought to the same height in both limbs and the volume read * 
off. A measured excess of oxygen is then introduced into the closed 
limb and the volume of the mixture is then read after levelling the 
mercury. The open limb is then closed with the thumb and an 
electric spark is sent through the gas mixture—^water and carbon 
<Hoxide are formed on explosion. The water condenses to liquid on 
cooling, occupying negligible volume. The eudiometer is cooled after 
sparki^, the levd of mercury is agmn adjusted, and the volume of 
carbon thoxide formed and the excess of oxygen left unused is noted^ 
ihen ciw(^ ocewrs a contraction on exphsion. 

A piece of solid caustic potarii is then introduced into the clos«l 
limb when the carbon dioxide is absorbed. The volume of the residual 
gas which is the unused oxygen is finally noted. 

Let the volume of hydrocarbon » m c.c. 


volume of oxygen 
volume after sparking 
volume after KOH absorption 

voliune of GO* formed « 

and volume of used up 
Now, vol. of Ot used up in oxidising the carbon 


n C.C. 

=>* p C.C. 

|s> q C.C. 

=» (p-q) C.C. ■» X fcc. 
(n-q) C.C. **» C.C. 
vol. of GO, formed ■■ x c.c. 


vol. of O, used up in the combustion of hydrogen a- iy—x) C.C., which 
eemresponds to a volume of 2 O'—x) c.c. of hydrogen in the free state. 

The results actually observed are shown in a table :* 


Gas 

Vol. taken 
in c.c. 

Vol. of CO, 
formed in 

C.C. 

Vol. of 0, 
lued up in 
C.C. 

Vol. of 0 , 
combining 
with H, 
in c.c. 

1 

Vol. of H, 
incc. 

Metluuie 

m 

m 

2 m 

m 

2 m . 

Ethylene 

m 

2 m 

3 m 

m 

2 m 

Acetylene 

m 

2 m 

2.5 m 

0.5 m 

m 
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Hm fntimda dM h y dr ocariKWf^Ttie results of escplosicm show that t 
^(«) 1 C.C. of methane gives 1 c.c, of GOg and contains equivalent to 2 C.& 
in the fim state. 

1 mole of methane gives 1 mole of GOa and contains 2 moles of hydrogen. 

By Attogadn's hyptm$sis>^ 

far 1 mole of methane contains 1 atom of carbon and 4 atoms of hydrc^^m. 
since 1 mole of COa contiuns 1 atom of carbon and hydrogen is diatomic. 

the formula of methane is GHa. which is confirmed by its vapour density 
of 8. » 

{ft) 1 c?c. of ethylene gives 2 c.c. of GOa. and contains Ht equivalent to 2 c.c. 
in tne firee state. 

4 mole of ethylene gives 2 moles of COt and contains 2 moles, of hydrogen-, 
or 1 mole of ethylene contains 2 atoms of carbon and 4 atoms of hydrogm, since 
1 mole of CO, contains 1 atom of carbon and hydrogen is diatomic. 

fwmula of ethylene is GaH,, which is confirmed by its vapour density 

of 14. 

(c) 1 c.c. of acetylene gives 2 c.c. of CO, and contains H, equivalent to 1 c.& 
in the free state. 

1 mole of acetylene gives 2 moles of GO, and contains 1 mole of hydrogen, 
since* 1 mole of COa conteins 1 atom of carbon and hydrogen is diatomic. 

^ .*. formula of acetylene is C,H,, which is confirmed by its vapour density of 13. 

FoeL—fuel is a combustible substance which evolv» heat on ighition widi 
(he ojtygen of the air. It- may be solid, liquid, or gaseous, and always contains carbon 
and usu^y hydrogen also. The chief raw fuel are coal and mineral oil (petroleum). 

may W used directly as a fuel, or it may be converted into : (a) coal gjis ftvd 
mke by dry distillation, or (b) gaseous fuels such as producer gas, etc., or (c) liquid 
fuels by hydrogenation. 

The destructive Mistillation of coal is known as carbonlsatlim of coal. Coat 
may* be carbonised at high (about 1000—1200°) or low temperature (about €0(^ 
650°C). In either case the main products are real gar, coal tar and coke, but the products 
of the two processes differ in quality. 

‘ Coal gas of the low tempmture process has higher calorific value. Low 

telperature tar yields, motor spirit and fuel oils on distillation, whil^ that of the 
er piocess contmni benaene, toltme, naphthalene, carbolic acid etc. Low 
temperature coke is soft; it burns without smoke but more freely than die high 
temperature coke. The high tempwature coke, on the other hand, is hard and is 
suitable in metallurgy ; it bums with smoke. 

The calonfie value of a fuel is measured by the number of British thermal units 
(B. 111. U.) evolved by the complete combustion of 1 lb. of a solid or 1 cu< ft. of a 
gaseous fud. The calorific value of bituminous coal is about 14,950 B. Th. U. per lb. 
and that of coal gas is about 560 B. Th. U. per cu. ft. of the gas. I B. Th. U. is 
the amount of heat required to raise the temperature of I lb. of water through 
l°F. 

Ckial gas.—dCoal gas is the gaseous product, maiidy a mixture of 
combustible g^es, pr^uced by the carbonisation (destructive or dry 
distillation) of coal. Its approximate average composition in 
percentage by volume is : 


(i) Mn-UUmwating but heat-producing 

^ lUumhants {unsaturated hydrocarbons) 
Diluents (inerts) 

Jnfuniies 


: hydrogen ... 45—^58 

methane ... 30—^50 

carbon monoxide . S>~10 

: ethylene, acetylene and 
benzene ... 2.5—5 

; Nitrogen ^ ... . 2—10 

Carbon dioxide ... ■ 0—2- 

Oxygen ... 0—1 

: hydrogen sulphide, et^ . ' 
if any, 



CARBON 


341 


Besides the coal gas, other products (i.e. by-products) of distUlRdoa 
of coal are tar, ammoniaqal liqucMr, coke and gas carbon. 

Goal gas was first obtained by Rev. John Clayton in 1688 by the destructive 
distillation of <»al but it was first introduced as an iUuminant by WUUam 
Murdock in 1792. 

In. gasrworks practice only bituminous coal is carbonisetL 
Powder^ bituniinous coal is distilled in a row of horizontal fiio 
clay retorts, externally heated by the combustion of profluccr gas 
in a furnace (fig. 135)—^the temperature being lOOCr to’1200®C. 
The volatile products given off arc led by vertical iron ascension 
pipes finom the retorts into a long horizontal tube, called hydraulic 


Weahar 


Kydrauttc 
Main /fit 



Balort 


Fig. 135 

main, which acts as a water-seal, preventing any gas escaping when 
the retort doors are opened for recharging. In the hydraulic main 
partial separation into crude gas, tar and ammoniacal liquor occurs. 
Much tar and ammoniacal liquor separate and is deposited in the 
Jiydraulic main where the temperature is about 60** only. The gas 
leaving the main contains traces of H^S, NH„ HCN, and CS* as 
impurities. The gas next passes through : 

(i) a series of air or water-cooled iron pipes, called condensers, 

where it is cooled to atmospheric temperature and hence more tar 
.and ammoniacal liquor separate and collect in the tar well in two 
layers—the top layer being ammonical liquor and the bottom layer 
tar: , 

(ii) a rotary suction pump {exhauster) which drives the gas forward 

through the subsequent purifiers into the gas holHer. From the 
exhauster the gas passes to : • 

(iii) a tar separtUor in which any accompanying tar separates 
and deposits as droplets. The gas then passes though : 

(iv) an iron tower (called a scrubber) which is packed with cok& 
and down which a stream of water trickles—^all traces of tar and 
ammonia arc washed away with water in the scrubber. The scrubbed 
j^'Btill contains H^S and CS^ as impurities, and passes to : 

^ (v) the purifier which arc iron boxes containing hydrated ferric 
oxide spread on shelves. Ferric oxide reacts with the hydrc^;en 
«alphide, forming ferric sulphide: 

2Fe|||lH), + 3]^ » Fe^ q- 6H«0. 
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The (»cide is revived by exposure to moist air, whem £s 

separated and hydrated ferric oxide is regenerated, to be usm over 
again ; 2Pc,S, -f 6HaO + 30, « 4Fc(OH), + 6S* ’ . 

When the iron omde contains about 50% free sulphur, it is used 
as a source for sulphur for making sulphuric acid, and is then known 
as spent oxide of iron. Purification of coal gas thus offers'a me&od 
of recovery of sulphur from coal. 

Carbon disulphide, CS,, is then removed by passing the gas over 
heated luckel at 430® when it is converted into hydrogen sulphide 
which is removed as usual by moist ferric oxide : 

CS, + 2H, =: G -f 2HaS. 

Sometimes H,S is absorbed by slaked lime, when carbon disulphide is also- 
simultaneously removed as calcium thiocarbonate. 

Ca(OH),+2H,S = Ca(SH), + 2H,0 ; Ga(SH),+CS, = CaGS,+H,S. 

The hydrogen sulphide liberated is absorbed in a second lime purifier. 

The sulphur content of coal gas is carefully regulated—the purified gas must 
< 2 ontain less than 1 part of H^S in 10 millions. 

Hydrocyanic acid HGN is removed either as ferrocyanide by passing the gas through 
a purifier containing an .alkali and ferrous sulphate : 

FeSO, + 6 HGN + 6 NaOH = Na 4 Fe(GN), + Na^SO* + 6H,0, 
or as ammtniunt tlw^yaneU by passing the gas through ammoniacal liquor containing 
ammonia, ammonium sulphide, and sulphur in suspension. 

(NH4),S, + NH*OH + HGN = (NB4)sS + NH4GNS + H4O. 

Tbe purified gas is finally stored in gas-holder, which are iron 
tanks floating on iron or masonry trough, containing water, by the 
aid of weights suspended by pulle^. 

The weight of coal gas obtained is about 17% of the weip[ht of coal carbonised, 
i.e., about 380 lbs. per ton of coal. The tar, ammoniacal liquors and coke form 
5%» 8 % and 70% respectively, of the weight of coal. 

Goal gas bums with a smoky flame, forming GO, and H 4 O. It is a colourless 
gas with a peculiar smell and possesses reducing properties. Its calorific value is 
about 560 B. Th. U. per cubic foot. 

Goal gas finds extensive use as an illuminant in cities and towns—Welsbach 
mantle wmch contains dioria and 1 or 2 per cent ceria, is heated to incandescence 
in gas Ught. It is also used as a fuel. Electricity is gradually becoming serious 
rival to coal gas, sinc£ the use of the former ensures better control of temperature 
and cleaner operation. Goal gas, however, maintains its position because of its 
important by-prt^ucts. Goal gas abo finds use in metallurgy. 

Carbonisation is^iow generally carried out in vertical retorts which admit of 
a continuous operation—c^ is fed continuously to the top and the coke continuously 
drawn from me bottom of the retort. Goal is often carbonised in roke-ovens, 
particularly when haid coke for metallurgy is required. Goke oven gas is more or 
le$$ similar to coal gas in *Composition. 

By-products of the coal gas industry. —(i) Goal tar : On 

fractional distillation it gives benzene, toluene, naphthalene, carbolic 
acid, creosote oil, etc. which are the starting materials for obtaining 
numerous dyes, drugs, perfomes and explosives. The coal tar pitch 
is used for road making. Coal tar directly or the creosote oil is used 
fax prwrvii^ timber, water-proofing gunny bags, etc. 

(iij ^Uungoniacal liquor : On boiling with milk of lime it yidids- 
which is usually fixed by sulphuric acid as ammoniwn smphed^ 
as a fertiliser. 
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(iii) Coke : Thk is a residue left in th^ retort aSter the distiltatioa 
of coal and is extensively used as a domestic fuel and in metalliugy. 


(iv) Gaa cartioti : It is obtained as a hard dense deposit uiSide t^ 
retort due to the thermal decomposition of gaseous h^rocarbons in 
contact with the hot walls of the retort. A good conductor of heat 
and electricity, it is used in making electrodes. 

(v) Spent iron oxide : It contains sulphur and cyano^n 
compounds and is used for the preparation of potassium fertocyanidc 
and for the recovery of sulphur. Gas lime (or spent lime) from 
the purifier is used as a manure. 

Crude benzene is nowadays extracted from coal gas by washing with a suitable 
oil, and is recovered ; the naphthalene vapour present in the coal gas (which tends 
to deposit as a solid in the pipes) is also taken out by this process. 


Faels produced by the gaaificatloa of colie.— (a) Producer no 

air gas), is obtained by passing a limited supply of air through a bed of 
(temperature 1000‘’C) coke—the reaction is emthemie. 

The gas is made in closed cylindrical steel furnaces 
lined with fire*bricks, called producers (fig. 136) 
in which a large mass of hot coke rests on a grating 
G, through which the air is admitted. The coke is 
stoked through P, and E is the exit for the producer 
gas. The reactions in the formation of producer 
gas are : 

2G + O, = 2CO + 58,000 cals. (i) 

C + 0, = CO,+ 97,000 cals.* (ii) 

CO, + G ^ 2CO-39,000 cals. (iii) 

Any CO, formed is reduced to CO by the heated 
coke ; the reduction is endothermic and hence the 
temperature of the bed of coke is kept high at about 
1000°C. The ratio of GO/CO, increase with increase 
in temperature. The producer gas is mainly CO 
and N, ; its average composition in percentage 
is ; H, 10, CH, 2, CO 20, CO, 4, N, 64. 


died 

e-hot 



Fig. 139 


Its calorific value is about 150 B. Th. U. per cu. ft. It is used as a fuel in heatin|[f>‘ 
coal-gas retorts and in furnaces and gas engines. 

(b) Water gas is obtained by blowing steam throug(h a bed of white-het 
(temperature 1000°C) coke—it is chiefly a mixture of equal volumes carbon 
monoxide and hydrogen. The reaction is highly endothermic. Reactions are : 

C + H,0 ^ CO + H, — 39,000 tals. (bright red heat) (i) 

C + 2H,0 CO, + 2H, -29,000 cals, (dull red heat) (ii) 

CO, + H, CO + H,0 -10,000 caU. , (Ui) 

The GO, is converted into CO at high temperatures by the water gas reaction— 
the proportion of GO increases with temperature : * 


Temp. “G 

% steam decomposed 

H, 

CO 

CO, 

840 

41 

61.9 

15.1 

22.9 

1010 

94 

48.8 

49.7 

1.5 

1125 

99.4 

50.9 

48.5 

0.6 . 


Steam is blown through a bed of incandescent coke in a producer but as the water 
reaction absorbs heat and the coke-bed gradually cools, the proportion of CO, 
in the gas goes on increasing. The supply of steam is, dierrfore, cut off after a time 
(B minutes), and air is blown in through the coke for a short period (2 minutes) until 
the necessary high temperature tp b^m the endotkemde under gas reaction is rqpuned, 
jthe air gas formra being turned to waste. So the blowing of steam and air alternates, 
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.The w^ter gas invariably contains some earlxm dioxide. Its average composiUon is : 
CH, 1, CO 42, CO, 3, N, 6. 

Its calorific value is about 300 B. Th. U. per cu. it. It is added to coal gas to 
mke town gas, and is also used as a source for hydrogen, and as a reducing Ment 
in metallurgy. Water gas is also called blut water gas, as it bums with a pme blue 
flame. 

(r) Semi-water gas is obtained by passing a mixture of air and steam 
continuously through a bed of red-hot coke—the amount of steam mixed with air 
b so suljusfbd that the endothermic water gas reaction is just balanced by the exothermic 
producer gas ration, and hence the temperature of the coke is kept constant. The 
' semi-Water gas is usually known as producer gas. Its average composition in percentage 
by volume is : 

H, 12, CH* 3, GO 30, CO, 2, N, 53. 

Its calorific value is about 180 B. Th. U. per cu. ft. It is used as a fuel and as 
' a source for nitrogen and hydrogen for the manufacture of synthetic ammonia. 

Mond gsw is made with a mixture of air and a large excess of steam which keep 
the temperature low (fiSO”) and allows the recovery of nitrogen of coal as 
ammonia. 

C 

Caxlraretted water gaa.— -Water gas alone bums with a blue non-luminous 
flame but may be used^as an illuminant with Welsbach mantle. It can be used 
as an illuminant by carbwretting it, i.e., mixing with hydrocarbons, partly unsaturated, 
^hich bum with a luminous flame. . 

In making carburetted water gas two towers packed with chequer-brick, called 
earbureltor and superheater, are placed after the water gas generator. During the 
*blow’ period (2 mhmtes) air is blown through hot bed of coke in the generator, 
whidi is thereby heated to incandescence, and the producer gas formed is mixed with 
air and burnt in the carburettor and the superheater to heat the chequer-brida. 
During the ‘make* period (4 minutes) steam is blown through the heated coke, and 
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Fig. 137 


the water gas is passed through the hot carburettor down which is injected a spray 
of mineral oil which vaporises. The mixture of water gas and oil vapour then paues 
through the red-hot bricks in the superheater, where the oil vapour is cracked, i.e., 
decomposed into gaseous hydrocarbons rich in ethylene. The gas is freed from tar 
and then sent through a piirifier in which H,S is removed by hydrated ferric mdde, 
and finally stored in gas holders (fig. 137). 

OO.Gas. —^The oil gas is commonly used in many chemical laboratories in India. 
' It m usually prepared by cracldng kerosene oil—a thin continous stream cdi the oil 
: is allowed to flow into a cast-iron retort (fig. 138) heated to redness by boal-fire. 
Tbe hydrocarbons, of which the oil is z^e, crack, i.e., decompose into simpler 
m^ane, ethane» ethylem^ etc. .The gu is first passed through 
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scrubbittg box in which the tarry matter is deposited^ and then collected over water 
in gas holders. 



Fig. 138 


Fig. 139 


Calctom carbide, CaCg, is manufactured by heating a mixture of 
3 parts of quick lime and 2 parts of coke at a temperature of about 
2500—3000°G in an electric furnace. Lime 
must not contain magnesium oxide. The 
coke is the hard coke, free from dust and 
of low ash content. A carbide furnace is a 
steel box divided into compartments lined 
with firebrick and then an inner lining of 
gas carbon—a graphite block being stamped 
in the base to form an electrode. The other 
electrode consists of a bundle of carbon 
rods which is lowered into the furnace 
(fig. 139}. The furnace is partly an arc and 
partly a resistance furnace. The reaction is 
GaO-}-3C = GaG*+CO. Molten carbide is 
drawn oif, solidified and crushed to pieces. 

Hard, dark grey solid, it reacts with cold water, 
yielding acetylene : 

CaC, + 2HOH « C,H, + Ca(OH),. 

At about 1 lOO” it absorbs nitrogra yielding a 
mixture of calcium cyanamide and graphite. It 
Is used as a fertilber under the name nitrolim. 

CaC, + N, = NaCaN + C. 

Carbon disulphide, GSg, is obtained by the action of sulphur 
vapour upon white-hot coke in a furnace (fig. 14P) fitted at the base 
with carbon electrodes to set up an electric arc. Sulphur is run under 
the electrodes and coke introduced above the electrodes. At the 
temperature of the arc sulphur volatalises and reacts with carbon, 

‘ yielding carbon disulphide which passes through a column of charcoal 
to remove any unchanged sulphur vapour. The carbon disulphide 
vapour condenses to a colourless liquid of b.p. 46*’G. It is highly 
Innammable and poisonous. It dissolves sulphur, phosphorus and 
iodine. It burns in air or nitric oxide : 

2C!S,+50, .-2CO+4SO»; ?CIS,+10NQ 2GQ +4SO|+5N*. 
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Garbcm (Ksulph'de wed to make viacose rayon (ar^cal silk) ^ and in the 
vulcanisation of rubber. Sodium xanthate, made by heating GSg with alcoholic 
caustic soda, is used for ore floatation. 

It reacts with chlorine, yielding carbon tetrachloride—a reaction of commercial 
importance : CSj + 3G| s CGI 4 4- S|C1|. A non*inflanunable Htquid, carbon 
tetrachloride is usra as a solvent, and as a fire extinguisher under the name Mrau* 
It shouldt however, not be sprofed on sodium fire, as it reacts explosively with hot sodium. 

Gomimstion.—Substances such as coal, oil, etc., bum in air or 
oxygin with evolution of much heat and light—the bur^g of a 
suMtance in air or oxygen is ordinarily called combustion. The 
process is one of oxidation, since burning involves combination with 
oxygen. But in a more general sense : 

Combustion means any chemical reaction attended with evolution of heat 
and light. 

Substances like arsenic, antimony, phosphorus, cjtc-, for ocample, 
catch fire with flashes of light in chlorine ; this is as go(^ an instate 
of combustion as of coal gas or hydrogen burning in air; Combusdon 
may, therefore, take place even in absence of oxygeR. Now, since 
oxidation involves combination with any electro-negative element such 
as oxygen, chloiihe, etc. combustion is a phenomenon of oxidation in a 
general sense. , 

Slow c ombu s ti on. —Many substances, such as moist iron, undergo slow 
oxidation, when exposed to air, without ^tchin^ fire, since the^ heat produced 
dissipates too rapidly to raise the mass to the ignition point—moist iron is converted 
iato rust by what is called the process of slow combustion. Respiration is but slow 
combustion. 

. Eaalooioa. —^Explosion is an extremely rapid combustion, heat, light and ^so 
sound following in its wake. The rate of the chemical reaction is very fast in explosion. 
The velocity of a chemical reaction is slower at lower temperatures, and consequently 
if the heat of cpmbusion is rapidly lost by radiation or conduction, the inflammable 
mixture does not get sufficiently heated to burn fast enough to cause explosion. But 
if the temperature of the inflammable mixture is gradually raised, a tcmi^rature, 
known as the ignition temperature, is finally reached when the rate of the reaction is so 
fast that the heat liberated by the reaction exceeds the heat lost to such as extent 
that an instantaneous combustion or what is called explosion occurs. 

Snrfiaoe combusdoii—^When a combustible mixture such as coal gas and air 
is injected through the pores of granular firebricks placed near or around the objects 
to be heated, the brick gets intensely hfated and a huge quanity of heat is concentrated 
at its surface, which radiates the heat to the object. This phenomenon of flametess 
surface combustion is of pracdcal consequence as the transmission of heat to the object 
is extremely rapid. 

IncsuidiMctnce.—^Incandescence is a phenomenon which is attended with th«~ 
emission of light, usually observed at high temperatures. It may or may not be 
accompanied by combustion. The incandescent light obtained by the combustion 
of magnesium involves a chemical reaction, viz., 2Mg + O. = 2MgO, whereas the 
limelight, i.e., the white incandescent light emitted from the surface of lime when 
the oxy>hydrogen or oxy-acetylene flame is impinged on it, is not attended with 
coinbustion, i.e., without any chemical change. The gas mantle is sim{dy heated 
to incandescence to emit Hg^t. 

The phlogiston theory of combustion (page 6 ) was discarded as a result of the 
classical researches of Lavoisier. 

Reciprocal combusdoii* —In coinbustion coal gas, hydrog^ 
tc.^ibum in an atmosphere of mr->>coal gas, hydrogen, etc., are said 
embustible and die envelope i^'air supporter ^ combtatum. But 
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the ocunbustion would also take place equall^well if tte coal, gas 
<x hydrogen be the enveloping medium, since it is the chemical reaction 
between coal or hydrogen and air that is taking place. The 
functions of the sul>stances that are combustible and supporter of 
combustion are, therefore, interchangeable, and the terms combustible 
and supporter of combustion are mlative and are determined by 
experimental conditions. 

Experi m —t.—A glass chimney (fig. 141) is fitted 
ivith a cork at the bottom through which pass two 
tubes, and covered with an asbestos sheet with a hole 
in its centre. The chimney is filled with coal gas which 
is passed through the shorter of the tubes. Goal 
gas, escaping at the top of the chimney, is ignited 
when a gas-flame in an envelope of air is produced. 

Air is passed through the longer tube and ignited 
by pushing the tube up to the burning coal gas and 
is then pushed down to the middle of the ^imney 
when an air flame in an envelope of coal gas is obtained. 

Hence the terms *combusHble' and *supporUr of 
tombustion* are relative. It is known as reciproeal 
eombustion. , 

The experiment may be carried out with any 
pair of gases which show the phenomenon of com¬ 
bustion, e.g., hydrogen and oxygen ; methane and Fig. 141 

oxygen. 

Ignition point. —For every combustible substance there is a 
temperature which must be reached before it takes fire in ^—^thia 
temperature is known as the ignition point. A substance, such as 
phosphorus, whose ignition point is below the atmospheric temperature 
spontaneously catches fire in air. Phosphorus dihydride, PsH 4 , is also 
spontaneously inflammable. 

During his investigations on the causes and prevention of explosions in coal mines, 
occasioned by the ignition of mixtures of methane and air damp) when naked 
flames were used, Davy in 1815 carried out the following experiments on the ignition 
of combustible gases ; 

When a wire gauze of fine mesh is pressed over a Bunsen flame, the flame does 
not pa«« through the gauze, owing to the cooling effect produced by the conduction 

heat by the metal ; but on holding the gauze for some time, .the temperature of 
the metal reaches the ignition point, when thef^ ignites and bums above the gauze. 

Similarly, when a whre gauze is held over an unlighted gas burner, the passing 

through may be ignited above the gauze, but the flame 
does not pass through and ignite the gas below the 
gauze. 

The ignition point of methane was fiAind to be high, 
so that it was not kindled by red-hot metal. 

These experiments led Davy to the invention of 
safety lamp bearing his name. It is essentially an oil lamp 
(^. 142) enclo^ in a cylinder of fine wire gauze. 
When such a lamp is taken in coal mines where the fire 
damp exists, the latter passes into the lamp inside the 
gauze and burns there. But the flame is not propagated 
to the gas outside, since the heat is ratfldly conducted 
away by the metal gatizc. Hence the inflammable 
atmosphere outside^never reaches the ignition point. 

flash point o£ a liouid fuel, such as kerosene oil, 
is the temperature at whicn it gives out a vapour whidi 
Fig. 142 is ignited ^ a flame. 
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Fbme.-— When a^mbustible gas or vapour bums, the hot growing 
atmosphere immediately above it may be docribed as the flame. It 
may be defined as a KPne in which chemical reaction between gases takes 
place with evolution of heat and light. Much energy is liberated, in 
chemical reactions producing a flame, and the emission of light is 
caused by the chemical reactions. 

The flame may either be luminous or non-luminous. Ethylene, 
acetylene, coal gas and candle flames are all luminous. The alcohol 
and the Bunsen flames are non-luminous. Hydrogen burns with a 
pale blue but hardly visible flame. 

Chtnulwmuscence may be regarded as a cold flame, i.e., light without heat. 
Phosphorescence, i.e., tne glow of phosphorus in the dark is a famUiar exami>le. 
When ether is topped on a hot iron plate so that it is not kindled, a greenish 
phosphorescent flame is noticed in the dark. 

Combustible liquids such as paraffin, and solids such as wax, sulphur and 
phosphorus, can bum with a flame only when they are first converted into their 
vapours. An incandescent mass of coke, on the other hand, burns without a flame. 

The stractnre of flame. —^The structure of flame depends upon 
the nature of the gas. A hydrogen or carbon monoxide flame burning in 
air or oxygen, cdhsists of two zones, an inner cone of unburnt gas and 
an outer cone where the combustion takes place. • 

4 

2H, -f O* = 2HjO ; 2CO + O, = 2GO,. 

The ammotuu flame in oxygen has three cones, an inner one of unbumt gas 
surrounded by a yellow cone where decomposition of ammonia takes place, 
2NHt ^ N| + 3H„ and an outer pale greenish yellow cone in which hydrogen 
bums. The structure of a flame of hydrogen sulphide or carbon disulphide vapour In 
air or oxygen is similar. 

Candle flame. —A candle flame (fig. 143) consist of four zones— 

(a) The dark inner cone of onbornt gas or vapour of wax ; tfas 
is the zone of no combustion. 

A match head quckly thrust inside this zone, does not ignite for some time. On 

inserting one end of a bent glass tube inside the inner 
zone, the imburnt gas passes out of the tube and may 
be ignited at the upper end. These experiments show 
that the flames are hollow. 

(b) A brightly luminous zone of partial 
combustion, occupying most of the flame. The 
luminosity is due to incandescent carbon particles. 
Soot deposits on the outer surface when a clean 
porcelain basin is held on the luminous flame. 
It is Uu reducing flame. 

Hydrocarbons are thermally decomposed at this 
zone into free carbon particles and acetylene and other 
dense hydrocarbons which are but incompletely oxidised 
here. 

(c) A bright blue region at the base of the flame where 
conibustion takes place without separation of carbon ; 

At the blue zone at^ the base the hydrocarbon is partially oxidised to GO which 
the characteristie colour on burning: 

CH, + O, - CG+H, + H ,0 



Faintly luminous 

Luminous 

EUsck:untMiml' 
wax vapour 

Blue • 


Fig. 143 



CARBON 


S4d 


(d) A fidntly hunii&oiur mantle, sui^undin^ the flame 
completely. This is the zone of complete ^mbustion, as there 
is free access of air at this region, and hence tl^ hottest region* It is 
the oxuHstng zone. 

The candle flame is a typical hydrocarbon flame. The 
lomiaoiu c<ml gas flame, i.e., the Bunsen flame with air hole dosed 
is similar to the candle flame. 

Faraday’s. experiment. —The structure of a candle fiance is 
shown by the following experiment of Faraday. The short end of a 
glass siphon is lowered into the flame 
and the long end inside a flask (flg. 144) : 

(i) With the tube in the inner cone 
of unbumt vapour, i.e., just above thb 
wick, white vapours of wax pass over 
into the flask ; (ii) on raising the tube 
into the bright luminous zone, dense 
black vapours containing carbon 
particles, pass over ; (iii) on raising the 
tube further in the outer mantle, water 
drops collect in the flask, and also carbon 
dioxide as is shown hy adding lime 
water which turns milky. 

The Inminosity of flame.- 70 ne or the other or often two or 
three together of the following causes, are responsible for the luminosity. 
They are : • 

(a) Fresence of incandescent solid matter in the flb.me : 

According to Dairy (1816) the luminosity of a hydrocarbon flame is 
due to the incandescent solid carbon particles produced in the flame 
by the thermal decomposition of combustible gas. The presence of 
solid carbon particles in .luminous hydrocarbon flames is a fact to 
support Davy’s theory. 

Flames containing solid particles, such as those of Mg, Zn, and K in oxygen 
are highly luminous. 

A non-luminous flame is made luminous by introducing solid particles into it. 
Olouds of smoke from burnipg camphor, for example, when adthitted through one 
of the air holes of a Bunsen burner by means of a funnel tube render the flame 
luminous. 

Coal gas flame is made luminous by inserting a gas mantle in it. Oxy-hydrogen 
flame, when directed against a block of lime, pi^uces intensely \^ite light. 

But Davy’a theory alone is not sufficient to explain luminosity in sdl cases. 
Phosphorous, phosphine, H,S, and C$,, etc., for example, bum with a luminotis 
flame which are unlikely to contain any solid particles af the high temperatures 
attained. 

(b) The presence of dense gas In the flame ; Frankland 
oba^cd in 1861 that the luminosity of a candle flame on the top of a 
mountain is much feebler than in a valley. He further noticed that a 
candle or coal gsns flame in a partly exnausted bell-jar is much less 
luminous than in free air. Consequently, the denser a gas^ the greater 
the luminosity of its fiame. Luminosity is, therefore, increased by 
compression. . 
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Hydrogen bums in m^en under n pressure of 20 atmospheres, giving a luminous 
flame. An alcohol flame puming in air at 4 atmospheres becomes lumiuoua. 

The luminosity of |:oal gas flame, according to Frankland, is due 
to the glow of incand^cent dense gaseous hydrocarhons like naphthalene 
and benzene vapours. 

But the presence of solid carbon particles have been proved in luminous 
hydrocarbon flames. Frankland’s theory may apply to flames where no solid particles 
are present. 


According to Lewis the luminosity of a hydrocarbon flame is due to the 
intermediate formation of acetylene—^heat of decomposition of endothermic 
acetylene adds to the temperature of the flame. Carbon is separated as fine 
particles. 2 CH 4 =. C,H, + 3H, = 2G + 4H,. 


(c) The temperature also affects the luminosity of flame : 

The higher the temi^ature, the 
greater is the luminosity. This 
explains the luminosity of the flame of 
carbon disulphide or phosphine-r-no 
solid particles separating during their 
combustion. 

The Bunsen burner. —The 

Bunsen burner (fig. 145) is a device 
for burning coal gas—the coal gas 
being mixed with sufficient air btfore 
combustion. It consists of a base 
with a side tube ending in a jVf, over 
which is screwed a metal tube, called 
burner tube, with a hole (otV hole) 
opposite the jet-ground the tube is 
slipped a short metal ring, called air 
regulator, with a hole corresponding to 
t^t in the tube. 

The side tube is connected by a 
rubber tubing with the main gas supply 
—the stream of coal gas passing out 
of the jet causes a reduction of pressure. 
Fig.* 145 ^and with the ear hole open, air is sucked 

in through it into the burner* tube and mixes with the gas. The 
mucture of gas and air bums on ignition at the top of the tube, giving 
a non-luminous yiame. 



The BuAsen flame. —(i) With the air holes closed, the coal gas 
burns at the top with flickering luminous flame and resembles &e 
structure of a candle flame and consists of fowr zones, vide supra. 

(ii) With the ear holes open, sufficient air is drawn in through the 
burner tube and gets mixed with the gas—the combustion is therefore 
conmlete without any free carbon particles remaining in the flame to 
rmder it luminous. The flame from the combustion of such a mixtixre 
differs from the former in as much as the outer zone of complete 
eombusticax increases in thickness, the luminous rc^on gradually 
dkuippears and the flame becomes shorter and steady, and an inner 
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cone of pale blue colour is seen and die coal ^as-air mixture burns 
with a non-liimlnoas flame with two cbnei : 

(a) a pale blue inner cone of gas with' incipient combustion— 
it is the reducing zone : The inner cone becomes green and shrinks 
when a large volume of air is ad^tted. (b) a stiU paler blue outer 
cone of complete combustion —it is the oxidising zone. The outer 
cone remains constant in size. The tip of the outer cone is the hottest 
part of the flame. Incomplete oxidation of the hydrocarbon gases 
occur in the inner cone with the formation of reducing gasef CO 
and Hj, which burn completely in excess of air in the outer cone. 

The more the air that is sucked in, the hotter the flame. But the inner cone 
becomes grem and the flame begins to ‘roar* when a large quantity of air is admitted. 
With too much of air or too less of the gas, the flame stmes back, from the mouth 
of the burner, i.e., rum down the tube, and the gas begim to bum at the mouth of 
the jet. Acetylene is formed when the burner 'strikes back* and the gas bums at 
the jet, and the burner tube becomes extremely hot. 

The flame is prevented from striking down by keeping the upward speed of the 
gas>air stream equal to the speed of the propagation of the flame downwards. When 
a flame strikes l^k, this is avoided either by decreasing the air-supply by r^ulating 
the air-holes or by increasing the gas supply. But the best course is to turn off the 
gas, as the air-gas mixture Mcomes (hmgerously explosive. 

NossJosniaosity of the Boaeeit Flame.—^Three factors, yiz., oxidaHan, dUutien, 
and cooling, play a ^rt to make the Bumen flame non-luminous : 

(i) OxUation :—^All the carbon is bmnt without previous deposition, there being 
therefore, no free carbon particles in the flame to add to its luminosity. 

(ti) Dilution :—^When the air-coal gas mixture is diluted before combustion with 
inert gases such as CO«, Ng and steam, the flame is rendered non-luminous, higher 
temperature being required for the separation of carbon from the trluted coal gas. 

(in) Cooling :—hydrocarbon flame becomes non-luminous on bang cooled, on 
bringing a cold piece of iron plate in contact with a luminous flame of coal gas burnjng 
at a flah-tail burner, the flame loses its luminosity but no soot is deposited. Goolii^ 
and dilution hinder the separation carbon prior to the gases ream the outer zone 
where compdete combustion occurs in excess of ox)^en. 

The Bunsen burner was devised by Robert Bunsen in 1855 and is conuncmly 
used in the laboratory. Teclu and Meker burners are also in use when a very hot 
flame is required. 


The temperature of flames in degrees Centigrade are as follows 

Bunsen-coal-g^ flame 
Acetylene-air „ 

Hydrogen-air „ 

Methane-air „ 

Caron monoxide-air „ 

WUte heat 1200°. Dull red heat 500°C. Bright red heat 800°^. 


1871° 

Oxy-coalgas blow-pipe 

2200 “ 

2548° 

Oxy-acetylene 


3200“ 

■ 1900“ 

Oxy-hydrogen 

S 

09 

2420“ 

1670“ 

Eleuric arc 

99 

3760“ 

1700“ 

Sun 

90 

7800“ 


Exercises * 

1. What is meant by allotropy ? Give an account of the different allotropic 
forms of carbon. How would you establish that diamond is nothing but carlxm ? 

How would you show that all the allotropes of carbon are one and the 
same clement ? *30 

2. Describe one method in each case by which (a) carbon monoxide, (b) carbon 
diojdde caft be prepared in the laboratory. Under what conditions do these gases 
react with caustic soda ? How would you analyse quantitativdy a mixture of carbon 
monoxide, carbon dioxide and nitrr^en ? 

3. Dmcribe how the composition of carbon dioodde has been determined by 
weight and by volume. What function does the gas play in the growth of {flants ? 

CauHttabder, 
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‘ 4 . Explain the #^tiom that take place when (a) calcium carlsonate is heated 
with coke, (b) carbon dkxi^e is passed into lime water, {p) the solid product dAt 
sepajrates <m oontinued-passi of carbon dioxide, into causuc soda sdutum, is heated, 
(d)^ Carbon dioxide is passe 1 over red hot charcoal, (e) ignited magnesium inserted 
m a jar of carbon dioxide ^ cvbon monoxide is pas^ over finel> divided nickel, 
M carbon monoxide is pas^ over heated iron oxide. How would you prove 
mat a. carbonate contains carbon ? 

5. How is methane usually prepared and purified in the laboratory ? What 

happens when it is (a) led over red hot copper oxide, (b) burnt in an atmosphere 
of cMorine ? How would you prove that 2 volumes of steam and 1 voliune of carbon 
dioxide can be obtained from 1 volume of methane ? Madras Inter. 

How could you distinguish between hydrogen and methane ? 

6 . What is meant by the term hydrocarbon ? Cbmpare the properties Of 
methane, ethylene and acc^lene. How are they detected in a mixture, and separated 
from ca^ other ? Deduce a general method of finding their composition. 

Calcutta *59 

7. How is acetylene prepared and purified in the laboratory ? Explain what 

happou when it is (a) led into ajar of chlorine, (b) passed into hot mercuric sulphate 
in dilute sulphuric acid, (c) ammoniacal cuprous chloride solution, (d) passed 
through a red hot tube. ^ Ctueuuta *59 

' 8 . How would you remove small quantities of (a) carbon dioxide from ethylene, 
Qb) parbon dioxide from carbon monoxide, (c) acetylene from ethylene ? Discuss 
the reactions of chlorine with methane and ethylene. How would you establish 
that a carbonate contains carbon 7 ' - 

9. Describe die dianges which take place when (a) air, (b) steam is passed 
over heated coke^ and explain the bearing of the changes on the method us^, for 
the manufactiure of water-gas. How is hydrogen obtained from water-^as ? 

Bombea Inter. 

10. What is coal gas ? Describe the.preparation and purification of the gas. 

What are the by-products of coal gas manufacture ? QUsutia *53 

^ 11. Explain clearly what is meant by the terms combustion and oxidation. 
Show by means of suitable experiments that the terms combustible and supporter 

combustion are only relative. What is meant by slow combustion 7 
4 ^ Punjab *49 

12. What is a flame ? Explain fully *he structure of a candle flame. Is there 
any difference between a candle flame and that of a Bunsen burner 7 If so, ex{d^ 

' the nature 'and cause of the difference. What are the cause of luminosity cl a 
flame ? ^ Xr^pur *39 

13. What is m^ant ignition point ? Describe Davy’s experiments on the 
igijiition of gases. What is the muse of explosions in coal mines and how can it 
be prevented ? 

14. How would you distinguish between two gas-jars that contain : (a) nitrogen 
and carbon dioxide, (b) hydrogen and carbon monoxide, (c) carbon monoxide 
and carbon dioxide, (d) ethylene mid acetylene, (e) mrthan** and carbon monoxide. 
How would you analyse quantitatively a sample of gas containing ethylene, 
acetylene and methane 7 

15. Explain *what is meant by carbonisation of coal. Describe in outline the 
manufacture of. coal gas. What are the main constituents of coai gas ? 'V^at is 
the structure of the coal gas flame when the gas is burnt in a Bunsen burner : (i) with 
wr hole open, (it) with air hole closed 7 

How would you determine the amounts of hydrt^;en, methane and carbon 
monoxide in a sample of coal gas ? 

16. How would you convert (a) carbon monoxide into carbon dia»de,(b) carbon 

diondde into monoxide ? Odculate the weight of carbon dioxide that can be obtained 
by heating 21 gm. of sodium bicarbonate. Jns, . 5 .j 5 .‘ gpi* 

How would you obtain a sample of solid sodium biearbmiate ? ' ; ' 

17. What reactions take place when air is paned through a tube oonitalttitiitl'} 

S a long layer of red-hot coke, (b) a short-length of red-hot coke ? What 
products when (a) carbon dioxide, (b) stemn, are passed separately themnh « 
of ebarcoid heated to bri^t redness r 





yott i^pouM 4i^ii!isaith:i burnt limeltone iGlim 

p«%iftUy burnt sample i T , -< 4 % 

(b) oysl^inn ib^^xtm carbonate from a sample of lodium bicarbonate ; [' 

(c) carjbon diaxid^ from carbon monoxide. How would you detect tra^:.df 

carboo midboxide in foul air ? * 

19. Describe manufacture oibgas in your coU^ laboratory. 


XXIV 

Phosidhonui 

Formula P« ; Atomic weight 30.98 ; Atomic number 15 } B. Ft. 280.5**; M. Ft. 
44.1” ; Density 1.83 yellow, 2.20 red. 

Diacovery.—^In 1674*5 Brand, an alchemist of Humbur^, who was seeking 
philosopher’s stone, accidently discovered phosphorus by distilling evaporated urine 
—^the phosphate, Na(NH() HPO4, in the urine on heating forms me metaphosphate, 
NaFOt, which is reduced to phosphorus by cmrbon separated from the chart^ organic 
matter. 

4NaFO, + 5G = Na4F,0,-b 5CO + 2F. 

The element was called phosphorus, since it glows in the dark {Pfm =» light ; phero I 
bear). In 1777 Scheele made phosphorus by dirtilling phosphoric acid with 
charcoal. 

OocBHVOiioe.^—^Phosphorus occurs always in the combined state and mainly 
as phosphates. The ^ief minerals are : flaompatltef 3 Ca 4 (P 04 )t,CaF 4 , and 
chlompaMtc, 3033 ( 1 * 04 ) 4 , GaCl|—they are hard phosphates and are insoluble in 
dilute acids. Other phosphate minerals are ao m b reri te and phoanliotite^ 
Ga,(P 04 )a, twMBiVs, Fe,(P 04 ) 4 , 8H,0, and waveUte, 4 AIPO 4 , 2Al(OH)„ 9H,0. 
Go|mlitca (calcium phosphate from fossil excreta) is a sofi-fdiosphate^d is soluUe in 
dilute sulphuric acid. * 

As a nomal constitutent of plant and animal tissues, it is essential to their growth. 
It occurs especially in seeds, the yolk of eggs, the nerves and brain, and bone marrow, 
usually in the form of kciUiins or glycero-phosphatcs. It is an essential constitueiiT 
of bones in the form of calcium phosphate. Bones contain about 58 p.c. calcium 
phosphate plus some calcium carbonate, fat and nitrogeneous organic matter. The 
fat may be extracted with carbon tetrachloride, and the organic matter dissolved out 
with hot water utider pressure as glue or gelaUnt and the raidue then charr«l in closed 
retorts to form animal charcoal which is used in decolorising sug^. When no longer 
active, this is burnt to yield a residue called bone nab, containing about 80 per cent 
calcium phosphate, with a little calcium carbonate and fluoride. &nt ash ism in^ortant 
source of phosphorus, 

Thie preparation of phoephortu— 

(i) In the old process bone aiih or soft 
mineral phosphate was decomposed by hot 
and fairly strong (60 per cent) sulphuric 
acid, yielding phospnoric acid and insoluble 
calcium sulphate which was filtered off. 

Ca,(F04)s+3H,S04 = 3GaS04+2H,F04. 

^ The filtrate was concentrated to a syrup 
nuxed with charcoal and dried until the 
phosphoric acid was converted to meta- 
phpsphoric acid, HFOg. The dried mass was 
distilled in fire day retorts (fig. 146) at 
bright-red heat—*the vapour of phosphorus 
pamng over was condensed under water. 

H,FO* ^ HF0,+H40 i 
4HPO,+12C » P4+2H,+12C0^ 

TIds process has been supet^seded hy the dectric furnace method. 

2S-' 



Fig. 146 
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19. Describe manufacture oibgas in your coU^ laboratory. 
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^ti^a^SphP^ncral with sand ^ ;c#:;*t a Wgh 

_ature in electric &mace by the Readmemt Pi^f^ 0^ Rohtnson 

process.. A mixture of bone ash ot; mi^al phosphate .su<^ to apaHte^ 
sand tod coke. is. introduced thrpi^h a hdpper inh? a closed, electric jurtum 
ina<3^ 0fi)rick w^^(fig. 147)—the charge being carried mto the 
furnace by a ikcfw, conveyer. An electric arc is struck betwe<ai 



I# ^ 

Mrbon dcctrodes set towards the bottom of the iE|^umiMe> die 

S^rge^ At the high temperature of the fumac^,'-to efti^tit 1150®, 
displaces the more strongly acidic phosphorus pentoxidf^' owing 
to die; vtoatility of the latter, forming c^cium silicate^ Ph(»phmu8 
pentoxide is then reduced by the coke at about 1500®, to phosidmrus 
vapouk and carbon monoxide which leave the furnace by an exit at 
f<q) ftTid bubbles through tvater under which phosphorus vapour 
condenses to 'yield white phosphorus and GO, passes out. Ftud)le 
calcium-silicate is run off at tlie bottom as a slag. 

Ca,(P0|)^+^SiO, == SCaSiOj+PjO. ; aP.Oa+lOG « Pa+lOCO. 

Crude rfictiphonis thu* obtained is mdted under hot water to separate it 
sand, "tod sdrted with a mixture of potassium dichroma'^e suid strong sulphunc ^d ; 
some ujapuritiei are toidised and pass into solution^ and others separate and rro 
as A scum; the liquid is filtered by pressing throt^ chamois leather, cast mto sucks 
by tonning into gltoi tubes cooled iurwater and fitolly packed with wator in tan cans. 
Wkltephosphorus u stared md transpor^d under vooter esp tnflmes in otr. 


of jiiip^lunma*-^(i) White (or yeUow) 
^8 it waxy, fpw-md*'" 
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r » WtCT fh. ^,000> tiut* mtdUy ^ cptoa, 

r, etbtoj dJivo' oi^ btoxene toia kl a 

a^, Me^dty.' It is Hgly 4ct^ dps^^ 

nits vapour denrity citoestototo .^ 
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sat tiar low ei 31^^ 

j»ho8pQ^PU$ peatoxidCf and haoco phosphprusMs duksik 
urukr waf^, 4P 4- 50t ®“ XPiO*. ^ * -», 



Exposed to air at the c^|ditiaiy temperature white pho^hohii 
undergoes spontaneous oxidation, yielding white fumjss a^fewer 
oxide and soito ozone and emitting a green glow or jpliOi^lioireacaaaf% 
visible in the dark. , ^ ^ ' 

Even a trace of phosphorus (1 in 500,000) gives this glow and its fornuition is 
used to detect , phosphorus p eases of phosphorus poisoning. 

Eot* li —On carefully Mding concentrated sulphuric add to a mixture of pieoes 

wl^ phosphorus and potassium chlorate kept under water in a jar, phosfuonu 
ignites under water, giving sparks of fire under water. 

Espt» 2.—Small pieces m phosphorus are placed in a test tube half-fiUed with 
water~the tube is si^ported in a b^er of hot wztdr. On genUy beating the water 
in the beaker to 60° and slowly passing oxygen fiurough the tube dieplbsph3riil> 
melts, takes fire and bums tmder water. 

< F ’ 


’lihEpt. 5.—A solution of phosphorus in carbon disulphide is poured on aypieoe 
of blotting paper ; the carbon disulphide rapidly evaporates, the phhipmras 
inflames, yiddmg white fumes of phosphoms pentoxide. ' 

Ei^ 4 ,—flame esqpciribBaent.—^Few pieces of dry white phosjtitohia' vh 
placed in a flask and covered with dry glass woof-^e flaSk n fitted with a cqrk and 
two tubes. The flask is heated on a wata^bath and a stream of carbon is 

passed through. The phosphonu vapour carried along w^ the oxidjM in 
the au: aitd a green flame of glowuig phosphorus u producra at the mouth of the exit 
tube. The flame is quite cold to thefland and does not kindle a match. 


The phosphorescent light fireflies is due to the oxidation of % substanoe known 
as by the enzyme (uq/irars. , , 

(iii) It inflames spontaneously in halogens, yielding, halidef of 
phosphorus : 

Pj+eo, = 4Pa,: P4+ioca,=4Pci,; p,+ 6 I, = 4Pi^ '* 

(iv) it disst^ves in hot caustic alkali, yielding phosphine dild 
hypophosphite : P 4 + 3 Na 0 H+ 3 H,O = PH,+3NaHgPO,. .. 

(v) It is oxidised to phosphoric add by hot concentrated nitric 
add. P 4 + 10 H 1 ^ 0 ,+H *6 = 4 H,P 04 + 5 N 0 + 5 N 0 |. 

)j^ik/Aosf^iorus must never be toueked with flngers. It is cut tmdo'awkr widi a knife 
uting ton^. ^ . 

(vi) White pho^orus reacts with cold copper sulphate, |^v0ig metallic omer t 
white phosphorus. If accidentally dropped on ''dir hand, may be removed by warning 
with Sopper sulphate solution : 

» + 5 C 3 uS 04 + 8H,0 =» 5Cu + 2 H,P 04 + 5H^©*. 

GoUddal solution of gold is obtauied by reducing auric chloride sdution .with 
l^osphorus dissaved id ether. 

Pho^thorus liberates iodine from acidified potassium iodate solution. 

2P + 2KI0, + H,Sp4 + 2H,0=»2H,P04 + K4SQ4+ti. ' 

In cases of phosi^otus pdsoaing copper sulphate is administered as an emetn^ 
foUdwed by hydrogen porou^e. 

Allotroiiy of plio^plionis.*—Two mom allotropes of pho^orus 
arc: (a) temte phosphorus, (b) red phosphorus. WBote 

pfaoepht^uS;^ it 'tibsmstable,.at the ordinary temperature and k slowly^ 
trani^bmied into the stable red variety with' evolution of hdk, 

7 ' Ptwhi|c) 4* ^»22(1 calorics. 
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IjM pliM|^3b^ phoBphixrus is obtained b^subjeedi^ 

filioi^dion# tO'jri eketric discharget or by 'beating it at 25Cr 
^^I^^QSpl^e^nit i or carbon dioxide in presen«%j of a trace 

Sled ^pbMphorus is obtained by heating white phosphorus in a 
cast irbn pot (fig. 148) fitted with lui air«tight cover through which 

passes an upright tube, open at both ends, 
so .that the pressure inside the p6t does 
not exceed one atmomhere.. The tempora- 
ture is kept at z40®. A portion of 
phosphorus is oxidis^ by die ox^^en of 
air in the pot, and the rest is slowly 
transformed into solid red phosphoric. 
The red phosphorus thus obtained c''^ 
cooled, ground under water, l^led y ’ 
caustic soda solution to , remove i'ait^ 
unchanged white phosphorus, and filtered^ 
It is then washed with hot water and dried 
with steam. f 

Chi'''heating, the red phosphorus is directly 
converted intb vapour, which condenses -to white 
phosphorus cm cooling. 

Ei9«rlineat.-i-C!mvcnloii of red phoephonu to ydlow i A little red 
{diosphorus is plac^ in a hard gl^ test tube, fitted with a^ rubber stopper and two 
tubes. 'The air within the test tube is displaced by a current of carbon dioxide. 
The red phosphorus is then heated in a slow currenf of carbon dioxide when white 
pil^phoria condenses on the upper cooler part of the test tube. 

Bokles the r^ phosphorus, other stnl>le forms of phosphorus are : (i) acarlet 
piiijMniuMroay amoiifo'oua, fH-epared by,'hpiling a solution of white phosphorus in 
I»^pnorus tribramide for several hours/ (H) violet phoephonss, crystalline, and 
non-cond|;^tor w dec^city, prepared hf c^tallising white phosphorus from molten 
lead,, and (iii)'-''Alack phoMlioni^ crystalline and fairly good conductor of 
ake ir^to. fife ptued vbv heatmg white phosphorus at 200*’ under 17,000 atmospheres. 
AU the forms arc huoluble in GS,. « C 

y Ordinary red j^lmidiorus is a mixture of scarlet and vfolet phosphorus. Reddish 
violet crystdline solid without any smell and taste, non-poisonous, insoluble in water, 
ether, carbon disulphide and camtic alkalis, red phospnorus is quite stable at the 
ordinary j^emperature, and does not spoikaneously inflame in air. It bums in chlorine 
when hetd^. Commerdal red phenphorus is a feeble conductor of dectricity. 

CkM^pariaoii (if vdiite asid cod p]iOoplioras.-~-White phosphorus is unstable ; 
if dowly. passes into red phosphorus which is stable. White phosphorus is howler 
more reactive chemically than red phosphorus. They differ greatly in their physical 
and chemical properties » 



Fig. 148 


Property 

1. Golour 

2. Smell 

3. ^lectfic gravity 

4. MeHlngp^t 
4t* Bailing point 

'S. lotion temp, in air 
7 ^ l^ulniity in water 
S^uhilhyinCS, 


White phosphorus' 

C!olourless or pale yellow 
Garlic smell 

1.83 

44.1* 

280.5" 

35"C 

Very spaiinf^ soluble 
l^uhle ^ 


Red {foosphorus 

Reddish«violet 

Oklourless 

2.20 

592.5" under pressure 
Very him 
26 ^ 
Insoluble 
Insoluble 
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9. Action of^ ftir '' ! Spontuieoiu onidatioi^l tha not gtow» i<e<» " 

with ereen glow or 1 phosphorctcenoe ; 
phosphorescence I 

10. Action of chlorine Ignites spontaneously Igffltes on headng. 

11 . Hot caustic alkali Dissolves evolving PH« Nn action 

12. Chemical activity Ver reactive > Less active than wlnte P 

13. Electrical conductivity Non>conductor Feeble*eondui(^r 

14. Stability Metastable allotrope Stable allotrope 

15. Physiological action Intensely poisonous Non-poisonous. § 

Unes of PliOBphoraa^(i) In tlM manufacture of matches — ^yellow phosphorus 
in lucifer matches, and red phosphorus in safety matches, (ii) In the preparation 
of phosphorus pentoxide, phosphor bronze, hypophosphite of lime, and red phosphorus, 
(iii) In making tracer bullets, incendiary bombs, and in producing smoke screen, 
and (v) As a poison for rats. 

H 3 rdrldes of phosphorus.—^Two well-defined hydrides of 
phosphorus are : gaseous phosphorus trif^dride PH^ {phaspime rx 
phosp horet tod hydrogen) and liquid phosphorus dihydride Pjti^, 

V.,.I<|iMpl^e.—Phosphine is prepared in an impure condition by 
heating white phosphorus with a strong 
solution of caustic alkalis. Pieces 
of white phosphorus and a 30 to 40 
per cent solution of caustic soda are 
taken in a flask (fig. 149) fitted with 
an inlet tube dipping in the solution 
and a delivery tube, the free end of 
which dips under water in a trough. 

The air in the flask is displaced by a 
current of coal-gas sent through the 
inlet tube, and the flpsk is then gently 
heated, when phosp^e evolves. 41s 
each bubble of the gas escapes out of Fig. 149 

water, it catches fire spontaneously 

with a blight flash, producing a vortex ring of white smoke (of 
phosphorus pentoxide) rising in the air. The reaction produces 
"phosphine and sodium hypophosphite : «■ ' 

P4+3NaOH+3HaO = PH8+3NaH3P6j|. 

Pure phosphine is not spontaneously inflammable in air. The spontaneous 
inflammability of the gas thus prepared is due to the presence of the 
vapour of liquid hydrogen phosphide,. Pjlfi. TTie principal impurities 
are hydrogen and PaH*, formw by the reactions : 

6P+4NaOHH-4HaO = 4NaH,POa+PaH4. 
2P+2NaOH4-2HaO = 2NaHaPOa+Ha. 

PaHa may be removed as follows : The impure gas is passed 
through a U-tube, cooled in freezing mixture, when PaHa condense 
to a liquid, and phosphine is then collected over water, the phosphine 
thus collected is no longer spontaneously inflammable. 

^ Properties.—(i) A colourless, poisonous, heavier-than-air gas 
with an unpleasant smell of rotten flsh, pho^hine is sparingly soluble in 
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water— tht solution is nakrul to litmus, Ita fai. p. ia -^37.4** and m. p. 
-132.5*. T 

(ii) It buma feadily in air, yielding phosphorua pent<ndde and 
water; impure phosphine is spontaneously infiammaUe. 

(iii) It ignites spontaneously in chlorine, yielding phMphorua 
trichloride and hydrogen chloride. A mixture of phosphine and 
nitiQi:^ oodde explodes when sparked. 

2PH,+40g = PgOg+SHgO ; PHa+Sa, *=: PClg+SHa. 

PHa+4NaO « HaP04+4Na. 

(iv) It is ftarUly bask and forms unstable phosphonium salts with 
halc^en acids. Caustic alkalis decompose phosphonium Salts* 
liberating phosphine. 

PHa+HI^PH*!; PH4l+K0H = KI+Ha04-PH3. 

(iv) It is a powerful reducing agentf and precipitates mixtures of 
metal and phosphide from solutions of cupric and silver salts. 

Besides the distinctive odour of decaying fish, phosphine may be 
delated by the formation of a black precipitate of cupric phbsphide, 
when passed into an acidified solution of cupric sulphate. 

* ' 3CuS04+2PHa = CusPa + SHgSO*. 

Whea passed into silver nitrate solution, phosphine forms a black predintate 
of^meUdUc silver, a yellow intomediate compound being formed : 

PH. + 6AgNO, « Ag,P, SAgNO, + 3HNO,. 

Ag.P, SAgNO. 4- dH.O a 6Ag + 3HNO. 4* H.PO,. 

(vii) 'The g» is absorbed by a solution of bleaching powder. 

(vii) Camp o s ttfam «f phoafAInc.—^It is decomposed into hydrogen and red 
phoi^horus by heat to 400** or electric sparks. Its composition may be determined 
an this y^. A known volume of pure and dry phosphine is collected over mercury 
ki a eudiometer and sparked unitl there is no more increase in volume (fig. 95). TwoP 
volumes of phosphine yield three volumes of hydrogen ; hence the formula is PicH.. 
But its molecular weight is 34, density^being 17, as found experimentally. 

31x 4* 3 34 whence x » 1. Hence the formula is PH.. 


A jpu which'‘is not spontaneously inflammable but contains hydrogen as an 
impurity, may he obtained by heating phosphorus with alcoholic potash. 

A spontaneously inflammable gas is formed by the action of water on calcium 
phosphide : Ga.P| 4- ^H,0 « 3Ga(OH), 4- 2FHs. 

Pure photpliine* —Pure phosphine is prepared : (i) by the 
action of 30 per cent caustic potash solution on phosphonium iodide. 

PI!.! 4* KOH * KI + HgO + PH*. 

. : The evolved gas is washed with hydrodiloric add (to decompose 
eaustie soda soluatm (to remove HI), and finally dned over phosphorus pentdd^ 
and jihea collected over mercury. 

Pho^ihonium iodide is prepared directly by the action of wator upon a mixture 
and white phosphorus. Phosphorus and iodkie are dissol^ hi cuhon 
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disulphide.in n.tietwt ftom ^^rhidli air is displaced by carbon dioxide. The carbon, 
dbulpl^e is Stilled off, iaid then on adding \yater A the phosphorus iothde and 
heatiiw the retort, phtnpbonium iodide sublimes inga receiver attached.to the 
end w the retort. 2P + I* + 411*0 =» H^PO* + PH^f + HI, 

(u) by the reaction of dilute HgSO* upon aluminium |diosphide made by heatuig 
a mixture of aluminium powder and r^ phosphorus. 

2A1P + SHjSO* = A1,(S04), + 2PH,. 

(iiijk by heating phosphorous acid : 4HsPOa = SHgPOi + PH*. a 

CSomparlsim of phoopldiie and ammosiia, —^Phosphorus belongs to the sanife 
group in the periodic system as nitrogen, and forms a hydride phosphine, which 
u analogous to ammonia, as the following properties clearly illustrate. 


Phosphine 


Anmonia 


1. A colourless, heavier>than>air gas 
with a smell of rotten fish. 

2. Sparingly soluble in water; 
solution neutral to litums. 


3. Nen-supporter of combustion, it 
ignites in air of oxygen. 

2PH, + 40, = P,0, + 3H,0. 

4. Faintly basic ; forms unstable 
phosphonium salts with halog^ acids ; 
caustic alkali decomposes these salts, 
yieldii^ phosphine. 


5. Ignites spontaneously in chlorine, 
forming phosphorus trichloride and 
hydrogen chloride. 

PH, + 3C1, = PCI, + 3HC1. 


6 . A powerful reducing agent, 
pricipitates copper, silver and gold from 
solution of their salts at ordinary tempera¬ 
ture. 


1. A colourless, lighter-than-air gas 
with a pungent smelL 

2. Highly soluble in water, solution 
alkaline turning r4d litmus l^e. 

3. Non-supporter of combusti<m, it 
ignites in excess air or oxygen. 

4NH, + 30, = 2N, + 6H,0. 

4. Highfy^ basic ; forms ammonium 
salts with halogen acids; causHo 
alkali decomposes these salts, yielding 
ammonia. 

5. Reacts with excess of chlorine 
giving nitrogen trichloride and 
hydrogen chloride. 

NH, + 3a, * NCI, + SIKS. 

6 . A reducing agent only at high 
temperature ; reduces heated cupric 
oxide or lead monoxide to the metallic 
state. 


7. Precipitates metallic phosphides 
from solutions of silver and cupric 
salts. 

8 . Decomposes into its elements by 
heating to 440* or by sparking. 

9. Highly poisonous. 


7. Precipitates metallic hydroxides 
from solutions of many metallic salts ; 
e.g., AlCl,, FcCl,. 

8 . Dissociates into its elements by 
strong heating or i^tarking. 

9. Non-poisonous. . 


PhoaphonuB dihydride, PiH,.—It may be prepared by the action of warm 
water upon calcium phosphide. It is spontaneously inflammable and has no basic 
prpp^es. Ca,P, 61^0 = 3Ca(OH), + PsH, + H,. 

.HaUdea of phoqdionia —Phosphorus direcdy combines with hsdogens, yi^du^ 
PX, or PX, according as the phosphorus or the halogen is in excess, ^ese halidei 
are con^ileMy hy^lysed by water to i:^<»phoruv and phosphoric adds respectivdiy : 

PX, 4-SH,0 «* H,|!0, + SHX j + 4H,0 ^ H,PO«-f 5HX. 
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The fluorides of idiosphorus 
are g a a a , j^asfdionis trieUoride 
and triWdiide are liquids, the 
remaining halides of phosphorus 
are solids. PI, does not exist. 

PlioaplionM tcldilovido is 

prepared oy passing dsy chlorine 
over white phosphorus taken in 
a retort (fig. 150) which is gently 
heated on a water bath—^the air 
in the retort being previously 
displaced by carbon dioxide. 
Phosphorus trichloride distils and 
collects in a well-cooled receiver. 
It is freed from any penta chloride or excess chlorine by redistillation with white 
phosphorus. 

A colourless liquid, b. pt. 76”, it is hydrolysed by water, giving phosphorus acid 
and hydrogen chloride. 

2P + 3C1, = 2PC1, ; PCI, + 3H,0 = H,PO, + 3HC1. 

Phoapbonu pentacUoride is obtained as a white powder by biuning phosphorus 
in excess of chlorine or by passing chlorine into well-cooled 
phosphorus trichloride. A stream of dry chlorine is 
pass(^ into a flask (fig. 151) cooled in ice, while phosphorus 
trichloride is slowly run into the flask from a tap-funnel. 
PCI, collects as a white powder in the flask. It ^dissociates 
by heat, giving phosphorus trichloride and* chlorine. 
PCI, PCI, -4- Cl,. It fa hydrolysed by water, giving 
phosphorus oxychloride, and finally phosphoric acid. 
POGl, fa a fuming liquid, b. pt. 107.2°. 

PCI, + H,0 = POCl, + 2HC1; 

POCl, + 3H,0 = H,PO* + 3HC1. 

Ozisles and oxyadds of phosphorus.— 

^ The principal oxides and oxyacids of phosphorus 
are : 

Fig. 151 

Phosphorus trioxide, PjOg Hypo-phosphorous acid, 

Phosphorus tetroxide, Pj 04 Phosphorous acid, HaPOs 

Phosphorus pentoxide, PaOs Hypo-phosphoric acid, HjPaOa 

' Ortho-phosphoric acid, ifaPOa 

L Pyro-phosphoric acid, H^PaO, 

Meta-phosphoric acid, HPOa* 

s pentoxide, PaO^, is prepared by igniting phosphorus 
in excess of dry air pr oxygen. 

A chunk of white phosphorus fa placed in a crucible standing on a tile under 
a bell-jar and ignited by touching with a hot iron wire—the bell-jar fa lifted from 
time to time to admit fresh aic to the burning phosphorus. The white clouds of 
.phosphorus pentmeide settles down to a soft white ^wder whidi contains some trioxide. 
It fa purified by heating in a current of dry ozonised air or oxygen when the trioxide 
is oxidised to P,0,—^the phosphorus pentoxide sublimes and collects in a well-cooled 
receiver. P, + 50, = 2P,0,. 

It is a white deliquescent powder which sublimes at 250® ; its 
vapour density corresponds to the formula P 4 O 10 . An acidie oxide, it 




Fig. 150 
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dissolves in cold water, giving metaphosphoiic acid ; with water 
orthq>hosphoric acid jb produced : , 

2HPO, ; P,0j+3ll,0 « 2H»P04. 

It has great affinity for water, and is thc^ moit effective dty^ agont ; 
thus it dehydrates sulphuric and nitric acids, yidding their 
anhydrides: 

HaSO^+PjOs = 2HPO3+SO8 ; 2HNO,+PaOa = 2HPO.+NaOa. 

The j^osphoric adds.^ —^Three phosphoric acids are forftied by 
the addition of water to phosphorus pentoxide, which, therefore, is the 
anhydride of the three acids ; 

PjO, + H,0 = 2HPOa (mt'ta-phosphoric acid) ; 

P*0* + 2H,0 « HtPjO, (pyro-phosphoric acid) ; 

PjOj + 3H,0 = 2 H 3 PO 4 (ortho*phosphoric acid). 

When heated to 213°, the ortho>phosphoric acid is slowly transformed into 
pyro-phosphoric acid, which in its turn is converted into a glassy mass of meta- 
phosphoric acid, when heated to 316°. Heated still further the meta-phosphoric 
acid also dehydrates on prolonged heating, yielding some phosphorus pentoxide. 
The changes are reversible ; • 

-H,0 -H,0 -HjO 

2H,PO, £5 H4p,07 ^ 2HPO, *5 .. P,04. 

- -|-H,0 +H*0 +H,0 

'^Ortho-phosphoric acids, H 3 PO 4 .—Common phosphoric acid is 
orthophosphoric acid. It is made : (a) by digesting bone ash with 
dilute (60%) sulphuric acid in a lead-lined tank for several hours—^the 
mixture is heated by open steam. The bone ash is decomposed* by 
the sulphuric acid, yielding phosphoric acid and calcium sulphate. 
The insoluble calcium sulphate is fitered off on a bed of coke, and the 
phosphoric acid solution is evaporated .to a thick syrupy liquid of 
sp. gr. 1.7 containing 85% phosphoric acid. 

Ca 8 (P 04)2 + 3 H 2 SO 4 = 3CaS04 + 2 H 3 PO 4 . 

(b) by heating a phosphate mineral with coke and silica in an 
electric furnace, the resulting phosphorus vapour and GO (vi^ pre¬ 
paration of phosphorus) are burnt to P 2 O 5 and GO| by .admitting am. 
Water is sprayed in the cooled gases when 85 per cent phosphoric acid 
is obtained—^any mist of phosphdric acid formed is separated by 
electrostatic precipitation. PjOj+SHjO = 2 HjP 04 . 

Pare plioephorlc add is obtained by boiling red phosphorus with concen^ted 
nitric acid in a flask fitted with a reflux condenser on a waterbath. • A crystal of iodine 
catalyses the reaction. The resulting solution is concentrated till the temperatura 
rises just to 180°, and then cooled in a vacuum desiccator Over concentrated sulphuric 
acid—the desiccator being placed in a freezing mixture—when colourless crystals 
of phosphoric acid, m. pt. 4^, deposit. ^ 

P 4 + lOHNO, - 1 - H,0 5NO + 5NO,. 

The phosphates. —Phosphoric acid is iribasic and forms thiNse 
series of ssdts such as primary phosphate^ NaH 2 P 04 (mono!k)dium 
dihydrogen phosphate), sKovdary phosphate^ Na^HPCX (disodium 
monohydrogen phosphate), and tertiary phosphate, Na|P 04 (trisodium 
phosphate). 


^OSPHOflUS 
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INTERHEl^tB Ql^pflSmY 

The diree hydrogen ions dissociate in stages from phosphoric add^ the first ohe 
readily^ the secxHid wflh difiSeulty and third in presence^ exCORtstUcajU only. 

HJPO* 2H++HPO/ SEW P©/'* 

The primary pK^phtite is acid to litmus : 

NaHaP04 5 =^ Na+^H^PO*' ; HaP04' ^ H++HPO4*. 

The secondary phosphate is faintly alkaline (practically neutral), 
the tertiary phosphate strongly aikalinet since they are hydrolysed by 
water Na 4 HP 04 -fH 80 5 =^ NaHaP 04 +Na 0 H ; 

NaaP04+H80 ^ NaaHP 04 +Na 0 H. 

The primary and secondary phosphates decompose on heating %vith 
elimination of water : 

(i) a primary phosphate yields a metaphosphate : 

NaHjjP 04 = HjO-j-NaPOg (sodium mctaphosphatc) 

(ii) a secondary phosphate yi^s a pyrophosphate : 

2 Na 8 HP 04 == Ha0-l' Na 4 P 807 (s(^ium pyrophosphate) 

(iii) a tertiary phosphate remains unchanged by heat. 

Phosphates containing ammonium radicals, lose both water and 
ammonia on heating ; (NH 4 ) 8 HP 04 = HP08+Ha0-f2NH8 ; 

2 MgNH 4 P 04 = MggPgO,+H80 +2NHs 
Na(NH 4 )HP 04 (microcosmic salt) = NaPO^+HgO-fNH*. 


Phosphate * 

Effect of heat 

Phenolphthalein 

Methyl orange 

(i) Primary 
NaH,PO* 

decomposes ; forms 
metaphosphate 

acid 

neutral 

(ii) Secondary 
N^HPO* 

decomposes ; forms 
pyrophosphate 

neutral 

alkaline 

(lu) Tertiary 

Na,P 04 

does not decompose 

alkaline 

alkaline 

1 


On titration with caustic soda solution phosphoric acid behaves as monobasic 
with methyl orange which changes colour from orange to just pale yellow at the 
stage NaH|P 04 ; it is however, dibasic with phenolphthalein which turns pink at 
the stage NaaHP 04 . 

The sodium phosphates are prepared as follows : The secondary phosphate 
NasHP 04 , 12H.O, is first made by neutralising phosphoric acid (to which few drops 
qS phenolphthalein are added) with caustic soda till the sol|^tion turns pink, and 
crystallising. The prim^ phosphate NaH,P 04 , H,0, is made by adding correct 
amount of phosphoric acid to a solution of the secondary phosphate, and evaporating. 
The tertiary phospj^ate, Na 4 P 04 ,12H.O, is made by dissolving the secondary phosp^te 
and excess caustic soda in water and crystallising. On mixing hot strong solutions 
of sodium phosphate and ammonium chloride, crystals of microcosmic ssdt, 
NaNH 4 HP 04 , 4 H 40 , deposit on cooling, Na 4 HP 04 , 12 H |0 is the ordinary laboratory 
sodium phosphate. 

2NaOH NaOH 

H,P 04 -». Na»HP 04 Na,P 04 

H,P 04 NH 4 CI 

NaH*P 04 -*- Na,HP 04 NaNH«HP 04 

Fymphospluwic add crystals, m. p. 6r, are best made by heating H 4 p 04 
with phosphorus oxychloride ; 5H,PO« + POCl, =» SH^PiO, + 3HC1, evaporating 
id a vacuum desiccator and cooling at —10**. It is also formed by headng 
at 219”. Nai^FiP 04 on heating yields Na 4 P 40 f which gives a whne precipitaM cf 
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lead lead nitrate nduticm—this is de^mpos^ by water, 

Saving pyroplmphocte a(M solution: ' 

FbgPgOy H* H|S » H;tP |07 + 2PbS (buldc pcecipitate)^ 

Mt^nesia mixture (a solution of magnesium chlonde containing tuumonia a^ 
ftTniwftnji im chloride) yields with a st^ution c£ a orthophosphate a white crysUd^e 
precipitate of magnesium ammonium phosphate MgNHj(P 04 , 6 H| 0 , which on heating 
gives magnesium pyroidiowhate. This reaction is used in the estimation of pho^bate 
arid magnesium : 2 h^Nrl 4 p 04 » MgiPaOy + 2 NHa + H| 0 . 

Mets^pluimoric add, HPO^, is obtained as a glassy mass by heating H«P 04 
at 316* ; HtP 04 «= HPO, + H 4 O. The acid thus formed, is polymerised 


NaH 4 P 04 in heating yields NaPOa which gives a white precipitate of le^ 
metaphosphate with lead nitrate solution—^this with H.S water gives mctaphosphoric 
acid which has the simple formula HPOj : Pb(PO,)a + HjS = 2HPO| + PbS. 
HPDa is beet made by the action of POC% on HaPOa* 

2HaP04 + POC%iS 3HPO, + 3Ha. 

Ga^«m. —Sodium hexa>metaphosphate (NaPOa)a, u made as a dear glam, 
soluble in water by fusing and rapidly cooling either NaHiPOa or the microcosmic 
salt. It is used for sofVenirg water (page 192). 

Stroctnre of phosidiorlc adds. —The hydrolysis of PC1( shows the structure 
of ortho-phosphoric acid. PClg on partial hydrolysis yields 'phosphorus oxychloride, 
POGla, which is then further hydrolysed to HaPOa- 

°*\ 

H,0 —H5 Cl—P = O + 2Ha 
Cl/ 

HOH yOH 

+ HOH —^>0 = P-0H +3Ha 

HOH ’^OH 


Civ /Cl 

a —p 
a/\2i 

/Cl 
O * P - Cl 
\ci 


The pyro- and meta-pbosphoric adds are derived from the 
demination of water : 


ortho-add 


by 


/OH HOv HOv /OH 

O = P-OH + HO-P = 0 —>0 « P-O-^O + H ,0 
^OH ho/ ho/ ^OH 


/OH O.« 

0»P-OH —> P-OH + H,0 

^OH 0/ 

Tests for mhosphate. —(i) Cobalt nitrate test. —^Heatec^ on charcoal with a drop 
sr two of cobalt nitrate solution in the oxidising flame a phosphate yields a bbte mass. 

(ii) diwnefiuuR molybdate test .—On adding few drops of a orthophosphate solution 
to an excess of ammonium molybdate solution acidified with concentrated nitric 
add a eanasy-yellow precipitate of ammonium phosphomolybdate slowly deposits 
in the cold and rapicUy at 60*—65*. Pyro- and meta-phosphates also give this test 
on heating for some time. Arsenates also respond to this test but (m(y an 
boiling. 

Na^HPOa -f* 12(NHa)aMoOa (ammonium molybdate) + 23HNOa 

«■ (NHa)t[PMoi|Oa 4 l (ammonium fdiosphomolybdate) -b 2 NaN 04 + 

21I^NOa + 12H,0. 
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INTERMEDIATE CHEMISTRY 


Reagent 

Orthophosphate 

Pyrophosphate 

Metaphosphate 

(i) AgNO, soln. 

Yellow ppt. 

White ppt. 

White ppt. 

(ii) Albumin + d’l. 
acetic acid 

No^a^ation 

No coagulation 

Coagulation 

(iii) Magnesia mixture 

White ppt. insoluble 
in excess of the 
reagent. 

White ppt., 
soluble in excess, 
but reappears on 
boiling 

No ppt., even 
on boiling. 

(iv) Ba.CIs solution 

No ppt. ; white ppt. 
if alkaline. 

No. ppt.; white 
ppt. if alkaline. 

White ppt., in 
acid solution. 


Phosphorus trioadde, PgOg, is formed by burning phosphorus in 
a limited supply of air : P 4 + SOj = 2 Pa 03 . 

A slow stream of air is drawn over sticks of white phosphorus gently burnt in a 
tube (fig. 152)—the vapour of the oxides formed passes through a metal condenser, 
surrounded by hot water at 60“, and also containing a plug of glass wool which arrests 
the less volatile PiOj which is alro formed, and allows the more volatile PfOg to 
pass through, which is condensed in a receiver cooled in ice. The air is aspirated 
through the apparatus by a water-pump. 











Fig. 152 


Phosphorus trioxide, is a white crystalline solid, m.p. 23.8^ and 
b. p. 175®. Its vapour density shows the formula to be P 4 O 3 . It 
dissolves in cold water, forming phosphorous acid of which it is the 
anhydride ; with hot water it gives phosphine and phosphoric acid : 

P3O3 + SHgO = 2 HsP 03 ; 2 PaOa -|- GHjO = PH, + 3H3PO4. 


PhoB^orona add, a white solid, m. p. 73.6°, may also be obtained by the 
hydrolysis of phosphorus trichloride. 

PCI, + 3HOH = 3HC1 + H,PO,. 

It has strong reducing properties. It gives a black precipitate of metallic silver 
with silver nitrate solution : 

H,POa + 2AgNO, + H,0 = H,PO* + 2HNO, + 2Ag. 

It also precipkates gold and copper from solutions of their salts, and reduces 
mercuric chloride to mercurous chloride. 


H,PO, + 2Hga, + H,0 = H,P04 + Hg,GI, + 2HC1. 

It is a dibasic acid ; it decomposes on heating into PH. and H,PO* ; 

4H,PO, « PH, + 3H,P04. 


Its structure is 


h/ \oh 


the reducing property being due to the 


hydrogen atom directly linked to phosphorus. 

Hjrpo^OBpl M wrottB a^ H,PO„ colourless crystals, m. p. 26.5®. A solution 
of banum hypophosphite is prepared by heating white phosphorus with baryta water 
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in a flask from which the air is displaced by cubon dioxide (cf. preparation of PHt). 

2P4 + 3Ba(OH), + 6H,0 = 2PH, + 3Ba{H,PO,),. 

Thw exc’ss of baryta is precipitated as barium carbonate by passing CO|, and 
filtered, llie filtrate is decomposed by calculated anlount of dilute HtSO^. 

Ba(H,PO,), + H,S04 BaS04 + 2H»POa. 

The insoluble BaS04 is filtered off, and the filtrate containing hypophosphorous 
acid, is carefully evaporated below 130° to a syrup, and cooled in freezing mixture,, 
when it crystallises. 

The acid or its salts decompose on heating, evolving phosphine : 

2H,PO, = H,P04 + PH, ; 2NaH,PO, = Na,HP04 + PH,. 

It is a powerjttl reducing agent. Silver nitrate gives a black precipitate of silver : 

H,PO, + 2H,0 + 4AgNO, == 4Ag + H,PO* + 4HNO,. 

Copper salts give on warming a red precipitate of cuprous hydride which evolves 
hydrogen with strong HCl (a distinction from phosphorous acid). 

3H,PO, + 3HaO + 2CUSO4 = 2CuH + 3H,PO, + 2H,S04 

It reduces mercuric chloride to a black mass of metallic mercurry. 

H,PO, + 2H,0 + 2HgCl, - HjPO, + 2Hg + 4HC1. 

O. /OH 

It is a monobasic acid and its structure is /Pc , the reducing property is 

H^ ^H 

due the hydrogen atoms directly linked to phosphorus. Calcium hypophosphite 
is used mffidicin^ly as n'‘rve tonics. 

Phosphoras tetroxide* —^PiO,, a colourless solid, is formed by heating P,0, 
in a seal^ tube at 440° : 4P,0, = 3P,04 + 2P (red P). It is also made by heating 
a mixture of trioxide and j^ntoxide in a sealol tube to 290° : P,0,»+ PtO, = 2P,04. 
It dissolves in water, forming phosphorus and phosphoric acids : • 

P,04 + 3H,0 = H,PO, + H,P04. 

Snperphoaphate of lime. —^An important phosphatic fertiliser, it is made by 
the action of chamber acid (65 to 70 p.c. HjSO,) on mineral tricalcium phosphate 
such as apatite or phosphorite rock, when soluble monocalcium phosphate is formed : 

Ca,(P04), + 2H,S04 + 4H,0 = Ca(H,P04), + 2(CaS04,2H,0). 

The mixture of the monocalcium phosphate and calcium sulphate constitutes 
the superphosphate. 

The finely ground rock is macerated with two-thirds of its weight of the chamber 
acid in a cast-iron mixer fitted with revolving blades for 2 minutes and then quickly 
dumped for 24 hours in a closed den or pit mIow, where reaction occurs with a rise 
in temperature to 100°, and evolution of such gases as CO„ HGI and SiF,, wUch 
escape through a vent. The mass is then semoved to the storage piles, where it is 
^owed to cure for 8 to 10 weeks before use. 

Other important phc»phatic fertilisers are bone meal and basic slag. 

Mannfactnre of matches. —^The chief use of phosphorus is*in match industry. 
Red phosphorus and phosphorus sulphide are used for the purpose-vthe use of yellow 
phosphorus being prohibited by law, due to its poisonous nature. Workmen exposed 
to its vapour are liable to the decay of bones, particularly of the jaw, and develop the 
disease of jaw bones (phossy-jaw). 

'Strike anywhere* matdies. —^They are prepared by dipping thin strips of 
wood into a paste containing phosphorus sulphide, lead oxide and potassium chlorate 
plus some powdered glass and glue. The strips arc ignited by friction against a rough 
surface—this is a disadvantage. 

Safety matchca. —In preparing safety matches strips of wood are tipped with 
a ijaste containing potassium ^lorate, potassium dichromate, MnO„ sulphur, oxide 
of iron, powdered gl^, gum and glue, but no phosphorus. The sticks are ignited by 
rubbing against a strip of paper (attached to the match box) coated with a paste ctf 
red phosphorus, antimony sulphide, powdered gla.*s and glue. 
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The heat of iiriction brings about the oxidation of phosphorus by potassium 
chlorate-ythe sp^k being communicated to .the sticks which igpite. The sticks 
are previously soaked in borax solution to prevent glowing adftr the flame is 
extinguished. « 


Exercises 


I. Describe the preparaiion of white phosphorus. How is it converted to red 
phosphorus ? C]lompare the porperties of these two varieties of phosphorus. What 
happens when (a) each form of phosphorus is boiled with caustic soda solution, 
(b| red phosphorus is heated with concentrated nitric acid, and (c) slow stream of 
dblorine is passed through whke phosphorus melted under water ? Describe 
what happens when red phosphorus is allowed to act on iodine suspended in water. 


2. How is phosphine prepared ? State the pcrcautions usually taken and give 
the equation for the reaction. State the chief properties of this gas and compare 
them with those of ammonia. Bombay '53 

^ 3. Describe in outline the preparation of phosphorus trioxide and pentoxide. 
Give a short account of the various acids which may be derived from them. How 
would you distinguish between them ? How many potassium salts of phosphoric 
acid are there, and what is the reaction of their aqueous solution ? Describe the 
action of heat on them. 


4. How are the chlorides of phosphorus obtained ? What is the action of 
water on these p>mpoun^ ? What happens when phosphorus pentachloride is 
heated ? What is the action of heat on monosodium hydrogen phosphate 7 

5. Starting from bone ash, how will you prepare (a) phosphorus, (b) phosphorus 
trioxide, (c) {mosphorus pentoxide, (d) phosphine 7 Give equations. 

Ajmer Inter. 


Arsenic 

' Occanrenoe.^ —^Arsenic is widely distributed in nature in the combined state. 
Its chief minerals are : arsenical fyrites or mispickel, FeAsS, realgar, and orpiment, 

AsjSg. Iron pyrites and other sulphide ores often contain arsenic. The arsenical 
minerals on roasting yield white fumes of arsenous oidde, As,0|, which may be 
condensed in flues as a powder, known in commerce as white arsenic. 

Preparation. —Arsenic is prepared by heating arsenious oxide with 
charcoal in clay crucible covered with an iron cone into which the 
arsenic sublimes : AsgOs + 3 G = SCO + 2 As. It may also be 
obtained by distilling arsenical pyrites : FeAsS = FeS + As. 

Arsenic exists in three allotropic forms : (i) yellow arsenic corresponding with 
white phosphorus, soluble in carbon disulphide, an unstable form produced by rapidly 
diilling the arsenic*vapour ; (ii) black arsenic, less stable than grey arsenic, and 
insoluble in carbon disulphide, it deposits as a black mirror on the cooler part a 
tube when the grey arsenic is heated in a current of hydrogen and (iii) gr^ arsenic, 
the stable and common form, insoluble in carbon disulphide. 

Properties. —(i) Grey arsenic forms steel-grey, brittle crystals 
with a metalliS lustre and marked conducHvity. It sumimes on heating 
to give a yellow vapour with a garlic smell. Like phosphorus, it is 
tetratomic (AS4) in the vapour state. 

(ii) It bums in air with a blue, livid flame, giving arsenious oxide : 
4 As + 30 s = 2AS2OS. It ignities spontaneously in chlorine, forming 
die trichloride : 2As-i-3Cl2 — 2AsCl2. 

. (iii) It is only attacked by oxidising acids, and therein it resembles 
a non-metal. Hot dilute HNOg slovriy oxidises arsenic to arsenious 
add II3ASO3, while the hot cone. HNOy converts it to arsenic add 
Ii^A8P4. Hot concentrated HsSO^ oxidises it to arsenious oxidd 
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(iv) It is attacked by fused alkalis, forming arsenites, but not by 
aqueous alkalis : 2As + 6 NaOH = 2 Na 3 AsOg 4- SH*. 

Arsine, is conveniently prepared iby the action of warm 
water upon aluminium arsenide ; AlAs+3H,0 = Al(OH)j 4 -AsH 3 . 
Pure arsine is produced by the action of dilute HCl upon zinc arsenide. 
Arsine is also produced by the action of nascent hydrogen on a soluble 
arsenic compound. 

Zn,A 8 ,-f- 6 HCl « 3 ZnCl*-f- 2 AsH 3 ; As 30 a+ 12 H =* 2 AsH 3 +SHjO. 

A highly poisonous colourless gas with a garlic smell, it is insoluole in water and 
has no oasic properties. It forms no compound simUar to phosphonium compounds. 
It decomposes into its elements on gentie heating. It is a reducing agmt. It gives 
a black precipitate of silver with dilute silver nitrate solution. 

AsH, + 6AgNO, + 3H,0 = H,AsO, + 6HNO, + 6Ag. 

Arsenions oadde, white arsenic, AS 2 O 3 , is produced 
commercially by roasting arsenical ores, such as pyrites, and condensing 
the volatile arsenious oxide in flues as a white powder. 

This oxide is slightly soluble in water—the solution is feebly acid 
to litmus due to the formation of arsenious acid. 

AsjOg 4 - SHgO 2 H 8 AsOa 

But it readily dissolves in solutions of alkalis or carbonates to yield 
arsenites, and m concentrated HGl to yield arsenious chloride, and 
hence the oxide is amphoteric in character ; 

AsjOj+eNaOH == 2 Na 8 AsOa 4 - SHjOT; 

As*08+6Ha = 2AsCl,4‘3HaO. 

It is a reducing agent. It reduces iodine to HI. 

As,0, 4 21, + 2H,0 As,0, + 4HI. 

The reaction goes to completion in presence of sodium bicarbonate which removes 
HI, since unlike NaOH or NajGO, sodium bicarbonate is without action upon iodine. 

It also acts as an oxidising agent. It is reduced to arsenic when heated with 
charcoal, and in solution by stannous chloride, 

As,0, + 3SnCl, 4 6HC1 = 2As 4 SSnCl* 4 3H,0, 

and also when boiled with hydrochloric acid and copper foil ; 

As,0, 4 6HGI 4 6Gu = 2As 4 6GuGl 4 3H,0. 

If the copper foil is washed, dried and heated, white sublimate of Aa,0, is formed 
{Reinsch's test). 

Arsenious oxide is used in the preparation of pigments an^ enamels ; in glass 
making ; in taxidermy for preserving skins ; as a [ibison for vermin ; as a weedkiUer ; 
in «TnaU doses in medicine as a tonic and in skin diseases. • 

Arsenic oxide, AS 2 O 5 , is obtained as a white deliquescent solid by 
oxidising arsenious oxide with concentrated HNOg or chlorine : 

Asa024-2HN02 = AsaOg+NaOj+HaO. 

It dbsolves in water, giving arsenic acid ; As,0, 4 3H,0 »* 2H,AsO«, and 
in alkalis to give arsenates—arsenates are analogous to and isomorphous with 
phosphates. It is an mcidising agent, and is reduced to anenious acid by hydrio^c 
acid : HtAsO, 4 2HI fc? H,AsO, 4 I, 4 H,0. 

Areenitee and areenates.—Sodium arsenite is obtained by 
dissolving AS 2 O 2 in camtic soda ik>lution. With silvo* nitrate solution 
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it gives a yellow precipitate of silver arsenite, soluble in acetic acid 
(cf. Ag 8 P 04 which is insoluble.) 

NaaAsOs-hSAgNOj = AggAsOj+SNaNO,. 

With cojpper sulphate iK)lution it gives a green precipitate of 
cupric arsenite {ScheeU's green), Ga8(As08)2,2H20. 

Sodium arsenate is made by fusing sodium arsenite with sodium 
nitrate. It is used in calico-printing. It gives a light chocolate 
precipitate of silver arsenate with silver nitrate solution, insoluble in 
acetic acid : NajAsO* -f SAgNOg = Ag 8 As 04 + SNaNOg. It 
liberates iodine from an acidified solution of potassium iodide. 
H 8 ASO 4 + 2HI ^ HgAsOg + I 2 + HgO. 

Arsenions chloride, AsGlg, is prepared by dissolving AsgOa in 
hot and strong HGl or by distilling a mixture of As^Og with common 
salt and strong HgSOg. AsgOg+SHGl 2AsGI8^-3HaO. A poisonous, 
oily liquid, b.p. 130% it is l^drolysed by water to arsenious oxide—the 
reaction is reversible. 

Sulphides of arsenic occur native as the yellow and red mineral orpimenl, AsjS,, 
and realgar, ASjS,, respectively. Realgar is us^ as a pigment and in pyrotechny. 

Arsenic trisulphide is precipitated as a yellow powder by passing H,S through 
an acid solution of arsenious oxide : AssO, + SHjS = As^S, + 6HG1. Insoluble 
in strong HGl, it dissolves in alkalis, giving arsenite and thioarsenite, from which 
it is precipitate by the addition of acids. 

As,Sa + 6 KOH = K,AsO. + KjAsS, + 3H,0 ; 

K,AsO. + K,AsS, + 6HG1 = 6KC1 + 3HjO + As,S, 

It also dissolves in yellow ammonium sulphide, giving thioarsenate which 
pr<x:ipitate3 the pentasulphide on acidification : 

As,Ss + 3 (NH 4 ),S + 2S = 2 (NH 4 ),AsS 4 ; 

2 (NH 4 ),A 8 S 4 + 6HG1 = 6 NH 4 GI + 3HaS + AsjS, 

On passing HgS through a solution of arsenic acid the latter is reduced to arsenious 
acid, and a white precipitate of sulphur is formed—on further passing the gas, arsenious 
sulphide is deposited. 

H,As 04 + H»S = H,AsO, + HjO + S ; 2H,AsO, + 3H,S = As,S, + 6H,0. 

Tests. —(i) Mirror test. —On heating an arsenic compound with soda-lime and 
potassium cyanide in a bulb-tube a black mirror of arsenic with a garlic smell is 
deposited on the cold tube further on. 

(ii) Marsh's test. —In this test the arsenic compound is reduced to arsine by 

nascent hydrogen. Some 
granules of zinc (arsenic free) 
and the arsenic compound arc 
taken in a flask (fig, 153) fitted 
with a thistle funnel and a 
delivery tube—on the addition 
of pure dilute H 2 SO 4 , arsine is 
pr(^uced, which passes out of 
the delivery tube. Arsine is 
decomposed on heating the 
tube and a black mirror of 
arsenic is deposited beyond the 
heated portion. This is a very 
delicate test and is used to 
detect arsenic in trace. 

(iii) Mat.—^When an arsenious compound is heated with zinc- 
dust and caiutic soda, arsine is evolved which stains black a paper soaked in silver 
nitrate solution. 
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(iv) W«t^ tests*—(a) Silver nitrate sohition a yellow and a chocolate 

precipitate with neutral solution of arsenite and arsenate respectively—the precipitates 
arc soluble in nitric add solution, (b) Magnesia mixture gives a white precipitate 
of magnesium amn^onium arsenate, MgNH 4 As 04 , wAh an arsenate solution only, 
(c) Ammonium molybdate in presence of cone. UNO, gives a yellow ppt. with a 
boiling solution of an arsenate {cf. phosphate). 

Antimony 

• 

Preparation.—The principal ore of antimony is stibnite Sb^Ss. 
The metal is prepared by reducing the ore with iron at a red heat ; 
Sb 3 S 3 -f- 3Fc = 2Sb -j- 3FeS, or by roasting stibnite to the oxide and 
then reducing with coke : 

2SbaS3+902 = 2Sb203+6S02 ; SbaOg+SC = 2Sb+3CO. 

Properties.—(i) A brittle, silver-white, lustrous metal, antimony 
expands on solidification^ and hence useful in casting. It exists in three 
allotropic forms ; metallic antimony, the common form, yellow antimony 
(soluble in carbon disulphide), and black antimony (inflammable 
in air). 

(ii) Stable in air, it burns when heated, forming a mixture of 
SbaOa and Sb 204 . It also burns spontaneously in chlorine, forming 
the pep.ta-chloride, SbClg. 2Sb - 1 - SClg = 2 SbCl 5 . 

(iii) It is not acted upon by water or dilute acids. It decomposes 
steam at a red heat, and is oxidised to Sb^O^ by concentrated 
showing its non-metallic character. It dissolves in hot concentrated 
HCl in presence of air, forming the chloride, and also in hot 
concentrated H 2 SO 4 , forming the sulphate. 

2Sb + 6 H 2 SO 4 == Sb2(S04)3 + 3 SO 2 + 6 H 2 O. 

It dissolves readily in aqua regia, forming the pentachloride, 
SbClfi. 

Uaes. —The chief use bf antimony is in making alloys : fype metal (Pb 55 : Sb 30 : 
Sn 15) ; antifriction metal (Pb 75 : Sb IS : Sn 8 : Cu 2} used for bearing of machinery j 
Britannia metal (Sb 5 : Sn 94 ; Gu 1). 

Stibine. —SbH* is prepared by the action of dilute HCl upon an alloy of 
ma^esium and antimony : MgaSb| + 6HC1 ~ 3MgCla + 2SbM3, and by the 
action of nascent hydrogen on an antimony^ compound in acid solution. 

A neutral, colourless, poisonous gas with an unpleasant smell, fairly soluble in 
water, it is readily decomposed into its elements by heat. It is a reducing agent. 
It gives a black precipitate of silver antimonide with silver uitfate solution, (e.g. 
arsine) : SbHs + 3AgNOa = Ag,Sb + 3HNO,. • 

The precipitate is rapidly decomposed by excess of silver nitrate into a/' black 
mass of silver and antimony trioxide. 

2Ag»Sb + 6AgNO, + 3HaO •= 12Ag + SbaO, + 6HNOa 

Antimony oxides. —^Antimony forms the oxides SbaOa, SbaOa and SbjOa. 

Antimony trioxide, SbgOa, is made by burning the metal in air and by the hydrolysis 
of antimony trichloride : 2SbGla + 3H,0 ^ SbjOa + 6HC1. 

A white powder, it becomes yellow on heating. An amphoteric oxide insoluble 
in water, it dissolves in alkalis giving antimonites, and in acids, producing 
salts. 

Antimony telroxide, SbaOa, is produced by‘beating SbaO| above 400** in air. It 
imparts an add reaction to water. 

24 
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Antimony pentoxide, Sb/3g, is obtained by the hydrolysis of penta chloride 
or by the action of cone. HNO, upon antimony or its lower oxide. An insoluble 
yellow powder and acidic oxide, it gives rise to antimonic acid and antimoniates. 

Antimony ^ chloriHes.—^Antimony trichloride, SbCl^, a 
deliquescent, white solid, is prepared by dissolving antimony trisulphide 
in concentrated HCl and evaporating. It is reversibly hydrolys^ by 
water, precipitating the white oxychloride : 

SbClj + HaO ^ SbOGl + 2HC1. 

Antimony pentachloride, SbCls, a heavy fuming liquid, is 
prepared by passing chlorine into molten tri^loride. It liberates 
iodine from potassium iodide. SbClj + 2KI =s SbCls + 2KG1 + la. 

Antimony sdphides.— -Antimony form two sulphides Sb,S, and Sb,S(. 
Antimony trisulphide is obtained as an orange yellow powder by passing H,S through 
an acid solution of antimony trichloride. 

Just like AsjSs, it dissolves on caustic alkalis, in alkali sulphide and in yellow 
ammonium sulphide. But unlike AsjSs, it is insoluble in ammonium carbonate. It 
dissolves in strong HCl, whereas arsenic sulphide is insoluble. 

It burns when heated in air, and hence its use in fire works, percussion caps and 
matdi heads. It also finds use as a pigment and in the vulcanisation of rubber. 

Tartar emetic, potassium antimonyl tartrate K(SbO) C 4 H 40 (, is made by 
boiling antimony oxide and cream of tartar and is used in m^icine and as a 
mordant. 

Tests. —(i) An antimony compound, mixed with fusion mixture and heated 
on charcoal in the reducing flame, gives a white, lustrous, brittle bead with a white 
incrustation. 

■ (ii) H,S gives an orange yellow precipitate of antimony trisulphide with an 
acid solution of an antimony salt. 


Bismuth 

Preparation.—^Bismuth is often found native. It also occurs as 
bismuth ochrcy BisOg, bismuthite or bismuth spar (Bi 0 ) 2 G 03 , and 
bismuthinite or bismuth glance^ Bi^Sg. 

'fhe metal is obtained from native bismuth by liquation—the ore is heated in 
a sloping iron tube, when bismuth melts (m. p. 271°) and flows away. The metal 
is refined by dissolving in dilute HNO„ pouring the solution into much water, calcining 
the precipitated basic nitrate, and reducing the oxide with charcoal and a 
flux. 

Properties.—(i) An easily fusible, brittle, silver-white metal 
bismuth burns to the trioxide, Bi 203 , when heated in air. 

(ii) It catches fire in chlorine forming the trichloride, BiGlj, and 
decomposes steam slowly at a red heat. 

(iii) It is not attacked by dilute acids, excrat HNO3, which converts 
it into nitrate. Boiling concentrated H 2 SO 4 converts in into the 
sulphate, Bi 2 (S 04 ) 3 , sulphur dioxide being evolved. 

Bismuth is used in making fusible alloys : Rose's metal (m. p. 93.75°) contains 
Bi (2 parts), Pb (1 part), and Sn (1 part) and Wood'sJusible metal (m.p. 71°) contains 
Bi (4 parts), Pb (2 parts), Sn (1 part) and Cd (1 part). 

Blsmntliine, BiH,, an unstable gas is obtained by the action of HCl upon an 
alloy of magnesium and bismuth. It is slightly acidic and is soluble in alkali. 

Bismuth oxides. —^Bismuth forms the oxides BiO, BitOs, BigOi and Bi^Oi. 
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Bismuth monoxide^ BiO, a black powder, is obtained *by reducing Bi^Og with carbon 
monoxide : BigOg + CO = 2BiO + GOg. A basic oxide, it reacts with acids, 
giving metallic bismuth and a tervalent salt. 

BismuUi trioxide, Bi,Og, a yellow powder, is obtained by burning the metal or 
by igniting bismu^ sulmitrate. It is readily reduced to the metal by heating with 
carlran or hydrogen. It is predominently basic in properties—^its slight solubihty 
in strong alkali shows that it is also feebly acidic. 

Bismuth Utroxide, Bi,0«, a brown powder, is produced by the action ol^chlorine 
on an alkaline suspension of bismuth trioxide. It loses oxygen on heating and is 
reduced when warmed with strong HGl or HgSOg, giving chlorine or oxygen 
respectively : BigOg + 8HGI — 2BiClg + 4HgO + Gig. 

Bismuth pentoxidef BigOg, a brown powder, is ob^ned 1^ drying meta bismuthic 
acid, HBiOg, produced ^ acidifying (with dilute nitric acid) potassium bismuthate, 
KBiOg, which is precipitated by the prolonged action of ^lorine on an alkaline 
solution of bismuth trioxide. When heated and when treated with adds, it leaves 
like the tetroxide : BigOg + SHgSOg Big(SOg)g + 3HgO + Og. 

BigOg is also precipitated by the hydrolyds of potassium bismuthate, KBiOg, 
form^ by the fusion of BigOg with caustic potash in air. The higher oxides ^ 
bismuth, therefore, show acidic properties. The bismuthates are us^ as oxidising 
agents. 

Biamntli chloride. —BiClg, a white crystalline solid, Is prepared by burning 
bismuth in chlorine. It is reversibly hydrolysed by much water, predpitating white 
bismuth oxychloride : BiClg + HgO BiOGl + 2HC1. 

Biamatli sulphide, BigSg, is obtained as a black precipitate passing HgS through 
an acid solution of the chloride. It readily dissolves in nitric add, but unlike the 
sulphides of As, Sb and Sn, it is insoluble in alkalis and yellow ammonium sulphide. 

Bismixth nitrate, Bi(N03)3, SHgO, a white crystaHine deliquescent 
solid, is obtained by dissolving bismuth, its oxide or carbonate in 
nitric acid and crystallising. It dissolves in water in presence of 
nitric acid. On the addition of much water, an insoluble basic 
nitrate, known as bismuth subnitrate, BiONOg, precipitates. 

Bi(N03)3 + HgO ^ BiONOg + 2HNO3. The sub-nitrate is used 
as a medicine in diarrhoea and in gilding porcelain. 

Bismathyl carbonate, (BiO)gGOg, is precipitated by the addition of sodium 
carbonate to a solution of bismuth nitrate. It is the only cvl^natc formed by the 
elements of this family and serves to show the superior metallic character of bismuth, 
'fhe readiness with which bismuth forms basic salts show that its oxide is not a strong 
base. 

Testa. —(i) A bismuth compound, mixed with fusiori mixttlhe and heated on 
charcoal in die reducing flame, yields a white, lustrous, brittle bead with an orange- 
yellow incrustation. 

(ii) A solution of a bismuth salt gives a white precipitate of a basic salt on dilution 
with water : BiClg + HgO BiOGl + 2HC1. 

Comparison of N, P, As, Sb and B1—(i) Elecctrochemical character.— 

These eleinents, belonging to the 5th group in the periodic table, show a regular 
•gradation in properties with a progressive decre^ of non-metallic character from 
&e typical non-metals Ng and P to the typical metal Bi; As and Sb are 
snetaUttuls. 

(ii) Physical properties. —^These dements have low m. p’s. and (except Sb 
and Bi) low b.p.*s '^eir molecules contain more than one atom in the vapour 
state. 
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Atomic number 
Atomic weight 
Density of solid 
Melting point 
Boiling point 
Molecule (vapour) 


N 


P As Sb Bi 


7 15 

14.008 30.98 

r.0265 1.83 

21(y» 44.1“ 

196“ 287“ 

N, P* 


33 

74.91 

5.73 

814.5“ 

615“ 

AS4 


51 83 

121.76 209.0 

6.71 9.80 

630.5“ 271“ 

1380“ 1480“ 

Sb, Bi, 


(iii) AUotrow.—^These elements exist in allotropic forms. Active nitrogen 
is an s^otrope of ordinary nitrogen. Allotropes of phosphorus are yellow P (soluble 
in CS,), red P, and black P (feeble conductor of electricity). Allotropes of As are 
yellow As (soluble in GS,), black As, and gray As (marked lustre and conductivity). 
Yellow Sb is soluble in GS,, other forms black antimony and metallic antimony. 
Grey As, antimony and bismuth show metallic lustre and conductivity. 


{vA Valency.—^The valencies arc generally 3 and 5—hydrogen valency 3 as 
in NH„ and PH, and the highest oxygen valency 5 as in N,0, and PaO,. 


(v) Chemical properties. —^Nitrogen is inert, while phosphorus is very active 
and catches fire in air. As, Sb and Bi burn to their oxides when heated in air. Less 
electropositive than hydrogen, P, As, Sb and Bi are not attacked by non-oxidising 
acids HGl and dil. HgSO,. Hot concentrated HNO, oxidises P, As and Sb to PaO,, 
As,0, and Sb,0, (showing non-metallic character of Sb) and Bi to bismuth nitrate, 
and concentrated H, SO, converts As to AsgO,, and Sb and Bi to their 
sulphates. 

(vi) Hydrides. —The elements form gaseous hydrides of the type NH,—their 
stability, basic clraracter, and solubility in water decrease steadily from* NH, to 
bimuthine BiH,. NH, is stable, distinctly basic, and highly soluble in water—solution 
is alkaline ; PH, is less stable, faintly basic and slightly soluble in water—solution 
is neutral to litmus.' AsH„ SbH„ B>H, are all neutral and insoluble in water. AsH, 
and SbH, are readily decomposed by heat, while BiH, is very unstable. These 
hydrides are reducing agents—IW, at high temperature only. Besides NH,, nitrogen 
froms hydrazine, NiH, ; a basic liquid, and the hydrazoic acid N,H. Phosphorus 
also forms P,H,, a neutral volatile liquid and an analogue of NgH,. 

(vii) Oaddes and ozyacidB. —^These elements form oxides of the type N ,09 
whose acidic character decreases from N,0, to Bi,0,. NjO, and P,0, are acidic 
and with water form nitrous and phosphorus acids respectively. As,0, though 
mainly aci^c forming H,AsO, with water shows feeble basic properties. Sb,Os 
is also amphoteric like As,0,. Bi,Oa is mainly basic but shows very feeble acid 
properties. They all form typical acidic pentoxides of the type PjO,—acid property 
diminishes gradually such that Bi,0, is only feebly acidic. Pentoxides are the 
anhydrides of the corresponding oxyacids HNO,, HaPO,, H,AsO, and KgSbO,, 
only bismuthates (add not isolated) are known, e.g., NaBiO,. These elements also 
form oxide of the type NaO, ; NaO,, P.O„ As,0, and 86,0, are mixed anhydride, 
while BiaO, is a mix^ oxide. Nitrogen ako forms two neutral oxides N,0 and NO. 


N, P, and As resemble non-metals in not forming salts. Sb forms unstable sulphate, 
while Bi forms salts which are readily hydrolysed. 

(viii) GUorides.— The chlorides are NC1„ PG1„ PGl,, AsGl„ SbCl„ SbCl„ 
and BiCl,. They are decomposed by water—tendency towards hydrolysis decrease 
with increasing metallic character. NGI, (explosive liquid), PGl, (liquid) and 
PGl, (solid) are irreversibly hydrolysed by water. 

NGI, -I- 3H,0 = NH, + 3HOG1; PGl, + 3H,0 = H,PO, + 3HC1. 

Ghlorides of As, Sb and Bi and but reversibly hydrolysed by water. 

SbGl, + H,0 Vi SbOGl + 2HG1; Bia, + H,0 BiOGl + 2HG1. 

(ix) Metallic compoundB. —^All these elements form compounds with metals, 
c.g., MgsN,, Ga,Pa, Na,As, Mg,Sb, and Mg,Bi,. 

^x) Salphides. —Sulphides of nitrogen and phosphorus, e.g., N,S, (deep red 
iiqujo) and P,S, (pale yellow solid), are readily hydrolysed by water : 
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P,S, + 8H,0 = 2H»PO* + 5H,S. 

M and Sb form the tri> and pentasiUphides, e.g.; ASfSg, AsgSg and SbgSg, SbgSg, 
hut bismuth only the trisulphide, BigSg. Arsenic and antimony sulphides are roluble 
in dilute ^kali hydroxide, forming thio* and oxysalts, and in alkali sulphide yielding 
ihiosalts. But bismuth sulphide is insoluble in the^ reagents. 

Exercises, 

1. Describe the preparation of arsenic. Discuss the family relationship of 

phosphorus, arsenic, antimony and bismuth. Homahay *53 

2. What are the chief sources of white arsenic ? How this may be converted 

into arsenic, arsenic trichloride, arsenic acid, arsenious sulphide ? ^ Pmjab *45 

3. Describe the preparation of arsenic, and compare its properties with those 
of ammonia and phosphine. 

4. Explain with equations what happens when: (a) arsine is pased into 
silver nitrate solution, (b) bismuth chloride is poured into water, (c) arsenic trisulphide 
is digested with caustic alkali and then acidified, (d) potassium iodide is added to 
sodium arsenate solution, (e) arsenious oxide is boiled with hydrochloric acid and 
copper foil. 
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Boron 

Symbol B. Atomic weight 10.82. Atomic number 5. Density 2.34. Atomic 
volume 4.62. M. pt. 2300°G. B. pt. 2550°G. Valency 3. 

• 

History and occurrence. —^The use of borax as a flux and a glaze was known 
from early times. But the clement boron was isolated by the electrolysis of mcmt 
'noric acid by Davy in 1807, who also made it in 1808 by heating fused boric acid 
(i.p., boron trioxide) with potassium. 

Boron does not occur in the free state but only as (i) boric sicid HgBOg in the 
hot sprinp of Tuscany, and (ii) borates —several mineral borates are : (a) tincal 
or native borax, NagBgO,, lOHgO, in India, Tibet, Ceylon and California, (b) cole- 
manite, GagBgOn, 5 H 2 O in California and Asia Minor, (c) ulexite or boro*4iatro 
calcite NagBgOr, CagBgOn, I6H,0 in Chile, and (d) bos«cite MgClg, 2Mg3BgO|g 
in Sta.ssfurt deposits. 

Preparation.—Boron may be obtained in t^k^o forms, amorphous 
and crystalline. Amorphous boron is prepared : (a) by heating boron 
trioxide with sodium, potassium, inagnesium or aluminium, or (b) by 
heating potassium borofluoride with potassium or magnesium, in a 
trovered crucible : * 

B2O3 + 3Mg = 3MgO + 2B ; 3K + KBF4 ~ 4KF + B. . 

The reaction product is washed with hot hydrochloric acid, then 
with hot water and finally dried in a steam oven, when the amorphous 
form is obtained as a brown powder. 

Hard, steel>grey boron is made by melting the amorphous boron in an electric 
arc in an atmosphere of hydrogen. 

Pure crystalline boron is obtained as a black, hard solid by striking 
an electric arc between water-cooled copper electrodes in a mixture of 
boron trichloride vapour and hydrogen. 2BCI9+3H8 *= 2B-4-6HC11.- 



374 


INTERliBOlATE CHEMISTRY 


Pure crystals of boron deposit on a tantalum filament heated to 1200** in a mixture 
of hydfx^en and boron tribromide vapour. 

The ^called cprstalline boron (adamantine boron) made by fusing amorphous 
boron with aluminium and then dissolving out the latter with hydrochloric acid, iS'’ 
nothing but aluminium boride, t 

Prt^rdes.—(i) Boron is hard, steel-grey, high-melting-point 
solid ; it is unaffect^ by air or oxygen at ordinary temperature. 

Crystalline boron is much harder but less reactive than the amorphous form—the 
former, fe? example, may be strongly heated in air without being oxidised, whereas 
the latter smoulders in air at 700”, forming B,0, and some BN. The amorphous 
boron bums when heated in air, forming oxide a^ nitride. 

(ii) It forms boron nitride when heated in a current of nitrogen ; 
boron nitride is decomposed by steam. 

2B + N, = 2BN ; BN -f 3HOH = NH3 + H3BO3. 

(iii) It dissolves in oxidising acids, such as nitric acid or concen¬ 
trated sulphuric acid, yielding boric acid, but it is not attacked by 
hydrochloric acid. 2B 3H3SO4 = 2H3BO3 + 3SO3. 

(iv) It reacts with fused alkalis to form borates and hydrogen. 

2B -f 2NaOH -f 2H3O = 2NaBOa -f SH^. 

(v) It forms boron trichloride when heated in chlorine ; boron 
trichloride may also be obtained by heating boron trioxide and, coke 
together in a current of chlorine ; it is hydrolysed by water, yielding 
boric acid. 

m 

B30e+3C-f-3Cl3 *= 2BCl3-|-3CO ; BCI3-I-3HOH = 3HG1 + HjBO, 

Boron trifluoride is obtained by the spontaneous combustion of boron in fluorine 
or by heating a mixture of boron trioxide, fluorspar and strong sulphuric acid in 
a lead retort. B 3 O, + 3CaF, + 3 H,S 04 2BF, + 3 GaS 04 + 3H,0. 

It is decomposed by water yielding boric acid and fluoboric acid. 

4BF. + 3HOH = H.BO. + 3 HBF 4 . 

(vi) Several hydrides of boron, such as boro-ethane B^H, and boro-butane 
have been prepared by the action of dilute hydrochloric acid upon magnesium boride. 
They are readily hydrolysed by water, yielding hydrogen and boric acid. 

BgH, -I- 6H,0 = 6 H, + 2H,BO,. 

(vu) Boron combines with most metals at high temperatures in the electric 
furnace, forming very hard metallic borides. Extremely hard boron carbide (hardest 
substance known) B 4 G, an abrasive, is made technically by heating BjOs and coke 
in an electric furnace. 

3Mg tf- 2B = MgjB, ; 2BjO, -f- 7C = B 4 G -|- 6 CO. 

(viii) Boron can, displace carbon and silicon from their oxides on strong heating : 

3SiO, -h 4B = 2BjO, -H 3Si. 

* 

Boric Acid, H3BO3, also called boracic add, is found in the 
saffioni (steam jete of the volcanic vapours in Tuscany)—this on con¬ 
densation and concentration yields boric acid. It is prepared by 
adding concentrated hydrochloric acid to a hot saturated solution of 
borax—^pearly white, silky crystals of boric acid separate on cooling : 

Na8B407 -i- 2HC1 + SHjO = 2Naa 4H3BO8. 

These are washed with cold water and recrystallised from hot 
water. 
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Boric acid i» manufactured mainly from native calcium borate, cabled colmaniu. 
Sulphur dioxide is passed through powdered colemanite, suspended in boiling water ; 
calciiun sulphite and boric acid are formed—the former dissolving in excess of sulphur 
dicMdde forming calcium bisulphite and the boric acid crystallising out on 
cooling : ^ 

2Ca0,3B*0, + 280* + 9H,0 = 2CaS08 + 6 H,BOj. 

2CaSO, + 2H,0 + 2808 == JCa(HS 09 ),. 

Properties.—(i) Ordinary boric acid or orthoboric acid^ H3BO3, 
forms soft, silky, pearly white crystals which are greasy to the*touch, 
sparingly soluble in cold water but more freely in hot—solubility, 
3.7% at 12® and about 28% at 100®. Boric acid is volatile in steam. 

(ii) A very weak acid (weaker than carbonic acid), it turns yellow 
turmeric paper brown, and litmus wine>red, and has no action upon 
methyl orange. Since it is a weak acid its salts are hydrolysed by 
water. Boric acid may be titrated with caustic soda in presence of an 
excess of glycerine, using phenolphthalein as indicator. It then acts 
as a monobasic acid. H3BO3 4- NaOH = NaBOa -}- 2H2O. 

(iii) Orthoboric acid is decomposed by heat, yielding metaboric 
acid, HBOa, at 100°, and pyroboric acid, H2B4O7, at 140° : still 
stronger heating yields a glassy mass of boron trio^idde : 

. HjBOa-HaO = HBOa i 4HBO2-H2O = HaB^O,. 

HaB.O^-HaO = 2B2O3 ; B2O3 + SHaO - 2H3BO3. 

Boron trioxide is an amphoteric oxide ; with water it forms bortc acid. Boric acid 
yields boron hydrogen sulphate B(HS 04 )g, with sulphur trioxide, and boron phosphate 
BPO 4 with phosphoric acid, showing feebly basic property of boron trioxide. 

Uses, (i) In medicine as an antiseptic as borated cotton, boracic powder and 
bmacic ointment which contains the acid mixed with vaseline or Iturd. It is used in 
weak solution as an eye lotion, (ii) in the manufacture of glass and glaze, and 
(iii) in the preservation of food. 

Borax, Na2B407, lOHaO, is sodium pyroborate (tetraborate). It 
is prepared from : 

(i) colemanite by boiling the finely powdered mineral with sodium 
carbonate solution ; the insoluble calcium carbonate is filtered off—the 
filtrate on concentration yields crystals of borax. The sodium 
metaborate in the mother-liquor i% converted into borax by passing 
in carbon dioxide through the solution—the second crop of crystals of 
borax separates out, leaving the sodium carbonate in, the solution. 

2Ca0,3Ba08 + 2NaaC08 = 2 CaC 03 + Na 2 B 407 d- 2NaB02. 

4NaB02 + CO 2 = NaaB^O, -f 5JaaC03 

(ii) boric acid by boiling with soda ash—the solution is crystallised 
to yield borax : 4HaB03 -f NagCOa = Na2B407 H- fiHgO -f COa. 

(iii) native borax, called tincal, found in almost dried up lakes in Northern India 
and in Searle’s lake in California, containing about 55 p.c. borax, by recrystallisation, 
i.e., crude borax is dissolved in hot water and then cooled when pure borax deposits. 

Properties.—(i) Ordinary borax Na2B407, lOHjO is monoclinic 
and crystallises below 62® ; above this octahedral borax NaaB407, 
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SHjO separates. Borax forms white efflorsccnt crystals which arc 
soluble in water —tfu solution is alkaline due to hydrolysis : 

NagB^O^ -f 7HaO ^ 2NaOH + 4H,B08. 

Boric acid is so weak that a solution of borax (like sodium carbonate) may be 
titrated against hydrochloric acid, using methyl orange indicator. 

Na,B 40 , + 51^,0 + 2HGI = 4HaB08 + 2NaGl. 

(ii) When heated borax loses water and swells into a white mass, 
which then fuses to a colourless transparent glass, the so-called ‘borax 
bead*. 

The borax bead can dissolve metallic oxides to form mctalxirates which in certain 
cases have characteristic colours ; cobalt metaborate, for example, is blue. 

NajBaO, + GoO = 2NaBOj + Go(BOj),. 

The formation of coloured metaborates by certain metals is used in ‘borax bead 
test’ in qualitative analysis—the colour depends on whether the test is carried out 
in the oxidising or reducing flame of the Bunsen burner : 


1 

Gompounds of: 

Golour of borax bead in : 

i 

1 

• I 

{oxidising flane) 

1 

{reducing flame) 

1 

Ghromium 

Green 

' Green 

Manganese 

Amethyst i 

i Golourless 

Iron 

Yellow (cold) 

1 Bottle green 

Gobalt 

Deep blue i 

Deep blue 

Nickel , 

Brownish (coW) 

Grey 

j Gopper 

1 

Green (hot) ; blue (cold) 

Golourless or red 


Uses of bora*.— (i) In the manufacture of optical and hard glass, enamels, 
and glazes for pottery ; (ii) As an antiseptic in making medicinal soaps, and in the 
the preservation of food, as a flux in soldering, in stiffening candle>wicks, and in 
laundering to give a gloss on ironing, (iii) In borax bead test in qualitative 
analysis. 

Tests of boric acid. —(i) Cobalt nitrate test .—blue mass is obtained on heating 
a borate moistened with cobalt nitrate solution on charcoal in an oxidising 
flame. 

(ii) A solution of borate on being acidified with hydrochloric acid, turns turmeric 
paper brown. , 

(iii) A borate made into a paste \^ith concentrated sulphuric acid and ethyl 
alcohol, and set fire to, burns with a green-edged flame. 

B(OH), + 3G,H,OH B(OG,H,), + 3H,0. 

The vapour of ethyl borate B(OC 2 Hj)j formed burns with the green-edged 
flame. • 


Silicon 

Symbol Si. Atomic weight 28.09. Atomic number 14. Density 2.49 
(crystalline), 2.35 (amorphous). M. pt. 1420°C. B. pt. 2600"G. Valency 4. 

History and occurimce. —Gay-Lussac and Thenard in 1809 obtained silicon by 
passing the vapour of silicon fluoride over heated potassium. 

Next to oxygen, silicon is the most abundant element in the earth’s crust containing 
to the extent of 25% as compared with 50% oxygen. It occurs as silicon dioxide 
or silica in various forms, su^ as quartz, sand, agate and flint. Silica is the acidic 
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coostituent of silicate minerab such as clay, At*0„ 2SiO|, 2HjO, and felspur, K 2 O, 
AlgOai 6SiOg in igneous rocks. 

Preparation.—Silicon exists in two forms amorphous and 
aystalline : . 

Amorphous silicon is made : (i) by strongly heating a mixture of 
dry silica and magnesium powder in a covered silica crucible— 
magnesium oxide and excess silica are removed from the resulting 
mass by successively washing with hydrochloric acid and hydrofluoric 
acid : SiO^ + 2Mg = Si + 2MgO. 

(ii) by passing the silicon tetrachloride vapour over heated sodium 
or potassium—the product is washed with water to remove the chloride. 

SiGl4 + 4K = Si + 4KC1. 

Crystalline silicon is made at Niagara by heating a mixture of sand 
and crushed coke in an electric furnace : SiOg 2G = Si + 2GO. 

Crystalline silicon is also formed when amorphous silicon is crystallised out from 
its solution in molten aluminium, and hence the production of crystalline silicon 
when its compounds, such as silica and sil'con tetrachloride, are reduced with 
aluminium. 

3SiCl, + 4A1 4 AICI 3 + 3Si ; 3SiO, + 4Al = 2 AI 2 O, + 3Si. 

Properties.—(i) Amorphous silicon is a light brown powder^ while 
the crystalline silicon forms yellow to brown octahedral crystals with metallic 
lustre —both the varieties are fusible at the high temperature of an 
electric furnace. , 

(ii) It is a non-metal—its oxide being distinctly acidic in character •; 
but it is metallic in many of its physical characteristics ; thus the 
crystalline silicon possesses metallic lustre and marked metallic conductivity. 

(iii) Amorphous silicon burns vigorously when heated in oxygen, 
and slowly when heated in air. Si + O2 == SiOg. But the crystalline 
silicon is not attacked by oxygen even when strongly heated ; in other chemical 
properties it resembles amorphous silicon. 

(iv) Insoluble in water, it slowly decomposes steam at red heat : 

Si + 2HgO = SiOg + 2Ha. 

(iv) It spontaneously ignites in fluorine, forming the fluoride, SiF4, 
and burns when heated in chlorimf, yielding silicon tetrachloride, 
SiGl4 ; these halides are decomposed % water : 

SiGl* + 4HOH = 4HG1 + Si(OH)4 (orthosilici^ acid). 

(iv) It is insoluble in any single acid but it is attacked l^y a mixture 
of nitric and hydrofluoric acids : * 

Si + 6HF = 2Hg -f HgSiFg (hydroflousilicic acid). 

(vii) It dissolves in hot concentrated caustic alkalis or in fused 
sodium carbonate : 

Si-f2NaOH-|-HaO = NaaSi094-2Ha ; Si+NagCOg = NagSiOg-f G. 

(viii) A mixture of volatile hydrides of silicon, such as silico-methane, SiH 4 , 
and silico-ethane, SigHa, etc., are formed by the action of hydrochloric add upon 
magnesium silicide in absence of air : MggSi -f 4HG1 2MgClg + SiHg. 
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The silicon hydrides are spontaneously inflanunable in air. 

(ix) It combines with metals at high temperatures, forming metallic silictdes, 
e.g., MgaSi. 

Vaes of ailicon. —(i) As a deoxidiser in making steel, and (ii) in the manufacture 
of alloys such as sUicon-bror^, mangamse-sUicon-broni^, ferro-silicon, and acid-resisting 
silicon steel, such as honae, ttmtiron and duriron. 

Silica, silicon diox^e, SiO^.—Silica occurs in three amorphous 
forms opaly agate, and flint, and in the crystalline state as quart tridymite, 
And- cristobalite. Qpartz in its turn exists in three forms, ameUiyst, 
cat*s ej^e, and sand. Three crystalline forms with transition points 
are : 

870° 1470° 1710° 

Quartz ^ Tridymite ^ Cristobalite ^ Liquid 

Quartz is the only stable form below 870°. 

Silica also occurs in vegetable and animal organisms. It is found in the straw 
of cereals and bamboo cane, and in sponges. Kieselguhr is the siliceous skeletons 
of extinct diatoms. 

Pure alUcsk—Pure silica is white solid but ordinary sand is sometimes yellow 
or brownish due to the presence of ferric oxide which may be removed by washing 
with hydrochloric acid. 

Pure amorphous silica may be made from sand or silicate mineral by fusing with 
excess sodium carbonate in a platinum crucible when sodium silicate is formed-^the 
fused mass is extracted with boiling water ; the aqueous extract of sodium silicate 
on acidification with HGl yields a gelatinous pnrecipitate of silicic acid, which is washed 
with water, dried, and ignited : , 

. ' MgSiO, + NajCO, = MgCO, + Na^SiO, 

Na,SiO, + 2HCI = 2NaCl + H,SiO, ; H,SiO, = H,0 + SiO,. 

It may also be prepared by passing silicon tetrachloride into water—the gelatinous 
mass of orthosilicic acid form^ is washed with water, dried and ignited ; 

SiCU + 4HOH = 4HC1 + Si(OH)* ; Si(OH)« = 2H,0 + SiO,. 

Properties.—(i) Silica is insoluble in water, and in all acids 
except hydrofluoric acid : Si02 + 4HF = SiF 4 -f- 2 H 2 O. 

(ii) An acidic oxide, silica dissolves in alkalis, and in fused sodium 

carl^nate, yielding silicates. 2NaOH + Si02 = NagSiOj + HgO. 

* 

(iii) An intimate mixture of silica and coke heated to whiteness in 
a current of chlorine yields 'the colourless volatile liquid silicon 
tetra-chloridcj SiCl 4 : SiOj + 2C + 2Cla == SiCl 4 + 2CO. 

(iv) All the varieties of silica soften below 1600° and fuse in the oxyhydrogen 
flame at about 1700°. They become plastic before fusion and may be worked and 
blown like glass or drawn into threads. 

(v) Silica, being non-volatile, can displace volatile acid anhydrides from their 
salts at high temperatures : NajSO, 4- mO, = Na,SiO, -f SO,. 

Detection of silica. —(i) Microcosnaic sadt bead test. —^When heated in a bead 
of microcosmic salt in a platinum wire loop, most silicates and also silica do not dissolve 
in the bead but swim about as a white skeleton, (ii) Vapours of silicon tetrafiuoride 
arc evolved by carefully heating a mixture of silica, calcium fluoride and concentrated 
sulphuric acid in a lead crucible—a drop of water at the loop of a platinum wire held 
in the vapour is coated with a white gelatinous deposit of silicic acid : 

SiO, + 4HF = SiF, + 2H,0. SSiF, + 4H,0 « 2H,SiF, + Si(OH)4. 
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UsM oi aillca. —(sp* S'** 2.648) or rock cryotel occurs sometimes in 
trao^ment colourless crystals, but more fr^uently in opaque or coloured masses. 
Colourless quartz is used for spectacle lenses, since it is not easily scratched, and 
for lenses and prisms in optical apparaUis because of its transparency to infrared and 
ultranolet light. Coloured varieties of quartz, such as amethyst, and cat’s eye are used 
as gems. f 

Sand is quartz which has been crushed during its znovement by water. It is 
extensively used in making glass, glaze, porcelain, mftrtar, silica-bricks, etc., and 
as building material. Sand stone is used in making mill-stones. Agate finds use in 
making mortars and knife-edges. # 

Silica glasa, (quarts glass), made by using sand or quartz in oxy-hydrogen 
flame, possesses many remarkable properties. They are : (i) a very low coefficient 
of expansion so that white-hot silica may be quenched in water without cracking, 
and consequently the use of silica glass in making apparatus subjected to^ variations 
of temperatures, (ii) infusibility, its softening point is about 1500°—ordinary glass 
softens above 500°, (iii) transparency to visible light, and also to infrared and 
ultra-violet radiations, and (iv) it is free from alkalis and very resistant to attack 
by acids, and hence its use in the construction of crucibles, condensers, etc. Vitreosil 
is a translucent variety of silica glass. ‘Vycor* is low-expansion glass, essentially of 
silica. 

Carboraadnin, is an important abrasive, and is manufactured by heating a 
mixture of sand and crushed coke with a little saw dust and common salt in an electric 
furnace to a temperature of 1500° to 2000°C. This is silicon carbide : 

SiO, + 3G = SiC + 2CO. 

SUieu gel, SiOj, nH,0, is obtained as a white gelatinous mass by heating to 
100° a mixture of sodium silicate and hydrochloric acid. It is u^ in removing 
sulphur compounds from petroleum, and in drying air blast in iron metallurgy. 
It is used as an adsorbent and drying agent. Platinised silica gel is a contact catalyst 
in making sulphiuric acid. * 

The silicic acids and silicates. —^The acidic anhydride silicon dioxide being 
insoluble in water, silicic acids are formed by indirect means. Two important silicic 
acids are (i) metasilicic acid, HcSiO,, made by the action of acid on a silicate : 
NajSiOs 2HC1 = 2NaCl -f H,SiO,, and (ii) ortho-silicic acid, H 4 Si 04 , made by 
the hydrolysis of silicon tetra halide : 

SiCl* -h 4HOH == Si(OH)« +.4HC1. 

Many important silicates occur in rock minerals : Talc (soap stone) H^Mga 
(SiO|) 4 —used in medicine and face powders ; Asbestos, MgsCa(SiO ,)4 —used as a 
heat-insulator in making fire-proof materials and in covering steam pipes, etc., and 
as a^ filtering medium for corrosive liquids. Alumino-silicates form important 
constituent of many rocks and minerals. Felspar (ortho clase) KAlSijOf, used 
in glaze, pottery and porecelain. KmoUn (china clay, HaAl,(Si0^2,HjO—^used in 
pott^ and porcelain, as a filler in paper, in malung ultramarine, and also in 
medicine. Common clay, is impure aluminium silicate, used in making earthen¬ 
wares, bricks, etc. Mica (biotite), KHMgaAla(Si 04 )s and Mica (muscovite) 
KH 4 Ala(Si 04 )a—^used as electrical insulators, and also for making «tove windows 
and lamp chimneys. Garnet, CaaAla(Si 04 )s—^used in making sand paper. Beryl 
is BcsAliSiaOii. * 

Many silicates, e.g., zinc silicate, zinc beryllium silicate and cadmium silicate, 
arc used as a fluorescent coating on the inside wall of fluorescent tubes (containing 
inert gas such as argon, and mercury vapour at 3 mm pressure)—colours produced 
by these silicates being green, yellow-white and yellow-pink respectively. 

Mcta-allicic add, HiSiO,, is obtained as a white gelatious mass containirg 
varying proportions of water, by the action of acids upon a soluble silicate : 
NajSiO, + 2HC1 = 2NaCl -f- H,SiO«. It is a very weak acid. 

Colloidal silicic acid is obtained by slowly adding a dilute solution-of sodium 
silicate to rold ifilute hydrochloric acid—silicic acid remains in solution in the colloidal 
state. It it purified by dialysis. It is known as silicic add sol. (p. 148). ' 
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Sodium silicate, (soluble glass), Na^SiOs, is prepared by fusing 
white sand with nearly twice its weight of sodium carbonate in a 
reverberatory furnace. NagCOg + Si 02 — NajSiOj -f COg. 

The resulting mass ',is dissolved in hot water under pressure in 
autoclaves to form a' thick solution known as water glass. The 
solution is strongly alkslline due to hydrolysis. 

Sodium silicate is used as an adhesive cement for joining pieces of china, as filler 
in c-lieap soaps, in solution as a preservative for eggs, as an atmesive in making carboard 
boxes, as a detergent in laundries, as a heat-resistant binding agent, to render bricks 
and cements non-porous. Potassium silicate, KaSiO, is also soluble glass. 

Solution of water glass gives a white gelatinous precipitate of silicic acid with 
ammonium chloride or ammonium carbonate solution : 

Na,SiO, + 2 NH 4 CI - 1 - 2HaO « HaSiO, + 2NaGl + 2 NH 4 OH 

It abo gives a yellow precipitate of silver 
silicate, soluble in dilute acids and ammonia, 
with silver nitrate solution. 

2AgNOa + NaaSiOa = AgaSiO, - 1 - 2NaNOa. 

On placing crystals of soluble salts of such 
metals as copfter, nickel, cobalt and manganese 
at the bottom of a glass trough filled with a 
solution of sodium silicate, sp. gr. 1 . 1 , and keeping 
overnight, beautiful tree-like growths of insoluble 
silicates, known as silica garden, develop 
(fig. 154). 

• 

Silicon tetraBuoride, SiFf,—Silicon ignites 
spontaneously in fluorine, forming gaseous silicon 
tetrafluoride. It b usually prepar^ by heating 
a mixtiue of fluorspar, CaF,, and white sand 
with concentrated sulphuric acid. The gas is 
pasiicd over dry sodium fluoride to remove HF, 
and b collected over mercury. 

2 CaF,-f 2 HaS 04 -hSi 0 a = 2 GaS 04 -f-SiF 4 -l- 2 H, 0 . 

Silicon fluoride is a colourless strongly fuming gas. It b decomposed by water, 
forming gelatinom ortho silicic acid, Si(OH) 4 , and hydrofluo-silicic acid H,SiF,,— a 
/act utilised in testing silicates or fluorides. 

. 3SiF4 -H 4H*0 «= Si(OH )4 + 2H,SiF4. 

HydrofluosUicic acid, HjSiF',, is made in aqueous solution (the pure acid 
is not known) by passing SiF 4 in water. The gas, SiF 4 , b prepared by heating a 
mixture of flu^spar, fine white sand and concentrated sulphuric acid in a flask, and 
is passed into water contained in a cylinder—the end of the dry delivery tube dipping 
into a layer.-* of mercury (a device that prevents the tube becoming dtoked with 
gelatinous silicic acid). 

The silicic acid is Altered off. The filtrate is an aqueous solution of hydrofluosilici 
acid. It b partly decomposed in solution : HsSiF, ^ SiF 4 + 2HF. 

'Hie fluosilicates, Na^SiF, and KjSiF,, are insoluble and are precipitated by 
HsSiF,. Magnesium fluosilicate, MgSiF,, solution is painted over concrete floor 
to harden and polish the surface. NajSiF, b used as an insecticide for chickens. 

^ Glass. —Glass making^ is of great antiquity, and it was known to the ancient 
Hindus long before Christian era. But it is generally believed that the art originated 
in Egypt, where natural carbonate of soda occurs. In the period 2000—^1500 B.G. 
an important glass industry developed in Egypt. From Egypt the knowledge spread 
to Rome, Constantinople and Venice. The rest of Europe learnt the art from Venice. 



Fig. 154 
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Glass was extensively employed by the Romans for domestic piirposes, and in Britain 
it was produced during Roman occupation. Glass making was also developed 
very early in Assyria. In modern times the most advanced processes of glass 
manufacture were carried on mostly at Jena in Germany.. 

DeBnitioau-^lass is an amorphous transparent mass of a complex 
mixture of the silicates of one or more alkali metal/with the silicates of otu or 
more heavy or alkaline earth metals, which is produced when a liquid melt 
solidifies without undergoing crystallisatwn, # 

Glass is an apparently solid substance, since it has no sharp melting point; when 
heated, it gradually softens and finally liquefies, and hence it is considered as a viscous 
Uquid that has been supercooled. 

Glass is completely isotropic, i.e., it exhibits similar properties in all directions. 
Griass has the valuable property of becoming plastic on heatmg, when it can be blown, 
moulded or rolled into sheets ; molten glass gradually solidifies on cooling without 
showing any tendency to crystallisation. Glasswares, however, develop, usually after 
a lapse of many years, a tendency of losing its transparency and becoming opaque 
due to the crystallisation of the component silicates. This is known as devitrification 
of glass. Glass also devitrifies whm heated long to its softening point. A bad conductor 
of heat, glass wares generally crack, when subjected to sudden Ganges of temperature. 
Glass is more or less resistant to the attack by all chemical reagents except hydrofiuoric 

alkalis, however, have very slow corroding action upon glass. 

The CSompositioii of glass.—As already stated,'^lass is a complex 
mixture of several silicates ; all glass contains silica. Common soda 
glass contains sodium and calcium silicates, and has the approximate 
composition NajO, CaO, 5Si02. , In addition to or in place of soda, 
Na^O, and lime, CaO, special gla.sses may contain potash, KgO, 
baryta, BaO, magnesia, MgO, lead oxide, PbO, and zinc oxidey 
ZnO, etc. ; they may also sometimes contain borates and phosphates. 
The properties of glass are profoundly modified by its composition, 
and hence based on its composition, glass has been broadly classified 
into : 

(i) Soft glass or sodia glass : it contains sodium and calcium 
silicates, and is easily fusible ; e.g., common laboratory glass, window 
glass, and plate glass. 

(ii) £hurd glass (potash or Bohemian glass) : it contains 

potassium and calcium silicates, and is harder, less eaSily fusible, and 
more resistant to the attack of chemical reagents \ hence its use in 
making chemical apparatus and combustion tubes, etc. Potash is 
employed as potassium carbonate. • 

(iii) Flint glass : it contains potassium and lead silicates, and 
has high density and refractive index ; hence its use in making lenses 
and prisms. Flint glass is very soft. Lead is used in the form of 
litharge, PbO, or red lead, Pb 304 . 

(iv) Optical glass : it contains as acidic oxide boron trioxide 
and phosphorus p>entoxide in place of some silica, and barium oxide 
instead of lime, and occasionally some zinc oxide. Two main types 
of an optical glass are : Crown glass which contains as basic oxide 
mainly potash and barium oxide, and fiint glass in which litharge 
reolaces lime. 
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(v) Jetui glass and Pyrex glass : they are highly resistant to the 
action of heat and chemical reagents. 

Jma glass contains zinc and barium oxides, and boron trioxide in place of some 
sdica ; it is nuiinly a mixttre of zinc and barium boro-silicates. It is low in alkali 
contmt but rich in alumina compared to ordinary glass, ^tx glass contains boron 
trioxide and is very rich in silVp, but poor in alkali and alumina. It contains sodium 
and aluminium boro-silicatcs. 

It may be noted that (i) increase of silica content, genders glass less fusible and 
harder, but more brittle, (ii) lime reduces fusibility, also increases hardness 
but does not increase brittleness (iii) alkali makes glass s^ter, more fusible and less 
resistant to chemicak. Ordinary glass absorbs heat radiations and hence its use 
in fire-screens. 

Manofactare of Glass.—Common soda glass contains calcium 
and sodium silicates, and has the approximate composition Na^O, 
CaO, SSiOg. It is made by fusing together : (i) silica used in the 
form of white sand (free from iron compounds), or crushed quartz, 
(ii) alkali employed as soda-ash or in the form of a mixture of saltcake 
and charcoal, when sulphur dioxide is evolved ; 

2Na2S04 + C + 2Si02 = 2Na2SiOa + CO, -f 280* 
and (iii) lime —chalk or limestone or lime itself is used. A typical 
‘charge* for making a batch of common glass consists of 100 parts of 
sand, 35—40 parts of soda-ash, 15 parts of limestone, to which is 
added varying amount of culUt (broken glass). The addition of 

cullet helps the fusion of the 
charge. The raw materials are 
separately crushed, and freed 
from impurities like iron which 
imparts colour to the glass. The 
batch of different raw materials 
is gradually introduced into 
fireclay ta^ furnace (fig. 155) 
heated by producer gas and air 
on the regenerative principle of 
heat economy to a temperature 
of about 1400°C, until it is 
F'g. 155 almost filled with the molten 

material. The charge fuses, with 
evolution of gases, into a mobile liquid which is stirred by a fireclay 
rod to obtain a homogeneous melt. 

Decolourising agents, such as manganese dioxide, nitre, etc. are 
then added to the molten glass to neutralise the green tint of ferrous 
irony generally present in the raw materials,—iron being thereby 
oxidised into the ferric state imparts a faint yellow colour which is 
complimentary to the pink colour of manganese silicate, the product 
is colourless glass. When the charge has assumed a state of quiet 
fusion, and is free from all bubbles of gas, the molten glass is gradually 
cooled to a pasty mass which is then worked into different wares either 
by blowing or by casting in moulds or made into sheets (plate glass) 
by pressing between rollers. 

Na,CO,+SiO* = NaaSiOg-f-GOg ; CaCOg+SiO* « CaSiOg-f CO** 
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AtuMftUnf of glM>« —^All varieties of glass prepared as above require annealita 
before use, since they are I’able to crack on heating owing to the existence 
of internal strain in them. The defect is remedied by heating the glass wares 
to a temperature of about 500®G so as not to get deformed and then slowly 
and uniformly cooling by passing through a tunnel-li^ furnac^e : the process is 
kno%vn as annealing. r 

Cektured glaas is made by adding various metaUu: oxides or other substances 
to the molten glass in course of its manufacture. ' 


■11 

Golouring 

agent 

Golour of 
glass 

Golouring 

agent 

Ruby red 

Gold, selenium, cuprous 
oxide. 

Green 

Ghromic oxide, ferric oxide 
with a reducing ag^t. 

Blue 

Gobalt oxide, cupric oxide. 

Amber 

Carbonaceous material with 
sulphur or iron sulphide. 

Opal 1 

Fluorspar _ with felspar ; 
tin dioxide or calcium 
phosphate. 

Violet 

Manganese dioxide. 

Yellow I 

Gadmium sulphide, uranium 
oxide. 

Black 

Excess of pyrolusite and 
ferric oxide. 


Coloured glasses are generally made by melting the batch In clay pots. 
Artificial^ gems are often coloured glasses only. 


Safety gl»M» used in automobiles, consists of a (polyvinyl acetate resin) plastic 
sheet sandwiched between two pieces of thin plate glass—^it may be shot through 
by a bullet without shattering. Tempered plate glass is also ottea used as safety 
glass. ^ 

Fibre glasa is glass reduced to flexible filaments or threads. It is an excellent 
heat insulator. _ Fibre gl^ is woven into fabrics for fireproof curtaj^. It is 
used as a packing material for distillation columns. Glass is also^un into short 
fibres, known as gnus wool. 


Composition : 

SiO, 

Na,0 

K,0 

GaO 

PbO 

A1,0, 

ZnO 

B,0, 

Sodalime glass 

76 

13 

Hi 






Potash 


71 


mm 






Flint 


53 



m 

33 

H 



Jena 

if 

65 

8 

m 




12 

10 

Pyrex 

99 

81 

5 

■ 

■ 


m 


12 


When the common glass is manufactured from impure (containing iron oxide) 
raw materials, it generally assumes a green and yellow colour, a!hd is known as 
bottte glsws. It contains sodium, mcium and iron silicates. Jt is used in 
making cheap medical phiab, and bottles, etc. Common glass is. found to contain a trace 
of free edkali. • 

Enamel is ordinary glass rendered opaque by opacifiers like tin dioxide, 
antimony oxide, and barium sulphate. Enamelling of iron or brass wares prevents 
atmospheric corrosion, and hence the use of enamelled name plates, and sim boards, 
etc. 

Pottery and porcelain. —^Thc manufacture of china or porcelain was discovered 
in Cbina in the seventh or ninth century A.D. The basis of pottery and pored^ 
is china cUff or kaolin, AlaO„ 2SiOt, 2H|0, which is easily moulded when wet and 
retaimng its shape on drying and firing. Porcelain is made from a mixture of puic 
clay md findy'ground felspar and quartz—^thc plastic mass & worked on a potter’s 
wheel, dried in hot chambers, and then burnt in fire-clay boxes c^ed seggars, 
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in a kiln ; the ceramic body after firing is called biscuit. Earthen were is 
similarly made from day only. The body after fir't^ is porous and requires 
glazing. The glazt is easily fusible glass inmarted to the surface of the porous body, 
and having the same composition as the clay beneath. Porcelain is glaz^ 
by dipping into a creamy^aste of a mixture of ground felspar, quartz, kaolin, and 
fiimly adheres to the surface. Table ware is usually glazed with a mixture of lead 
oxide, clay and flints. Eartlrrnware drain-pipes are salt-glazed by throwing common 
salt into the kiln. 

Besides its use in making china, kaolin is employed as a filler in paper and textile 
indwtries. Clay is also made into bricks and tiles. Clay containing a high proportion 
of silica and alumina is very refractory, and is called fireclay. It is used in making 

firebricks. 

Fiillei>*8 cartk is non-plastic clay userl for decolorising oils, etc. Clay is often 
contaminated with lime-stone, sand and iron oxide ; marl is a mixture of clay and 
limestone. 

Comparlsoa of carbon, eUicon, and boron. —In many of its properties carbon 
resembles silicon with which it belongs to the fourth group in periodic table. In 
spite of their belonging to two different groups B and Si show similarities owing 
to diagonal relationship in periodic table. 


Properties Carbon Silicon Boron 


Allotropy 

Melting point , 
^Density 

Action of oxygen 

Action of Acids 

Action of steam 

Action of alkali 
Oxides < 

Fluroide and 
chloride. 

Hydrides 

Sulphides 

Metallic compounds. 


High-melting non-metals, all these elements exist 
in two allotropic forms, amorphous and. crystalline. 
Graphitic carbon and crystalline silicon possess metallic 
lustre and electrical conductivity. 

3500® • 1 1420" , 2300® 


2.25 graphite 
3.5 diamond 
Bums to CO, 

Graphite is oxidis¬ 
ed by HNO, and 
KClOg to graphitic 
acid. 

Charcoal decom¬ 
poses steam at red 
heat. 


COj gas, fairly 
soluble in water, 
fuhly acidk ; forms 
carbonic acid and 
carbonate. CO, 
eas. 

CFi, inert gas and 
'CCl,, inert liquid 
—^both are stable 
towards water. 
CH 4 , CgHf, etc, 
are inert gases, not 
attacked by alkali. 


CS, inflammable 
liquid. 

Carbides CaC,, etc 


2.5 ciystallinc 
2.35 amorphous 
Amorphous form 
burns to SiO, 
Dissolves in a mix¬ 
ture of HF and 
HNO, 

Slowly decomposes 
steam at red heat. 

Dissolves with 
liberation of H, 
SiO,, solid, insolu¬ 
ble, feebly acidic, 
anhydride of silicic 
acid, forms silicate. 
SiO, solid. 

SiF,, gas and 
SiCl«,liquid—bolh 
are hydrolysed by 
water. 

SiH 4 gas, and 
Si 2 He liquid— 
spontaneously 
inflammable and 
attacked by alkali. 
SiS, inert solid. 

suicides CaSij, etc. 


2.34 

Burns in air to 
B^Oj and BN. 
Dissolves in oxidis¬ 
ing acids HNO, 
and H 2 SO 4 . 


Reacts with libera¬ 
tion of H,. 
lI*Os> glassy solid, 
amphoteric, forms 
boric acid with 
water and boron- 
phosphate with 
phosphoric acid. 
BFs gas and BCl,, 
liquid, b.p. 12.5— 
both are hydrolys¬ 
ed by water. 

BgHf, etc. decom¬ 
posed by water. 


BjSj solid—^hydro- 
Iwed by water. 
Borides Mg|B„etc. 
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Exaclses 

1. What is borax? How is it obtained on a large scale? Of what use is 
this compound in qualitative analysis? How may (a) boric acid, (b) boron tri¬ 
chloride, (c) boron, and (d) boric oxide, be obtained fsom borax? 

CfAmtta ’44. 

2. Describe the preparation and properties of rficon, and discuss its rela¬ 
tionship to boron and carbon, by considering the p*pertiea of the elements and 
their compounds. 

3. Give methods for the preparation of boric acid. Give one method fdf the 

detection of boric acid or a borate. Explain the chemistry of borax bead test 
in qualitative analysis. Bombay 1963, 

4. What do you know about the occurrence, properties and uses of silica? 

What happens when (a) silica is strongly heated with carbon, (b) chlorine is 
passed over a heated mixture of coke and silica? Starting from sand how would 
yon prepare specimens of (i) water-glass, (ii) silicon tetrafluoride, and (iii) silica 
8®^? AUaliahad Inter. 

6. What is glass? How is it manufactured? Give an account of the 
different varieties of glass. What are transparent silica and ruby glass? 

V. P. Board ’41. 

6- How does silica occur in nature? What are its uses? How would you 
prepare silicon from silica? Write what you know about the alloiropic modi¬ 
fications of silica. Gdcutta '65. 

7. What is dialysis? Describe an experiment to illustrate it. How will yon 
prepare colloidal silicic acid and silica from sodium silicate? (p. 148). 


XXVI 

METALS AND METALLIC COMPOUNDS 

Metals are in the service of man from prehistoric days. Our 
material civilisation has been largely due to our knowledge and appli¬ 
cation of metals. The ‘bronze age’, in human history followed the 
‘stone age’ and preceded the present 'age of steel’. About seventy-four 
of the elements are metals. 

Metals are generally found in nature as natural materials, ^called mineraby 
usually in the form of oxides {e.g., haematite, cassiterite,^ and bauxite, etc.), 
sulphides (e.g., zinc blende, galena, cinnaber, and copper pyrites, etc.), carbonates 
(e.g., lime-stone, magnesite, and dolomite, etc.), and silicate (e.g., felspar, mica, 
and kaolin, etc.), etc. A few metals, such as copper, gold and platinum, are 
sometimes found as such in nature, and are then said to occur native. 

Metallurgy: The winning and refining of metals .—are 
obtained from ores. An ore is a mineral that inay^ be profitably and 
conveniently treated for the extraction of one or more metals. Metal- 
.lurgy is the science and art of . winning (or extracting) a metal from 
its ore. 

Every metallic mineral is not suitable for the*winning of the metal; iron 
.pyrites, for example, is not suitable for the smelting of iron, and is not, there- 
ttore, an 'ore' of iron. 

' The method of winning metals from ores varies with the parti¬ 
cular metal and the' nature of the ores. Native copper, gold ^d 
platinum are worked up by refining only. 

25 
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Important processes fqr the extraction of metals include: 

(i) The carboii'dredD^oii process. — The process involves the 
Teduction of a compound of the metal, the ore, to the free metal. 
The principal reducins agent is carbon, usually in the form of coke. 
A typical procedure for the treatment of ores, consists of the follow- 
ing operations: (a) cashing and grinding, (b) concentration, (c) 
calcination or roasting, (cf) smelting or reduction. 

^(a) Crushing and grinding. — The ore, usually found as a rock 
mass, is first crushed to pieces,—a stone-breaker, jaw crusher, grind¬ 
ing mill or stamps being employed according to the degree of fineness 
required. The broken staff is then separated into sizes by a series 
of screens. 

(b) Concentration of the ore, also called dressing the ores. The 

ore generally contains rocky impurity, such as silica and silicates 
called gangue or matrix. Hence the necessity of dressing the ores 
before calcination and smelting. One or more of the following opera¬ 
tions are usually employed. 

(1) Gravity separation.— The crusherl ore is washed in a current of water 
which carries away the light sileceous gangue, leaving the heavy ore behind; 
the process is used in concentrating the tin ore, cassiterite, 

(2) Magnetic separation.—Many ores differ in magnetic property from rocky 
impurity; magnetic wolfram is removed from non-magnetic cassiterite by elvctio- 
magnetic separation. 

(3) Oii-flo^tation process.— The process works particularly well with t/.e 
tulphide ores, and is used in concentrating copper pyrites, galena, and blende. 
The crushed ore is churned up with water containing a little oil, such as pine 
and eucalyptus oils, which wets the ore but not the ganguo—the ore therefore, 
collects in the froth formed on the surface of tho liquid, and b rgnoved; the 
gangue is wetted by water and consequently sinks to the bottom. The ore is 
separated from the froth. Thus the ore concentrate is obtained. 

(c) Calcination and roasting.— Roasting is a process of heating 
the ore without fusion in a plentiful supply of air in order to oxidise 
it Calcination means heating the ore in air without fusion, the 
purpose being to drive off moisture and volatile matter from the ore. 
But the two terms are often used in the same sense; roasting, how¬ 
ever, usually involves higher temperature than calcination. Moisture, 
carbon dioxide and impurities, such as arsenic, which form volatile 
oxides, are eliminated during calcination. The calcined material is in 
a porous state, and is therefore readily reduced duriang smelting. 

The ore concentrates are, nsually, subjected to calcination; the oxide minerals 
cassiterite and haematite, for example, are calcined. The carbonate minerals, such 
as magnesite, MgCO,, and siderite, FeCO„ are calcined to their oxides : 

MgCO, = MgO -f- CO,; FeCOj = FeO -f- CO,. 

Ferrous oxide is converted to the ferric state during calcination. 

The sulphide minerals, such as blende and galena, are roasted in air and 
sintered with incipient fusion at' high temperatures in order to convert them 
to oxides : 

2ZnS + 30, = 2ZnO + 2S0,; 2PbS + 30, = 2PbO + 2S0,. 

(d) Smdting or rediictjoii.i — The calcined ore containing metallic 
oxide, mixed with carbon and flux, is smelted in a furnace, when the 
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oxide is reduced to the mttsX—smelting is an operation whereby the 
metal is separated by fusion from the ore. 


flux is a substan ce added tq the furnace charge to remove the 
gangue forinmg a fusible "body, calTed a slag cinder 

ftux + gangue — slax 

Tlio selection of flux depends upon the nature of the gangue; it must be 
acid to remove basic impurities, and basic for acid impurities. In the siMblting 
of iron the acid gangue silica is fluxed with lime, yiejding a slag of calcium 
silicate, while in the extraction of copper ferrous oxide is removed as a slag 
of ferrous silicate by adding the acid dux silica. The molten slag floats on the 
surface of liquid metal (and hence protects it from the action.of air), forming an 
immiscible layer which can be easily drawn off. 

The metals below aluminium in the electro-chemical series (p. IM) are usually 
obtained by the reduction of their oxides with carbon; e.g., zinc, iron, tin, had, 
and copper. The oxides of aluminium and metals above it in the series (except 
tnoijnesium) are too stable to be reduced by carbon; these metals are therefore, 
obtained by electrolytic methods. Magnesium oxide is reduced bv carbon at the 
high temperature of electric furnace. 

Furnaces.— A furnace is simply a heating device designed for the production, 
control, and continuous application of heat. It is electrically heated (electric 
furnace) or fired by fuels (combustion fur¬ 
naces)—fuels may be solid (coal), liquid 
(petroleum oil) or gaseous (producer gas, 
coke oven gas, etc.). Various types of fur¬ 
naces are used in metallurgy—common types 
are : (i) Kiln in which fuel and material 
are mixed and air is freely admitted but 
no fusion takes place, e.g., lime kiln. 

(ii) Blast furnace in which fuel and material 
are mixed and air-blast is sent in near the 
bottom and fusion of the. charge occurs, o.g., - 
metallurgy of iron, copper, and lead, 

(iii) Reverberatory furnace in which the 
fuel is burnt in a separate part of the 
furnace, called the fire-place or grating —the 
flame and hot gases only coming in contact 
with the material heated. The furnace 
(fig. 1^), is used when it is desired to heat the charge without mixing with 
the fuel. The chief feature of the furnace is that the flames from the fire place 
strike against the arched roof of the fumaco and are deflected on _ to the 
charge on the heasrth. Reverberatory furnace is used both for roasting and 
emelting. 


Chlmn 09 



Fig. 15© 


(iv) Muffle furnace in which the chamber (called muffle) containing the 
material is heated externally by the .flame and fire gases circulating in flues 
surrounding it. Products of combustion as well as the fuel do not come in conta^ 
with the material in a muffle furnace, e.g., salt-cake muffle furnace. Electric 
muffles are also frequently used, (v) Retort furnace is <beated externally, e.g., 
metallurgy of zinc, (vi) Regenerative furnace in which the sensible heat of the 
escaping gases from the furnace is used to preheat the air or air and gas, snpplmd 
to furnace, e.g., open hearth furnace for making steel, tank furnace for 
glass. 


Electric furnaces (arc—, resistance—, or induction furnaces) are largely used 
when high temperatures (manufacture of calcium carbide, graphite, etc.) or 
electrolytic reduction (extraction of Al) are required, and where elotnc power is 
cheap, e.g., hydroelectric power. An electric furnace is capable of producing as 
ai^igh a temperature as 4000'’C whereas the highest in a combustion fu^ace is 
aoaiawbat below 1500*. 
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(u) The self-f^octioii process. — As already stated above, the 
sulphide ores are roasted and sintered into oxides, which are then 
smelted with carbon, e.g., zinc blende and galena. But it is often 
partially rqasted, and the oxide or sulphate produced is reduced by the 
unchanged sulphide duVing smelting. This is a self-reducttorit process, 
since the reduction takes^lace by the sulphide itself: 

2PbS+30j = 2PbG+2S02 J PbS+20, = PbSO* 

' 2PbO + PbS = 3Pb+SOa; PbS + PbSO* = 2Pb+2SO, 

Copper and lead are made by the self-reduction process. 

The metals, of which the oxides readily lose oxygen, can be obtained by 
simple roasting or by smelting with lime : 

HgS + O, = Hg + SO, j 4HgS + 4CaO = 4Hg -4- 3CaS + CaSO.. 

Sulphide minerals can be reduced bv iron, which is converted into iron 
sulphide : Sb,S, + 3Fe = 2Sb + 3FeS j HgS + Fe = Hg -t- FeS. 

(iii) The thermit process. — Some metals, e.g., Cr and Mn, are 
made by reduction of their oxides with a more active metal, e.g., 
aluminium. 

CraOj+2A1 = 2Cr -t- A1A ; -I- SAl = 9Mn -i- 4AlaO,. 

(iv) The electrotytic method. — The alkali and alkaline earth metals 
are too strongly electro-positive (standing at .the head of the electro¬ 
chemical series) to be made by the electrolysis of the aqueous solutions 
of their saltsthey are obtained by the electrolysis of fused chlorides ; 
eig., sodium, potassium, calcium, and magnesium. Fused hydroxide is 
also used for sodium and potassium. 

Aluminium is also too electro-positive to be separated from its aqueous solu¬ 
tion. It is made by the electrolysis of aluminium oxide dissolved in a bath of 
molten cryolite and fluorspar. 

Metals below aluminium in the series may also be isolated by the electrolysis 
of an aqueous solution. The process is used for obtaining copper and zinc {wet 
process of metallurgy). The electrolytic _ method is generally applied for the 
refining of metals; e.g., copper, nickel, tin and had. 

(v) Spedal process.—Gold and silver are extracted by amalgamation with 
mercury —^the mercury is subsequently distilled off. The metals may also be 
obtained by alloying with lead and then removing the lead by cupellation. 

Processes involving precipitation of the noble metals gold and silver from 
aqueous solutions are in use; e.g.,®in the cyanide process gold apd silver are 
precipitated from the cyanide leach by scrap zinc. Copper is precipitated from 
aqueous solutioip by scrap iron : CuSG, -p Fe = FeSO, -1- Cu, 

Refining o* metals.— The crude metals obtained by smelting,_ are gener^ly 
thermally refined : (i)by the oxidation ol the easily oxidisable impurities by passing 
air through the molten'metal : e.g., copper, iron, and tin, etc.; (li) by tEe distilla¬ 
tion of easily volatile metal; e.g., zinc, etc.; (iii) by the liquation of readily 
fusible metals, e.g., tin, etc. 

Chemically pure metal is however made by electrolytic refining; Copper, 
aluminium, sUver, and had etc. 

Usoal mefliods for winning a metal from its sulphide ore are: (a) sunple 
roasting in air, e.g., mercury, or roasting in air to oxides and then reduction with 
earbon, e.g., zinc and lead, (h) self-reduction process, e.g., copper and lead, 
(c) redaction with iron, e.g., mercury and antimony, (d) electrolytic process, ^g., 
aino and copper. Silver is obtained from silver glance, Ag,S, by the (^sBida 
process. 
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Alloys.— An alloy is a metallic material containing two or more elements in 
intimate association, nsually produced on solidification of the molten mixturo. 
The principal objects of alloy-making are : (i) to improve—the mechanical proper¬ 
ties, such as hardness, tensile strength, etc., (ii) to facilitate the production^ of 
sound and workable castings and (iii) to resist the atmospheric and chemical 
corrosion. Alloying generally decreases the malletf^bility and conductivity of 
metals. / 

Alloys are made : (i) by fusing the metals together or mixing them in the 
molten state—^this is the method commonly used. Brass is made by melting zinc 
and copper together; (ii) by compression of finely divided metals; Wood’s fusible 
alloy is thus prepared from Pb, Sn, Bi and Cd powders; (iii) by simultaneous 
electrodeposition of metals from a solution, e.g., copper and zinc as brass, from 
a solution of their cyanides in potassium cyanide. 

The solid alloy may either bo homogeneous or heterogeneous; a homogeneous 
alloy may be solid solution, a pure compound or a solid solution of a compound 
in excess of one of the metcia. The separate phases of a heterogeneous alloy 
may consist of pure metals, one or more compounds, or solid solutions of metals 
or their compounds, in metals. 

An amalgam is an alloy containiqg mercury as one of the components, e.g., 
sodium amalgam. 

Alloys find extensive anplications in arts and industries. Modern machine 
civilisation depends not a little upon the proper fabrication of alloys. Several 
useful alloys are: 


Alloy 

Composition in per cent 

Uses 

Brass 

Bronze 

Stainless steel 

Magnalium 

Duralumin 

German silver 

Cu 60-80, Zn 40-20 

Cu 75-90, Sn 26-10 

Fe 88-86, Cr 12-14 

A1 98, Mg 2 

A1 95, Cu 4, Mg 0*5, Mn 0-5 
Cu 25-60, Zn 35-25, Ni 35-10 

Sheets, tubes, etc. • 
Coins, statues, etc. 
Cutlery. 

Airship construction. 
Airship construction. 
Plates, etc. 


Metallic compounds*—Oxides: Oxides may be prepared: 

(i) by heating a metal in air or oxygen, except the noble metals 
gold, silver and platinum; e.g., 2Zn-h02 =2ZnO. 

(ii) by passing steam over a red-hot me.tal; e.g. 

Mg-fHp = MgO-bHa; 3 Fe+ 4 Hp = Fe30,-|-4H2. 

(iii) by heating the hydroxide, carbonate, and nitrate of a metal 
(except sodium and potassium) or by roasting the sulphj^e in air. 

2A1(0H)3= AI3O3 + 3H3O; CaC03 = CaO-j-qp, 

2 Pb(N 03 )a = 2Pb0-t-4N03-f-0a; 2ZnS-i-303,= 2 ZnO-i- 2 S 03 

(iv) by precipitating unstable hydroxides, such as of mercury and 
silver, by caustic soda solution; 

2 AgN 03 -i- 2 NaOH = 2 NaN 03 -f-Aga 0 +H 30 . 

Fknpertics:— (i) The oxides are insoluble in water, except those of alkali and 
alkaline earth oxides which dissolve yielding hydroxides—^magnesium oxide is 
only slightly soluble : Na,0 + H,0 = 2NaOH5^CaO + H,0 = CalOH)*. 

■%: 

(ii) The oxides, being basic, dissolve in acids, yielding salt and water; the 
' ampboteric oxides of zinc, tin, lead and aluminium, react both with acids and 
alkalis; ZnO-f 2HC1 « ZnCI,-i-H,0; ZnO-b 2NaOH = Na,Zn 03 -f H.O. • 
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(iii) Peroxides dissolve in dilute acids, yielding hydrogen peroxide; ^ly- 
oxides, e.g., of lead and manganese, dissolve in hot concentrated HjSO^ and HOI, 
yielding oxygen and chlorine respectively : 

2PbO, + 2H,SO, = 2PbSO, + 2H,0 + 0,. 

PbO, + 4HC1 =:\PbCl, + 2H,0 + Cl,. 

Hydroxides.—^Prepai^on; Soluble hydroxides of alkali and alka¬ 
line earth raetals may be made by dissolving the metal or oxide in 
wate^. CaO+HsO = Ca(OH)3; 2Na+2H20 = 2NaOH+Ha. 

(ii) Insoluble hydroxides are precipitated by the action of caustic 
soda or ammonium hydroxide upon a salt solution. Caustic soda is 
the precipitant used, if the hydroxide is soluble in ammonia or 
ammonium salts, e.g., hydroxide of copper. Ammonium hydroxide is 
employed in precipitating amphoteric hydroxides, which are soluble in 
caustic soda; e.g., hydroxides of zinc, alunuwum and tin. Hydrox'des 
of silver and mercury being: unstable, caustic soda precipitates their 
oxides: A1,(S0 J 3 + 6NH,0H = + 2 A 1 { 0 H) 3 . 

MgCl3+2NaOH = Mg(OH)2+2NaCl. 

Properties. — (i) Sodium and potassium hydroxides arc white crystalline deli¬ 
quescent solids which Sire highlif corrosive; other hydroxides are also white, except 
the pafe blve copper hydroxide and the brown ferric hydroxide. 

« 

(ii) Sodium and potassium hydroxides are soluble in water —solution strongly 
alkaline {caustic alkalis) ; other hydroxides are insoluble, except Ca(OH), which 
dissolves fairly ip water; Mg(OHj, is only slightly soluble. 

* (iii) The hydroxides, being all basic, dissolve in acids, yielding salt and 
water. The amphoteric hydroxides of Zn, Al, Sn and Pb, also dissolve in caustic 
soda or potash; hydroxides of Ca, Mg and Zn are soluble in excess of ammonnim 
salts. Copper hydroxide dissolves in excess of ammonia, giving a deep blue 
solution. 2A1(0H), -f- 2NaOH == 2NaA10, + 4H,0. 

Mg(OH), + 2NH,C1: MgCl, + 2NH*0ir. 

(iv) Sodium and potassium hydroxides melt without decomposition, on heat¬ 
ing ; other hydroxides are decomposed by heat into oxide and water : 

2A1(0H),, = A1,0, + 3H,0. 

(v) Sodium and potassium hydroxides pre'eipitate insoluble hydroxides^ of 
metals from salt solutions, and liberate ammonia from ammonium salts—calcium 
hydroxide does also liberate aramonii^ from its salts : 

NH^Cl + NaOH = NH, + H,0 + NaCI. 

Chlorides.—Preparation.- (i) Anhydrous chlorides are generally 
j’reparcd: (i) ■ by heating the metal in a current of chlorine or hydro¬ 
chloric acid gas, e.g.,,, Sn+ 2 Cl 3 =SnCl 4 : Sn-h2HCl = SnClj-i-Hjj, 

(ii) by heating a mixture of metallic oxide and coke in a current 
of chlorine, e.g., MgO-i-C + Clj = MgCla + CO. 

or (iii) by heating a hydrated chloride in a current of HCl gas. 
e.g., anhydrous MgClj. 

(b) Hydrated chlorides are made: (i) by dissolving the metal in 
liydrochloric acid or aqua regia: 

‘Fe+2HC1 = FeClj+Hj; Fe-1-3C1 (aqua regia) = FeCI,. 

Ph, Cuj Hg and Ag do not dissolve in hydrochloric add. 
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or (ii) by^ dissolving the oxide, hydroxide, carbonate or sulphide 
of the metal in hydrochloric acid, e.g., 

FePa + BHCl = 2 FeCl,+ 3 HaO; A 1 ( 0 H )3 + 3 HC 1 = AICI3+3H3O. 

MgCO, + 2 HCl = MgCl^+HjO + CO^ ; FcS + 2 HCi = FcCl^+H^S. 

In the case of metals showing variable Valency, e.g. Fe, Sn, Cu, 
and Hg, treatment with chlorine or aqua /egia yields -ic salts, and 
that with hydrochloric add {when it reacts) produces ~ous salt. 

(c) Insoluble chlorides, e.g., PbCl^, Hg^Clg, and AgCl, are preci¬ 
pitated by double decomposition by the action of hydrochloric acid or 
sodium chloride upon a salt solution, e.g., 

AgN03+HCl = HN03-hAga. 

(d) An -ous chloride is converted to the -ic state by .treatment with 
chlorine or aqua regia, e.g., Hg3Cl3 + 2Cl (aqua regia) = 2HgCl3. 

An -ic chloride is converted to the -ous state by the action of a 
reducing agent, e.g., nascent hydrogen, stannous chloride, sulphur 
dioxide, metal, etc.; e.g., 

HgCl3+Hg = Hg3Cl3; 2FeCl3 + SnCl3 = 2FeCl3+SnCI,. 

2CUCI3+H3SO3 + H3O = Cu3C13+H3SO,-h2HC1. 

Properties.— (i) The chlorides are white or colourless, crystalline solids eoluble 
in water, with several exception,—CuClj, 2HjO, and FeCl,, 4 H 3 O ore green; 
FeClj, 6 HjO, yellow AgCl and Hg,CL are amorphovs powders-, stannic and 
plumbic chlorides are fuming liquids; AgCl, PbCl,, Hg,Cla, and CuaClj ate 
insoluble in water—PbCl, is, however, soluble in boiling water.*' 

(ii) When heated, hydrated chlorides generally lose water and becoifte 
anhydrous, e.g., CaCIjjbHjO; but some decompose into their oxides, e.g.,; 

MgCl3,6H,0 = MgO + 2IIC1 + 5H,0 
2A1C13,6H30 = AbOj + 6HC1 + 9H,0. 

Anhydrous higher chlorides decompose into lower chlorides on healing, e.g., 
2CuClj = CujCla + CI 3 ; 2FeCla -—^ 2FeCl, + Cl,. Chlorides of mercury sub¬ 
lime unchanged, and other chlorides, such as NaCl, KCl, AgCl, etc. simply fuse 
on heating. 

(iii) A chloride yields chlorine on being heated with a mixture of concen¬ 
trated H,SO, and manganese dioxide, (p. 274). 

Cu, Hg, Fe, Sn and Pb show variable valency and yield two chlorides each. 

Nitrates. — ^Preparation. — Nitrates may be prepared: (i) by dissolv¬ 
ing the metal in nitric acid. When a metal forms two nitrates, hot 
concentrated acid yields the -ic nitrate, and cold dilute acid the -ous 
nitrate, especially in presence of excess of the metal (p. 250 ). 

Fe+4HNO3 (hot concentrated) = Fe(N03)3 + SHaO + NO 

4Fe.f.l0HNO3 (cold dilute) = 4Fe(N03)3+3H30-f NH3NO3 

or (ii) by dissolving the oxide, hydroxide, carbonate or sulphide in 
nitric acid, e.g., CaC03-i-2HN03 =,Ca(N03)3 + H30 + C03; 

Pb0-i-2HN03 = Pb(NO,):»+H30. 

The nitrate is crystallised out from solution by concentration. 

Properties.— (i) The nitrates are colourless or white (cupric nitrate is blue; 
ferrous nitrate Fe(N0,)g, 6 H 3 O, is green), crystalline solids, soluble in water. 
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own) ; 2pf(NO,). = 2PbO + 4NOr+o!f “nIn^ « Na“^0,VT. 

6ilve?'aAgNOri%AgN^^^^^^^^ ^ 

chcriica^ seL Fe+H M)-fS 5 +'h' ^hT" “ 
dissolves heavy metals, soeharpb S' A^“'o„rf Hl “P«?ttated add 
sulphur dioxiie and ^aS (p sis):' 

, ^^S+2H,S0^,=iAg,S0,+S02+2H20. 

sulph'Sic *" O' «0lpWde in 

AI,03 + 3H,S0,,= A13(S0J3+3H30; FeS+H^SO, = FeSO^ + H^S. 

(ui) by roasting the sulphides in air, e.g., ZnS+203 = ZnSO*. 

the sulphates precipitated by 

"ij- -t. J 

* 3 

sulphates are white (CaSO„5II 0 b/ue • F«fin 7 W n 

are delSS*b/ft?Sng"Lrt^ anhydrous on heating; many sulphates 

2FeSO, c= Fe^Oj + SO, + SO,; Ag,SO^ = 2Ag + SO, + 0,. 

(U) by reduang the sulphate by heating with coke- 
Na,S0.+4C = Na,S+4C0; BaS0. + 4C = BaS+4C0. 

Sulphides of alkaline earth metals, Al and Or a« hydJM^’t 

2CaS + ,2H0H = Ca(SH), (calcium hydrosulphide) + Ca(OH) 

/-. Q . V ^ " 2A1(0H), + 3H,S. 

(u) Sulphides are converted to aulphatea or oxidM h, roasting in air; 

1 - 1 o -b 20, . ZnSO.; 2ZnS + 30, . 2EnO + 2S0,. 

HCl to vield^H's’ usually decomposed by boiling 

to jieia H,S which turns load acetate paper black (p. 302). ^ oonmg 

ZnS + 2HC1 = ZnCJ, + H,S. 

solutionis boiled for complete predpiStion:''^‘'“ ^ solutioa~the 

MgClj + SNaHCO, = MgC03+2NaCl+H.O+CO . 

* 3 
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Betie carhonaitt arA prodaced owing to partial hydrolysis, if sodium carbo* 
Date is Dsed as precipitant, except in the case of Ca and Ag. Only basic 
carbonates of copp» and mercury (-tc) are known. 

• CaCl, + Na,COj = CaCO, + 2NaCl. 

Carbonates of iron (-*c), aluminium, an^ tin are not known; their 
hydroxides are only precipitated by the ^tion of sodium carbonate 
upon the salt solutions, since their carbcaiates are completely hydro¬ 
lysed by water. 2FeCl3-|-gNa3COa + 3 HjO = 2Fc(OH)3+6NaCl^^C03. 

(ii) Carbonates of alkali and alkaline earth metals are produced 
by the action of COj^upon the oxides and hydroxides. Bicarbonates 
or these metals yield carbonate on heating. 

2NaOH+C03 =;Na3C03+H30; 2 NaHCO, = Na^CO^+Hp+COj. 


Distinctiye tests for carbonates and bicarbonates.— 



Carbonates 

Hicarbonates 

(i) Action of heat 

(ii) Solubility in water 

(iu) *Dilute HCl 

(iv) HgCl, solution 

(ti) * * MgSO, solution 

Decompose giving off CO,. 
[Na,COj, & K,CO, melt 
without decomposition] 
Insoluble; NagCO, & 
K,CO, soluble 
Effervescence of CO, 

uteddish-brown ppt. of 
basic mercuric carbonate 
White precipitate of 
l)|gCO, in the cold 

Decompose giving off CO, 
2NaHCO,;^'Na.CO, 

-t-H,0-l-C0, 
Soluble; NaHCO, spar¬ 
ingly soluble 

Effervescence of CO, 

Na precipitate 

• 

No ppt. in the cold, 
white ppt. on boiling. 


• Na^CO, + 2H01 ^INaOl + H.O + CO.; 

^ NaHCO, + HCl = NaCl + H,0 -f- CO,. 

* * 2NaHCO, + MgSO^ = Mg(HCO,), (solubllT •+■ Na,SO,. 

Mg(HCO,)j ;;—^ MgCO, + H,0 + CO, {on boiling) 

To ttit for bicarbonate in 'presence of carbonate, the latter is first precipitated 
by adding excess of CaCl, solution and filtered—^the filtrate on being made 
alkaline with ammonia gives a white precipitate if a bicarbonate is present, since 
calcium bicarbonate, Ca(HCO,),, is converted into CaCO, on. adding ammonia. 

Exercises 

1. Describe, without entering into details, the varioas methods for the isola¬ 
tion of metals from their ores. Mention at least one example binder each head. 

Give a short account of the general properties of metals. , Cal. Int. 1953. 

2. Write notes on: (i) flux, gangue and slag; (ii) self-reduction process; 
(iii) roasting and calcination. 


XXVII 

THE ALKALI METALS 

History. — Natron (natural sodium carbonate) and wood ashes were used by 
the ancients as detergents, for washing clothes. Potassium carbonate was 
extracted from wood ashes by %ater by the Arabs, and was called al quali, whence 
w^s derived the name alkali for sodium and potassium carbonates. It was^ dis¬ 
covered in the Boman period that the natural alkalis were rendered 
corrosive and caustic by boiling with lime, and hence the name caustic alkali for 
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sodinm hydroxide (caustic soda) and potassium hyd^^lda 
to distinguish from caustic alkalis^ sodium and potawtutn. cmwiMWeR 
mild alkalis. ' , , • •; 

Previous to the investigations of Davy who isolated 
potassium by the electrolysis of fused caustic soda and potash 
caustiu alkalis were regarded elements. jT. 

General characteristics. — Piie sub-group lA of the periodic tdble contains 
the alkali metals lithium, sodium, potassium, rubidium, and c^ium. Tlicy 
exhibit a gradation of physical properties, with increasing atomic weight, as 
the tamS shows : 



Element 

Atomic no. 

Atomic wt. 

At. voi. 

Density 

M.p. “C 

B.p. 

Lithium 

3 

6-94 

12-9 

0-53 

rdo 

1336 

Sodium 

11 

22-997 

25-7 

0-97 

97-5 

880 

Potassium 

19 

39-10 

46-6 

0-85 

62-3 

760 

Bubidium 

37 

85-48 

56-1 

1-62 

38-5 

700 

Caesium 

66 

132-91 

69-8 

1-90 

28-6 

670 


(i) The alkali metals are always found in Iho combined state in nature and 
are prepared by the same general method; e.g., electrolysis of fused hydroxide 

f or chloride. 

(ii) They are light, silver-white but rapidly tarnishing in air, aoft and easily 
fusible metals, having good conductivity for heat and electricity. Their vapour 
impart distinctive flamfa colourations; e.g., the lithium flame is red, sodium 
golden yellow, potassium lilac, rubidium red and c®sium blue. The vapour ol 
alkali metals are monatomic. 

(iii) They dissolve in liquid ammonia, yielding deep blue solutions. 

(iv) They are the most electro positive elements known, and hence are highly 
reactive—the reactivity increasing with increasing electro-positivencss from 
fithkim to caesium. 

(v) They yield the typical oxides of the type Na,0, which are strongly basic 
and dissolve in water, producing hydroxides which are strong alkalis—the basic 
character of oxides and hydroxides increase with increasing atomic weight. 

(vi) They bum in air or oxygen to their peroxides—lithium alone yielding 
a monoxide, LijO, and sodium a mixtn^e of monoxide, Na,0, and peroxide. 

(vii) They dissolve in cold water, yielding hydroxide and hydrogen—the 
reactivity of K, Rb and Cs is so great that the liberated hydrogen inflames. 

(viii) They combine with hydrogen on heating yielding salt-like hydrides: 
lithium alone yields a 'nitride when heated in nitrogen. 

(ix) The alkali metals are powerful reducing agents : 

AlCl, + 3Na = A1 - 1 - 3NaCl. 

(x) The alkali metals are univajlent, form colourless univalent ions, and 
yield salts which are freely solube in water, with few exceptions—acid sodium 
pyroantimonate and sodium dihydroxy tartrate are insoluble, so are potassium 
cobaltinitrite, potassium silicofluoride, potassium perchlorate and potassium 
hydrogen tartrate. Lithium carbonate, phosphate and fluoride are sparingly 
soluble. 

(xil Their cirbonates ■ and hydroxides ore stable towards heat except Li,CO, 
and LiOH. 

(xii) Their salts with weak acids, such a.s Ciirbonates and sulphides, form 
alkaline solutions due to hydrolysis. The sulphates, chlorides and nitrates are 
not hydrolvsed by water. ^ ^ , 

(xiii) The alkali metal form stable acid salts, e.g.. NaHSO,. They are the 
only metals which form solid bicarbonates, e.g., NaHCO.,—^lithium bicarbonate 
being known in solution only. 

(xiv) Their sulphides and halides have a tendency to form polysulphides 

(p. 2991 and polyhalides, e.g., KI,, (p. 270) respectively._ ^ 

(xv) The chlorides of idkali metals form chloroplatinatea. e.g., K.FtGl,. 
Tlieir solphates form (dums of the type B,SO^, M,(S 04 )„ 24HtO, where B is Kh' 
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Blcunlniuin, end double tells ‘ tM 
te iltt lA $ metal like mapinesium. 

Sodium Na = 22 997 

OccuiTeiice>—Sodium is one of^ most abun<ktnt elements, but it ie never 
found ^froo iii^na^re, more important naturely-occurririg compounds are; 

— - 01 , . nitrate, 

a of sodium 

. ... . East ..Africa, 

in Egypt, as trona, and also in India as native aajimati, (ivj soda felspar, Na.O. 
Al,0„6Si0„ and (v) botax^ Na,B,O„10H,O. 

Though first isolated by Davy (1807) by the electrolysis of fused caustic soda, 
sodium was fdr for many years made by heating caustic soda with carbon and iron 
at 1000^0 for want of cheap electricity. 

2NaOH + 2C = 25!fc + 2CO + H,. 

Metalfic sodium.—Metallic sodium is now obtained by the electro¬ 
lysis of either fused caustic soda or sodium chloride. 

(i) Castner proces 8 .--^In this process fused caustic soda is dectro- 
lysed using a steel cathode and a nickel anode. The caustic soda 
ionises into sodium and hydroxyl ions. During electrolysis sodium 
ions arc discharged at the cathode as metallic sodium, and the OH 
ions at the anode as OH groups which leadily decompose into water 
and oxygen, the latter being evolved at .the anode. 

NaOH ^ Na+ + OH“; Na+ + c = Na 

•H- = @H + -e; 4 @H ^ 2 H^ H- O,. . 

Some of the water formed diffuses across to the cathode and attacks sodmm, 
yielding hydrogen—the efficiency of the process is being lowered thereby, since 
some sodium is lost. But the principal disadvantage of the process is the 
relatively high cost of caustic soda.0|}jl v 1 loW 

An iron vessel (fig. 157 ) contains the caustic soda which is fused 
initially by gas burners (m. pt. of sodium hydroxide 318 “), but the 
process of electrolysis once 
started, the required tem¬ 
perature of the bajh, 327 “, is 
maintained by the heating 
effect of the current. (The 
steel cathode is led into the 
bath from below and held in 
position in the neck of the 
pot by solid caustic sod^; the l-I ^ 

cathode is screened by an iron 
wire gauze, suspended from an 
iron cylinder. The anode is 
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a nickel cylinder .that sur-OnJfajt 
rounds the cathode and forms(^, 
a part 01 the cover, being 16 n «- k m 
insulated by asbestos rings 
from the iron bath, and from ^ ^ 

the iron cylinder in which so- »avi 4 

dii^ collects. During electro* ^ 

lysis sodium is liberated at the cathode and collects i^n the iron cylinder 
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sodium hydroxide (caustie soda) and potassium hydroxide (caustic potash). Just 
to distinguish from caustic alkalis, sodium and potassium carbonates were called 
mild alkalis. 

Previous to the investigations of I)avy who isolated (1807) sodium and 
potassium by the electrolysis of fused caustic soda and potash respectively, the 
caustic alkalis were regarded elements. 

General characteristics.^ The sub-group lA of the periodic tat |e contains 
the alkali metals lithium, sodPtum, potassium, rubidium, and cafiSum.. They 
exhibiV^ gradation of physical properties, with increasing atomic ■ weight, as 
the tabm shows : 


Element 

Atomic no. 

Atomic wt. 

At. vol. 

Density 

M.p. ’G 

B.p. "C 

Lithium 

3 

6-94 

12-9 

0-52 

r80 

1336 

Sodium 

11 

22-997 

23-7 

0-97 

97-5 

880 

Potassium 

19 

39-10 

45-5 

0-85 

62-3 

760 

Rubidium 

37 

85-48 

56-1 

1-52 

38-5 

700 

Caesium 

55 

132-91 

69-8 

1-90 

28-5 

670 


(i) The alkali metals are always found in the combined state in nature and 
are prepared by the same general method; e,g., electrolysis of fused hydroxide 
or chloride. 

(ii) They are light, silver-white but rapidly tarnishing in air, soft and easily 

fusible metals, having good conductivity for heat and electricity. Their vapour 
impart distinctive flam 6 colourations; e.g., the lithium flame is red, sodium 
golden yellow, potassium lilac, rubidium red and caesium blue. The vapour of 
alkali metals are monatomic. * 

(iii) They dissolve in liquid ammonia, yielding deep blue solutions. 

(iv) They are the most electro-positive elements known, and hence are highly 
reactive—the reactivity increasing with increasing ' eleclro-positivenesa from 
lithium to caesium. 

(v) They yield the typical oxides of the type Na,0, which are strongly basic 
and dissolve in water, producing hydroxides which are strong alkalis—the basic 
character of oxides and hydroxides increase with increasing atomic weight. 

(vi) They bum in air or oxygen to their peroxides—lithium alone yielding 
a monoxide, LijO, and sodium a mixture of monoxide, Na,0. and peroxide, 
Na,Oj. 

(vii) They dissolve in cold water, yielding hydroxide and hvdrogen—the 
reactivity of K, Hb and Cs is so great that the liberated hydrogen inflames. 

(viii) They combine with hydrogen on heating yielding salt-like hydrides : 
lithium alnm yields a nitride when heated in nitrogen. 

(ix) The alkali metals are powerful reducing agents : 

. AlCl, -4- 3Na = A1 -f- 3NaCl. 

(x) The alkali metals are univajent, form colourless univalent ions, and 
yield salts which are freely solubo in water, with few exceptions—acid sodium 
pyroantimonate and sodium dihydroxy tartrate are insoluble, .so are potassium 
cobaltinitrite, potassium silicofluoride, potassium perchlorate and potassium 
hydrogen tartrate. Lithium carbonate, phosphate and fluoride are sparingly 
soluble. 

(xi) Their cArbonatea tand hydroxides are stable towards heat except Li,CO, 
and LiOH. 

(xii) Their salts with weak acids, such a.s carbonates and sulphides, form 

alkaline solutions due to hydrolysis. The sulphates, chlorides and nitrates are 
not hydroivsed' by -water. ^ 

(xiii) The alkali metal form stable acid salts, e.g.. NaHSO,. They are the 
only metals which form solid bicarbonates, e.g., NaHCO,—lithium bicarbonate 
being known in solution only. 

(xiv) Their sulphides and halides have a tendency to form polysulphides 
(p. 2W1 and polyhalides, e.g., KI„ (p. 270) respectively.^ 

Jav) ^The chlorides of alkali metals form chloroplatinates. e.g., K,PM3J*- 
Tb^ir'st^hates form alums of the type R,SO^, M,(S 04 ),, 24HjO, where B is an 
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alkali uletal and M a trivalent metal like aluminium, and double sails of the 
type R,S04,MS0^,6 Hj 0, where M is a metal like majTnesium. 


Sodium Na = 22*997 


Occuirence.—Sodium is one of the most abundant elements, but it is never 
found free in nature. Its more important natuDaly-occurriiiR compounds are; 
(i) sodivm chloride, NaCl, in sea-water and a^ rock-salt, (ii) sodium nitrate, 
NaNO,, in Chile sal^etre, (iii) sodium'carbonate, Na,CO,. Deposits of sodium 
sesquicarbonatc, NajC 03 ,NaHC 0 „ 2 H, 0 , occur in lake Map;adi in East .-^hfrica, 
in Egypt, as trona, and also in India as native sajimati, (iv) soda felspar, Na,0, 
AljOjjbSiO,, and (v) borax, NajB^O^jlOHjO. 

Though first isolated by Davy (1807) by the electrolysis of fused caustic soda, 
sodium was for for many years made by heating caustic soda with carbon and iron 
at 1000® C for want of cheap electricity. 

2NaOH -f 2C = 2>la + 2CO + 11,. 

Metallic sodium. —Metallic sodium is now obtained by the electro¬ 
lysis of either fused caustic soda or sodium chloride. 

(i) Castner process.-~(^In this process fused caustic soda is electro¬ 
lysed using a steel cathode and a nickel anode. The caustic soda 
ionises into sodium and hydroxyl ions. During electrolysis sodium 
ions are discharged at the cathode as metallic sodium, and the OH 
ions at the anode as OH groups wliich leadily decompose into water 
and oxygen, the latter being evolved at .the anode. 

NaOH Na+ + OH“; Na+ -i- e = l^^a 
®Er =, ©H + e ; * 4 ®H ^ 2 Ha 0 d O,. 


Some of the water formed diffuses acro.<'S to the cathode and attacks sodinm, 
yielding hydrogen—the efficiency of the proces.s is being lowered thereby, since 
some sodium is lost. But the principal disadvantage of the process is the 
relatively high cost of caustic soda. lUolSj. 

An iron vessel (fig. 157 ) contains the caustic soda which is fused 
initially by gas burners (m. pt. of sodium hydroxide 318 “), but the 
process of electrolysis once 
started, the required tem¬ 
perature of the ba.th, 327 “, is 
maintained by the heating 
effect of the current. (iTic 
steel cathode is led into the 
bath from below and held in 
position in the neck of the 
pot by solid caustic sod^; the 
’ ’ ' ’ by an iron 

:df] 


cathode is screened b 
wire gauze, suspended from an 
iron cylinder. Tlie anode is 
a nickel cylinder that sur-<?eJii 5 cto!» 5 \ceQAii 
rounds the cathode and forms i I 

a part of the cover, beingifl n j tf; 
insulated by asbestos rings 
from the iron bath, and from ^ * 

the iron cylinder in which so- flc fU 

dium collects. During electro- 
lysis sodium is liberated at the cathode -and collects in the iron cylinder 
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in the molten state, 6^oating on the surface of mc^ten caus^c soda— 
the hydrogen, also collecting in the same vessel, prevents the sodium 
from oxidation. Sodium is removed from time to time by means of a 
spoon of nickel wire gauze 'which retains the sodium but allows the 
caustic soda to run. back. The oxygen liberated at the anode is a 
valuable by-product.) 

(a) Downs process.— Sodium cTiToriae^s the cheapest source of sodium. But 
Th< w -seWyftt the electrolysis of fused sodium 

■ L Ifc- vt chloride is ordinarily met with many 
J ^ difficulties arising from its high melt- 

lA«i^«'Vcrrjellec\t‘o- ing point, 805“. Above 800“ the 
dxWvaVwjw ft i sodium chloride and the liberated 

"“loecW^. phlorine are highly corrosive, and the 
^jisfeiodium is volatile (b. pt. 880”), and 
the metal forms a ‘metallic fog’ with 
the molten salt, which it is difficult to 
condense. In the Downs process, 
worked out in 1924 by Downs in 
America, fused sodium chloride, con- 
taining sufficient calcium chloride to 
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Fig. 158 


reduce the melting point of the salt 
from 800“ to 650“ .at which tempera¬ 
ture no ‘metallic fog* formation takes 
place, is electrolysed in an iron vessel 
(iig. 158) lined inside with, firebricks. 
Chlorine is evolved at the graphite 
anode set in the centre of the cell, 
dnd is led out by a conical collecting 
hood which,is placed above the anode. 
. Q The cathode is an iron cylinder 

poTceitoL'iw surrounding the anode—a mantle of 
two iron-gauze screens separates the 


anode from the cathode. The sodium set free at the cathode rises to the suface 
of the electrolyte and is led out by an iron pipe, fitted at the top of the mantle, 
iMo . do.ea receiver. N.C1 ^ N.+ +Cf-. 

At cathode Na +-f- e = Naj At anode Cl" = Cl 4- e. CWxttw^. 

Pcoperties.—(i) Sodium is a light (lighter than water), soft (and 
hence may be squeezed through an orifice in the form of sodium wire), 
silver-white metal with a good conductivity for heat and electricity. 

a 

(ii) Stable in dry air, it readily tarnishes in moist air due to the 
formation of a film of oxide, which gradually turns into a mixture of 
hydroxide and carbonate, and hence the metal is kept under kerosene 
otl. ‘ 


(iii) It burns in air with a bright yellow fUtrne, yielding a mixture 
of monoxide and peroxide: dNa + Oj = 2Na30 ; 2Na-i-Oa = Na^Oj. 

(iv) It burns in chlorine on heating, yielding sodium chloride— 
perfealy dry chlorine does no.t attack the metal. 

(v) It decomposes cold water, yielding hydrogen and caustic soda: 

2 Na + 2 HOH = 2NaOH+H3. 

(vi) It reacts with dry ammonia to 400 *, yielding sodamidcf 

KaNHj, wWch is decom^sed by water, liberating ammonia: 

^ilT^a+2NH3 = 2NaNif3+H3; NaNHj+HjO *= NaOH+NH».^ 
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(vu) It reacts with hydrogen at B 60 *, yielthng sodktin hydi§^^ 
which is decompc^d by water, setting free hydrogen: 

2 Na+H, = 2KfaH; NaH+HOH,*= Ha+NaOH. > 

(viii) Ignited sodium decomposes carbon dioxide, depositing carbon t 
3 CO, + 4 Na = 2 Na,CO, 4yC. 

(ix) It is a powerful reducing agent; 3Na -f AlCl, = A1 + 3NaCl. 

(ix) It dissolves in mercury, yielding a Itiquid amalgam. It dissolves in 
liquid ammonia giving a deep blue solution. Sodium amdgam is prep^d by 
pressing small pieces of sodium into mercury in a mortar with a pestle. 

Uses of sodium.— (i) In the manufacture.oLsothum. peroxide,, sodsunide, and 
sodium cyanide; (ii) As a reducing agent in ^nmetic organic chemistry, 15r 
exsm^'e m'the manufacture of artificial in digo , ^dium amalgam is also used 
as a reducing agent. 

Coinponnds bf Sodium 

Sodium monoxide, NajO, is obtained by burning sodium atji^* in a limited 
supply of air or oxygen and distilling off the excess of sodium in vacno, or by 
heating sodium peroxide, nitrate or nitrite with sodium : 

Na,0, + 2Na = 2Na,b; 2NaNO, + lONa = 6Na,0 + N,. 

A white amorphous mass, it decomposes at 400" into sodium peroxide and 
sodium, and dissolves violently in water, yielding caustic soda : 

Na,0 + H,0 =* 2NaOH. 

Sodium peroxide, Na^O^, is formed by heating the mejial in 
excess of air or oxygen. It is made by heating thin slices of sodium 
in aluminium trays in a currcniT of purified air, (free^ from mmsture 
and CO2) at 300 “ in an iron tunnel—the temperature is controlled, by 
moving the trays in opposite direction to the air current. External 
heating is required only to start the reaction: 

2Na+02 = Na202+ 119,800 calories. 

Properties. — (i) Sodium peroxide is a yellow solid, becoming white 
in air from the formation of a film of sodium hydroxide and carbonate. 

(ii) It dissolves in ice-cold water with hydrolysis, yielding hydrogen 
peroxide, which decomposes into water and oxygen on warming; it 
gives oxygen and causdc soda with water at room temperature: 

Na202+2H20^2Na6H+H202; 2Na202+2H20 4 Na 0 H+ 02 . 

A crystalline hydrate, NajO^SIIjO, nfty be separated from ice-water. 

(iii) It dissolves in ice-cold dilute mineral acids, yielding hydrogen 
peroxide: Na^Oj-f-IIgSO^is:: Na^SO^-f-HaOj. 

'iv) It reacts with carbon dioxide, giving sodium * carbonate and 
oJ^^en, and hence its use for purifying air in a closed space: 

2 NaA+2CO, = 2Na2C03-f02. 

(v) It is a powerful oxidising agent; thus it violently attacks 
charcoal at 300 “— 400 “, depositing metallic sodium: 

8 Naa 03 + 2 C = 2 NajjC 03 -b 2 Na. 

A mixture of sodium peroxide and moist sawdust readily infiamee.* In the 
fused state it attacks most metals, including silver and platinum—nickel is less 
Nadily attacked, and hence tAe vse of tiichtl cruciblM in sodium psfgisids fusion. 
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(i) In the tnanufacture of hydrogen peroxide; (ii) for bleaching (after 
acimfication) delicate fabrics, such as silk, wool, etc.; (iii) for preparing oxygen; 
(iv) for oxygenating the air in submarines; (v) as an oxidising agent in Ihe 
laboratory. A little copper oxide is mixed with sodium peroxide and sold under 
the name ‘oxone’ for preparing oxygen. 


hydroxide, caustic soda, NaOH, is manufactured cither 
by the electrolysis of soSjum* chloride or by causticising sodium car¬ 
bonate with lime. 


l^l^trolysis of sodium chloride solution yields caustic soda, hydrogen and 
chlorine (p. 123), Sodium hydroxide and hydrogen formed at the cathode muet 
he kept separated from chlorine produced at the anode, in order to prevent 
the formation of hypochlorite and of explosive mixture of hydrogen and 
chlorine. The separation is effected either by using a mercury cathode or a 
poT(nt« diaphragm. 



Fig. 169 

The mercury cathode cell. — In the Kellner-Solvay cell (fig. 159) 
(modified Castner-Kellncr cell) a stream of brine (aqueous solution of 
sodium chlorido) is electrolysed between graphite anodes and a mer¬ 
cury cathode, which flows slowly in thin layer across the floor of the 
cell (a rectangular cement trough)—brine Hows in the same direction 
as the mercury. Chloride ions Cl” are discharged at the anode to form 
chlorine which is drawn away through earthenware pipes to be liquefied 
or used in making HCl, bleaching powder and sodium hypochlorite etc. 
Na + ions are discharged at the cathode in preference to ions, 
yielding sodium, which dissolves in mercury to form a dilute liquid 
sodiun), amalgam. 

The sodium amalgam flows into a lower tank, where it is decom¬ 
posed by water, yielding caustic soda and hydrogen, in contact with 
metallic iron—the amalgam and iron forming a short-circuited cell: 

*T'Ia-amalgam | NaOH solution | Fe+ 

Sodium from the amalgam passes into solution as sodium ions: 
Na = Na+ + e,,_and the electrons pass through the mercury to the 
iron; the hydrogen ions from water (HjO :=::^H++ OHT^ are dis¬ 
charged by the electrons on the iron surface, which evolve as gas; 

H+-fe = H; 2H = Hj. 

Tlie overall reactions are: 

In the primary cell, 2NaCl + 2xHg =s ^NaHgx + Cl,. 

In the secondary cell, 2NftHgx -f 2H,0 = 2NaOH -f H, -f 2xHg. 

The solution, therefore, contains Na+ and OH“ ions, i.e., sodium 
hydroxide.. When tlie solution contains 40% caustic soda, it is eva- 
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porated, fused, and run into iron drums to solidify or cast into sticks. 
The mercury freed from sodium is sent bade into the electrolytic celL 

The spent brine is saturated with more salt, and then returned to 
the cell. 


The process yields a pure concentrated soluticn of caustic soda. But it is 
more expensive than other electrolytic processes, because of high cost of mercury, 
and of the comparatively high voltage required ^y the cell. 
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Hie diaphragm cellsw — Typical of this class is the Nelson cellwhich 
is extensively employed. It consists of a U-shaped vessel (fig. 160) 
made of asbestos and contains the gra¬ 
phite anode. The cathode is made of 
perforated sheet steel covering the outer 
surface of the asbestos walls, which con¬ 
stitute the diaphragm. The cell is placed 
in an outer case, which is kept full of 
steam—the steam heats the liquor, 
reduces its resistance, and also keeps 
the pores of the diaphragm clear. The 
cell is fed with purified brine, which is 
kept at a constant level by an automatic 
device—fhe brine must be freed from 
salts of iron and other metals which 
would give insoluble hydroxides with 
caustic sida, and so clog the diaphragm. 

The brine percolates by gravity through 
the asbestos, where it undergoes electro- 

lucJe Ti,,. n^f ;__ .1- _ , 



Fig 160 


lysis. Hie Cl' ions are discharged at the anode and the chlorine 

are discharged at the cathode, while Na + 
and uH" ions, t.e., sodium hydroxide, accumulate in the water which 
diftuscs through the porous diaphragm from the anode compartment. 

I. 10-12%. the liquor containing 

14 lo/o NaCl, which is separated as solid by concentration in 
vacuum evaporators, and the concentrated caustic liquor finally eva¬ 
porated and fused. ^ 


The installation cost and the voltage requirement of the diaphragm cell are 
less than the mercury-cathode process. But it yields a less concentrated alkali, 
containing a good deal of common salt. 

Causticising of sojUum carbonate.—Gossage’s mehhod: When calcium hydro¬ 
xide IS added to*sodium carbonate solution, calcium carbonlte is precipitated, 
leaving sodium hydroxide in solution : ^ 

Na,C0, + Ca(0H,) 2NaOH + CaCO,. 

. , reaction is incomplete in concentrated solutions, since calcium hydroxide 
IS but sparingly soluble m a strong solution of caustic soda : a dilute solution of 
sodium carbonate is, therefore, causticised. On a large scale, a 10% solution of 
soda ash is taken in an iron tank—Slumps of lime are suspended in the solution 
m an iron cage. The solution is stirred by mechanical agitators, and heated by 
oj>en steam. The reaction complete in about an hour's time, the sludge of chalk 
and excess lime is allowed to settle, and the clear caustic liquor is tun off. The 
liquor IS edneentrated in vacuum evaporators, whore the unchanged spdium 
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carbonate separates and is removed. The concentrated sodiom hydroxide soliv- 
tion 18 evaporated to dryness, fused and run into drums to solidify, 

A large amount of caustic soda is still obtained by this process, since ita 
production by electrolytic method is limited by the demand for chlorine. 

Purifiratlon of sodium hydro^^— Sodiom hydroxide obtained by the above 
methods is liable to _ contain ^sodium chloride, carbonate, and solphate^in small 
amounts. This is purified by treatment with alcohol which dissolves the hydroxide, 
but not the salts, and then evaporating the solution in a silver dish. Pore caustic 
soda free from sodiom carbonate is best obtained by dissolving sodium in water. 

Properties, —(i) Sodium hydroxide is a white, crystalline, deli- 
quescrat, highly corrosive solid (m. p. 318 *), which readily absorbs 
COj from the air, forming sodium carbonate. A powerful cautery, 
it attacks the proteins of the skin. 

^i) Stable towards heat, it is reduced in the fused state to-metal, 
when heated with carbon: 2 NaOH+ 2 C = 2 Na+ 2 CO+Ha. 

_ The presence of hydrogen in caustic soda (or potash) may be shown by 
fusing the latter with iron filings in a test tube—^the evolved hydrogen being 
ignited at a jet fixed to the tube. The iron is oxidised and sodium also distils 
off : 2NaOH + 2Fe = 2FeO + 2Na + H,. 

(in) A strong base, it readily dissolves in water (42 gms. in 
100 gms. of water £t 0“) giving a strongly alkaline solution with a 
soapy touch. The aqueous solution precipitates the hydroxides or 
oxides of heavy metals, from solutions of their salts, and" liberate 
ammonia from ammonium salts: FeClj + SNaOH = Fe(OH)3+3NaCl; 

NH,Cl + NaOH = NaCl+NKj+H^O. 

The hydroxides of Zn, Al, Sn, and Pb are soluble in excess of 
caustic soda; Zn(OH)3+2NaOH = NagZnOj (sodium zincate) +2H2O. 

(iv) It dissolves acidic and amphoteric oxides, yielding salts: 

C 03 + 2 Na 0 H = NajCOg+H^O ; AX 03 + 2 Na 0 H = 2 NaAi 03 +H 30 . 

Materials containing ailica, such as gloM, are rapidly attacked by fused caustic 
soda, and slowly by aqueous alkali, silica being dissolved as sodium silicate: 

SiO, + 2NaOH = ^a,SiO, + H,0. 

(v) Aqueous sodium hydroxide dissolves B, Si, Zn, Al and Sn, 
yielding salt and hydrogen; several non-metals, such as P, S, Cl, etc., 
yield a hydride (or a salt of the hydride) instead of hydrogen. 

4 P-h 3 NaOH+ 3 HjjO = PHg-i-SNaHaPOj (sodium hypophosphite). 

2Al-j-2Na0H-K2H30 = 2H3+2NaA103 (sodium aluminate). 

Nearly all metals are attacked by fused caustic alkali; Fe|> Ni, Ag, Au and 
Ft are the most resistant to attack. * 

Uses of sodiom hydrttxide.—It is used : (i) in the manufacture of sodium, 
soap and sodium formate; (ii) in the purification of bauxite; (iii) in the manu¬ 
facture of paper, artificial silk and dyes; (iv) in the refining of petroleum; (v) in 
making alkaline bleach; (vi) as a cleansing agent' for machines, metal sheets, 
etc., since it emulsifies oil and grease; ts is too caustic for use tn washing. 

Sodiom carbonate, NasCOg.— It occurs in and around certain 
lakes, notably at Magadi in British East Africa, and in Lower Egypt. 
Tlie Magadi deposit, containing some 200 million tons of native soda, 
forms an important source of soda supply. , 
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Sodium carbonate was foraaeriy obtained from the ash of plants gWjwing on 
sea-shore. But the method was superseded early in the nineteenth century by the 
Leblanc jarocese, discovered by 
Nicholas Leblanc in 1787, as 
a result of an offer of prize 
by the French Academy of 
science for the preparation of 
alkali from common salt. 

The Leblanc process.— 

The main features of the 
process are: 

. (i) Production of salt 
cake.—Sodium chloride is con¬ 
verted to sodium sulphate by 
the action of concentrated sul¬ 
phuric acid, in two stages in 
a gas-tight furnace (fig. 161) 
containing an iron pan r and 
a hearth H (a fire-clay box, 
called muffle). The charge of equal quantities of salt and acid is first heated in 
the pan, yielding sodium bisulphate and hydrochloric acid. Tlie pasty mass from 
the pan is then raked out and strongly heated in the hearth, yielding sodium 
sulphate, called salt-cake. 

NaCl + H,SO^ = NaHSO* +HC1 (in the pan). 

NaCl + NaHSO, = Na,SO, + HCl (in the hc«th). 

The HCl gas is ab¬ 
sorbed by water trickling 
over coke in a tower, 
giving commercial hydro¬ 
chloric Scid. 


(ii) Conversion of 
salt-cake unto blade asb. 

—The salt cake is ground, 
and mixed with its own 
weight of limestone and 
half its weight of coal, 
and strongly heated to 
600“—1000“ in a rotating 
furnace (fig. 162). The 
salt cake is reduced b 
coke to sulphide, whic 
reacts, with calcium car¬ 
bonate, yielding sodium 
«'arbonate and calcium 
sulphide : 

Na,SO, -b 4C =s Na,S + 4CO; Na^S -|- OaCO„ = Na,CO,,-t- CaS. 

The product is .called black ash and contains 45% sodium carbonate. 

^ (iii) Luilviation of blade ash.-The black ash is lixiviated with water in a 

eeries of tanks on a counter-current principle. The extract contains sodium 
carbonate and also some caustic soda. Hence it is' either, (a) converted to caustic 
soda by causticising with lime, or (b) freed from caustic soda by treatment 
with GOj, and then crystallised out as soda crystals or wadiing soda, Na,CO.„ 
10H,O; the soda crystals on calcination gives anhydrous sodium carbonate, 
•oda adh. 

The alkaH wasf^ left after extracting soda, contains calcium sulphide, and 
nay be used for sulphur recovery. 

The Leblanc process as a whole is obsolete; only the first step is worked 
to provide salt-cake for glass making. 

26 ' - , 



Fig. 162 
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The Ammonia-soda process, or Solvay process. About the middle 
of the mneteenrh century the Solvay process gradually became a 
serious rival of the Leblanc process, which it ultimately displaced. 
Nearly all the sodium carbonate is now manufactured by the Solvay 
process. 

The principle of the progess is that, w'hen an excess of carbon 
dioxide is bubbled through nearly saturated solution of common salt 
(brire) containing ammonia, ammonium bicarbonate is formed; this 
then reacts with the sodium chloride yielding sparingly soluble 
sodium bicarbonate and ammonium chloride. The sodium bicarbonate 
is separated by filtration and calcined to give sodium carbonate and 
carbon dioxide. NH, + CO^ + H^O NH^HCO,; 

NH^HCO, + NaCl NaHCO, + NH^Cl. 

2 NaHC 03 = Na^COj + Hp + COj,. 

About two-thirds of the common salt is converted into sodium bicarbonate, 
as the reaction is reversible. 

The ammonium chloride in the filtrate is boiled with lime in a still to 
regenerate ammonia, which is used again, to saturate fresh brine. 

2NH,C1 + Ca(OH), = 2NH, -f 2H,0 + CaCl,. 

The lime is obtained by heating limestone with coke in a kiln. CaCO, = CaO 
+ COj. The CO, produced, together with that obtained by calcining sodium 
bicarbonate, is used for carbonating nmmoniacal brine. 

The process depends upon the supply of the raw materials brine, limestone 
and coal. The process is carried out as •follows: 

® Preparation of ammoniacal brine. 

ijrets* ^ brine trickles down a tower 

(fig. 163) fitted with a number of parti¬ 
tions, in which ammonia enters at fhc 
bottom. 

The brine forms a layer on the floor 
of each compartment and flows down 
vertical pipes from one compartment 
to the next below; ammonia is made 
to pass up the centre of the tower, and 
stream through the brine on each floor 
by means of a series of hoods. The 
brine gets saturated with ammonia, and 
at the same time salts of Ca^ Mg and 
Fe present in the brine are precipi¬ 
tated as carbonates by carbon dioxide 
(always contained in the ammonia from 
the still). The ammoniacal brine, pass¬ 
ing out at the bottom, is allowed to 
se.ttle out in a settling tank, whence it 
is led to a cooler, and then to the car¬ 
bonating tower. 

(ii) Cafbonation. —The carbonation is carried out in Solvay’s 
tower (fig. 164) which is fitted with a number qf partitions, each 
haying a central hole covered by a perforated hood. The ammoniacal 
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brine is introduced at the top so as tQ completely fill the lower part 
of the tower, and carbon dioxide is forced under pressure at the base. 
The carbon dioxide is uniformly distributed through the solution in 
small bubbles, and a perfect absorption takes place. Heat is evolved 
in the reaction, and since the solubility of bicarbonate increases with 
rise in temperature, the tower is cooled by circulation of cold water 
through coils fitted in the lower part—the^temperature 
is kept at SO^-dO®, but is reduced to about 15“ towards 
the end. The sodium bicarbonate precipitates and 
passes out with solution at the base. 

(iii) Filtration. —The sodium bicarbonate is 
separated by filtration by a rotary suction filter which 
is essentially a sheet of flannel stretched on a wire- 
gauze drum; the drum is half submerged in the solu¬ 
tion and kept in slow rotation—^vacuum being main¬ 
tained on the inside. The bicarbonate deposits on 
the flannel; It is scrapped out after washing with a 
spray of water, and then dried. 

(iv) Calcination.— Tlie bicarbonate is calcine^ in 
a closed pan fitted with an exit to remove carbon 
dioxide. .The last traces of CO^ are removed by raking 
the calcined mass through a long trough heated by 
fire below. The soda ash, thus produced, is of 99‘5 per 
cent purity. 

Fig. 164 



Electrolytic process.— Sodium carbonate is made by the electrolysis of sodium 
chloride solution in Hargreaves—^Bird diaphragm cell (hg. 1^). The cell is an 
iron box made into three compartments by asbestos partitions which act as porous 

diaphragms. The central com¬ 
partment it fitted with gas car¬ 
bon anode, while the cathodes 
are copper gauze which press 
against the outside of the dia- 
jphragm. Purified brine is con- 
timuously fed into the anode 
chamber near the bottom—the 
spent brine leaving at the top. 
During electrolysis Cl“ ions are 
discharged at the anode and 
the chlorine “gas is led away. 
H''’iona are discharged at the 
cathode and hydrogen is led 
away-*Na+and OH“ ions, i.e., 
canstic soda, accumulate in 
the water in the cathode 
chambers by diffusion through 
the diaphragm from the anode 
compartment. Steam and car¬ 
bon dioxide are injected into 


mama 
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Fig. 165 


the cathode compartments, where caustic soda reacts with carbon dioxide, yielding 
a solution of sodium carbonate—the liquor containing 170g. of Na,CO, and 3’6g. 
NaCl per litre. The solution yields soda crystals on evaporation. 





The Solvaj procen imtt (H- 1^)- « 

1 brine tank; 2 & 3 ammonia scrubber; 4 settling tank; 6 cooler; 6 Solvay 
tower; 7 filter; 8 roaster; 8 lime klin; 10 lime slaker; 11 ammonia still. 

Advaolage ot the Solvay proccsa— The Solvay process has completely dis* 
pieced the old Leblanc process, since 

{il it delivers soda of much higher purity; 
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(it) the process is less expensive, since brine is directly used, and no sulphario 
acid is required; 

(m) the operation is continuous, and cleaner, since no noxious HCI is evolved,' 
as in the Leblanc process; 

{iv) the consumption of fuel is less, since there are no solutions to be 
cvaiiorated as in Leblanc process; 

(c) the efficiency of the process is highei>—flie ammonia and carbon diotide 
are recovered and used again. 

The disadvantages of the process are (i) the •whole of chlorine of the common 
salt Is lost as calcium chloride, for which there is no adequate market yet; 
(ii) the high cost of ammonia for replacing the losses. 

Recently the Solvay process has been greatly improved by Hou and coupled 
with synthetic ammonia process. In this case there is no need for ammonia 
recovery. The bicarbonate mother liquor is agitated with dry common salt when 
ammonium chloride precipitates and is filtered—the filtrate which now contains 
NaCl, is made into ammoniacal brine and carbonated as usual. 

In this process the conversion of salt into soda is 96% or higher, and the 
dilorine of the sodium chloride is completely utilised as ammonium chloride , 
which forms an excellent fertiliser. The process offers a method of fixing 
ammonia as ammonium chloride. 

The production of soda by the electrolytic process is*limited by the demand 
for chlorine, which is at present very much less than that for the alkali. The 
by-product* chlorine is mainly used for obtaining bleach, and hydrochloric acid. 
With new avenues for the utilisation of chlorine, the electrolytic process has a 
promise in future. Tlie Solvay procefs is yet the most important one for soda 
manufacture. • 

Soda ash and caustic soda are the two key chemicals indispensable for the 
industrial planning of a country. The Mettur Chemical Works, Madras) and the 
Tata Chemicals Ltd. at Mithapur near Okha are of late producing the much needed 
alkalis. The Imperial Chemical Industries Ltd. manufacture caustic soda at 
Rishra near ('alcutta, using diaphragm cell. Besides, many paper mills .produce 
caustic soda and chlorine for their internal consumption; e.g., Bhotas Industries 
at, Dchri-on-Sone use Kellner-Solvay cell; Titaghur Paper Mills in Bengal employ 
Xdson cell. 

Properties of sodium carbonate. — (i) Anhydrous sodium carbonate, 
called soda ash, is a white powder, which melts without decomposi¬ 
tion at 852 °, and absorbs moisture from air, forming.the monohvdrate, 
Na.COj, Hfi. ^ ^ 

(ii) It dissolves in water giving an alkaline solution owing to 
hydrolysis: Na^COj + HjjO ;5=:^NaOH + NaHCO,. ^ 

The aqueous solution on evaporation yields crystals of wadiipgsoda, NajCO,, 
10H,O, which effloresccnwi air, giving crystal-carbonate, Na„tiD,. HjO. 

(iii) The aqueous solution absorbs COj, yielding sparingly soluble 
sodium bicarbonate, which is filtered, washed, dried and calcined at 
250 °— 300 ° to give pure sodium carbonate. 

Na,CO, + H ,0 + CO3 ^ 2 NaHCO,. 

Cofice^rated foda crystal, used in wool washing, is the sesqnicarbonate, 
XajCO,, NaHCOj, 2Hj,0 [native trona). Sodium bicarbonate is used in medicine 
to reduce stomachic addity and in baking powder. 

(iv) It dissolves in dilute mineral acids with an effervescensc of 
carbon dioxide: Na,CO,-H 2 HCl = 2 NaCl+H, 0 +CO,. 
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(v) It is caustidsed by lime to give caustic soda. 

On being heated with ferric oxide, it yields sodium ferrite, which oil treat¬ 
ment with not water gives caustic soda. This is the principle of now-obsolete 
Lowing process : 

Na,C 0 , + Fe, 0 , « 2 NaPeO, + 00 , j 2 NaFeO, + H ,0 = 2 NaOH + Fe, 0 ,. 

Uses of 80^0111 carbouite.—It is used : (i) in the manufacture of glass, 
soap and caustic soda; (ii) for washing textile fabrics; (»«) in the softening of 
waterr (»v) for the preparation of other sodium salts; and (u) as a reagent in 
the laboratory. 

Sodium chloride or common salt, NaCl, occurs abundantly in 
nature as rock salt or else in solution as brine, containing about 25 % 
sodium chl(M:ide. Sea water contains about 2 * 5 % common salt. The 
common salt of commerce is obtained from natural brine or from 
that prepared artificially by pumping water into deposits of rock 
salt, by evaporation in shallow iron pans or in vacuum evaporators. 
It is obtains in tropical countries by evaporating sea water by the 
heat of the sun—the mother liquor, called bittern, is an important 
source for bromine and magnesium from sea-water. 

There are many rich salt deposits in India, o.g., Khewra salt mines in the 
Punjab, and Sambar siAt lakes in Rajputana. 

The crude salt contains calcium and magnesium chlorides which.render it 
hygtosco^G. Pure sodium chloride is made by passing hydrochloric acid gas 
into a saturated solution of the impure salt, when pure salt is precipitated; this 
is filtered, washed ^wiih concentrated hydrochloric acid, dried, and then igniter! 
in platinum dish to remove moisture and hydrogen chloride. 

Pure sodium chlorido is a transparent, non-hygroscofic, crystalline solid 
which melts at 801®, and readily dissolves in wator-^’7 gms. in 100 gms. of 
water at 0*. 

It is the principal source for the manufacture of sodhtm and chlorine and 
their cowrj^vnds, such as HCl, NaCl, NaOH, Na^COj, NaOCl, NaClO,, NajSO,, 
etc. It is also used for 'salt-glazing’ of earthwarc, and in salting out soap, 
and in regenerating water-softeners. 

Sodium Nitrate, Chile salt petre, NaNO,, occurs in the caliche 
deposits in Chile. The crude caliche, containing up to 65 % of 
sodium nitrate, and about 02% sodium iodate, is purified by 
lixiviation with hbt water and crystallisation, yielding a product of 
95 % purity—the mother liquor,, containing sodium iodate, is an 
important source of iodine. 

It is a whiter, crystalline, deliquescent solid, very soluble in water. 
It melts at 316 “ and decomposes at higher temperature, yielding 
oxygen: 2NaN03 = 2NaNOa-i-Oa. 

It is used as a fertiliser, and in the preparation of sodium nitrite, potassium 
nitrate and nitric acid. 

Sodium sulphate, NajSO^. is prepared in the first step of the 
Leblanc process by heating common salt with sulphuric acid. The 
salt-cake formed (p. 401 ) is dissolved in water—^below 32 “ the 
dccahydrate, NajSO^, lOHjO, called Glauber’s salt, crystallises out 
from the aqueous solution; above 32 * the anhydrous salt separates and 
becomes less soluble with the rise of temperature. The dccahydrate 
effloresces in air, yielding the anhydrous salt. 
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Sodium sulphate is made by Hargreaves process by passing SO, from pyritea 
burner, air and water vapour over heated common salt. 

4NaCl + 2SO, + 2H,0 + 0, = 2Na,S0, + 4HC1. 

Synthetic salt cake for use in Kraft paper is made by melting sulphur with 
soda ash. 2NaaC0j + 2S + 30, = 2Na,S0, + 2C0,. 

Glauber's salt is used in medicine as a purgative; the anhydrous salt is 
used in glass-making. Salt-cake is used in makiifg Kraft paper. 

Sodium sulphide, Na,S, is prepared by reducing sodium sulphate wiOi 
coke at 1000* ; Na.SO, + 40 = Na.^S + 4C0. It is used in textile industries, 
in making dyes, and in the extraction of silver. 

Detection of sodium.— (i) Sodium compounds give a golden yellow flame, and 
hence may be detected by fUme teat. 

(ii) Zinc uranyl acetate gives a yellow precipitate of sodium zinc uranyl acetate 
in neutral solution. Magnesium uranyl acetate also gives a similar precipitate. 

Potasaiim K = 39.10 

Occurrence. —Potassium is too chemically reactive to be found in the free 
state. Its compounds are widely distributed in nature, though less abundantly 
than sodium; thus it is found in plants, in sea-water, in the soil, and in 
rocks. The sources of potassium compounds are: (i) The salt deposits in 
Stassfurt in Germany, where occurs an extensive potash bed, lying at a depth 
of about 1000 ft., and containing three layers of potassium salt: carnallite, 
KCI, MgCl„ 6H,0 ; polyhalitc.K,80„ MgSO„ 2CaSO„ 2H^), and kainite, KCl, 
MgSO^, 3H,0, Nearly all potassium of commerce is obtained from carnallite. 
(ii)Brines fiOm the Dead Sea and from certain drying lakes near Tunis and in 
California, are commercially exploited to obtain pola.ssium chloride, (iii) Pot-ash. 
The ashes of plant.s are rich in potassium carbonate and were formerly extracted 
by lixivation, and used under the name pot-ash. The ashes of *sea weeds, waste 
wood, fermented beet sugar molasses residues, and raw wool washings, and tTie 
fluedust in blast furnaces and cement kilns, were used as subsidiary sources of 
potassium compound during the European War of 1914—18, when carnallite was 
not available to the Allies. Pola.ssium carbonate is extracted from the ash of 
sunflower stalks in Russia. Grape juice deposits potassium hydrogen tartrate 
as cream of tartar, (iv) Potash felspar, or orthoclase. K,0. A1,0,, hPiO,, 
(v) Saltoetre or nitre, KNO,. It occurs in the soils of the rainless districts of 
Upper India. 

Preparation. — Potassium was formerly made by heating potassium car¬ 
bonate with charcoal at a white heat : KjCO, -f- 2C — 2K -f 3CO, and rapidly 
cooling tJie potassium vapour—explosive potassium carbonyl K,(CO), is liable 
to be formed, if the cooling is slow. 

It is now obtained by the electrolysis of fused potassium chloride (Downs 
cell) or caustic potash (Castner process). , 

Potassium very closely resembles sodium in properties though it is distinctly 
more reactive. Thus potassium violently .nttacks water with the liberation of 
hydrogen which invariably catches fire and bums with a violet name. ^Potassium 
is feebly radioactive. • 

Potassium is used in making potassium cyanide. ]^oiassium amalgam is a 
reducing agent. The liquid alloy of sodium and potassium is used in high 
temperature thermometers. 

Compounds of potassium 

Potassium monoxide, K.O, nrepared by heating potassiuni with potassium 
nitrate : 2KNO3-f-10K = 6K,0-f N,. It dissolves in water, yielding potassium 

hydroxide. 

Potassium dioxide, KO,, is obtained as a yellow powder by burning potaa- 
eium in air or oxygen. It reacts with cold water, giving H,0, which rapidly 
decomposes into water and oxygen : 

2KO, + 2H,0 = 2KOH -f 0, 4- H,0,. 
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Potasiliini hydroxide, caustic potash, KOH, is made by the elec¬ 
trolysis of potassium chloride solution. Its ra.p. is 360‘4", It resembles 
sodium hydroxide in properties, but is a stronger base, and more 
soluble in water—^97 gras, in 100 gms. of water at 0 ®. 

Potassium hydroxide is leas frequently used as a reag^t, since the cheaper 
caustic soda often serves the purpose. But in the absotption of catbon oioaciar, 
cav$tic potash is preferred to caustic soda^ since the KHCO, formed after 
sufficiC.it absorption is soluble, while NaHCO, is insoluble and may, therefore, 
choke the tubes. Caustic potash is used in making soft soap. 

Potassium carbonate, pearl ash,K 2 COj,, was formerly made, under 
the name pot-ash, by extracting wood ashes wi.th water, evaporating 
the solution to dryness, and then calcinating the residue in po.ts. 

It is now made from potassium chloride liy Precht’s process by 
passing CO, into a concentrated solution of the chloride, containing 
hydrated magnesium carbonate in suspension at 20*C when an insoluble 
potassium hydrogen magnesium carbonate is precipitated. 

2KCl + 3{MgC03,3Hp) + C02 = 2(MgC0,,KHC03,4H20) + MgClj. 

The precipitate is separated by filtration, and then decomposed 
cither by heating with water under pressure at 140® or by the action 
of magnesium oxide Ixilow 20 ". 

2(MgC0,,KHC03,4H30) = 2 MgC 03 + KaCOg + OH^O + CO^. 

2(MgCO,. KHCO,, 4HaO) 4- MgO =- 3(MgC03.3Ha0)+KaC03. 

The precipitated magnesium carbonate is filtered off for use in 
the process again, and the filtrate is crystallised for potassium 
carbonate. 


Potassium carbonate may be made by Leblanc process; but the Solvay 
process cannot be employed, since potassium bicarbonate is soluble in water. 

Potassium carbonate is a white, deliquescent solid, m.p. 900 C; 
a mixture of, potassium and sodium carbonates (fusion mixture) melts 
.at 712®. Potassium carlionate resembles sodium carlwna.te in pro¬ 
perties, but is more alkaline and more soluble than sodium carbonate. 

Potassium bicarbonate is made by absorbing CO, in moist 
slum carbonate, and then drying the product in a porous plate, liic 
bicarbonate yields pure potussiunt cctthontitc on gentle heating. 

K 3 CO, + H 3 O + CO, ^ 2 KHCO 3 . 

Potassium carbonate is used in the manufacture of glass soft soap, potassium 
bromide and iodide, etc. Fusion mixture is used in the laboratory. 


Potassium chloride, KCl. occuis in the Sjrassfurt depps'.ts as 
sylvine, KCl, and as carnallite^ KCbMgCljiGHjO. Potassium 
chloride is made by dissolving the carnallite in hot water, and then 
cooling the solution; potassium chloride crystallises out, whereas he 
more soluble magnesium chloride remains in solutmn. The mother 
liquor is used tp treat a fresh supply of carnallite. The mother liquor 
from carnallite is a source for bromine (p. 269). 

KCl is also prepared from fused carnallite—nearly pure KCl separates from 
the melt, leaving fused MgOl, behind : 

4 KCl.Mg0L,6H,0 »= KOI + MgCI„6H,0. 
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Potas»iium chloride is a colourless crystalline solid, soluble in water, m.p. 190*. 
It is used as a fertiliser, and in the manufacture of potassium and other 
potassium compounds, such as caustic imtash, potassium carbonate, potassium 
chlorate, and potassium djchroraate. 


Potas^oni nitrate, KNO,, also known as nitre or sdt petre, 
occurs in the soils o£ tropical countries like^India and Ceylon. 

It is formed by the bacterial oxidation of decayed nitrogenous organic ratter 
in contact with alkali in the soil. It may be extracted from soils enriched with 
animal excrements. The procels was formely carried out artificially in ‘nitre 
^antationa’ in India. Heaps of manure together with lime and wood ashes were 
interlaid with brush wood for aeration, and left exposed to the air for long 
period, and occasionally watered with crude sewage. The decay of organic 
matter produces ammonia, which is converted by bacterial oxidation to nitric 
acid, and finally to nitrate in the soil. On extracting the soil with water and 
evaporating the solution crude nitre separates, which is purified by crystallisation. 

Potassium nitrate is now manufactured from potassium chloride by double 
decomposition with sodium nitrate. 

KCl + NaNO, = NaCl + KNO,. 

A saturated solution of sodium nitrate is mixed with an equivalent amount 
of potassium chloride and concentrated by boiling to a density of 1'5, when 
sodium chloride, being less soluble in the hot solution that any of the other 
salts, separates out, and is filtered off. On cooling the filttate, potassium nitrate 
crystallises out. ^ ... 

Potassium nitrate is a colourless crystalline solid which resembles 
sodium nitrate, bu.t is less soluble and is not deliquescent. It melts 
at 336 ° but decomposes at a bright red heat, yi^ding oxygen: 
2KNO3 — iKNOj + Oj. Fused potassium nitrate is a powerful oxidis¬ 
ing agcn.t. 

It is used as a fertiliser; for pickling meat; as a constituent .of fireworks and 
gunpowder, for which the hygroscopic nature of sodium nitrate makes it 
unsuitable. 

Gunpowder is a mixture of about 75% nitre, 10% sulphur and wwd 
charcoal; the ingredients are finely ground and intimately mixed while slighMy 
moist—the paste is pressed between rollers and finally dried. ■ 
shock or heat at 300"; the products of explosion are gaseous CO„ CO and N,, 
and solid K,S, K,S0, and K,C0, which produce the smoke. Gunpowder is a 
safe explosive but is only one-fifth as powerful as dynamite. 

4KNOs+5G = 2KaCO,-f2N,+3CO,; 2KNO,+3C = K,CCH-f-CO,+CO-fNj. 

2KNO,+S+3C = K,S+N,+3CO,; 2KNO,-f-S-f-C K,SO,-t-N,+CO.. 


Potassilim sulphate, K^SO^, occur.s in Strassfurc potash beds as 
schonitc, K3S0„MgS0,.6H,0, and kainite, KCl,Mg 90 ^ 3 Ha 0 from 
which it is obtained by solution and crystallisation. It jnay be made 
by neutralising potassium hydroxide or carbonate with dilute HaSO^ 
and concentrating the solution, when anhydrous potassium sulphate 
crystallises out, m.p. 1050 °. It is made in small amounts by heating 
potassium chloride with concentrated HaSO*. 

It is used as a fertiliser, particularly in corn and tobacco fields, 
and in the preparation of potash alum. 

Potessiuin sulphide, K.S, may be made by heating potassium sulphate with 
coke. NsjS and K,S may also be obtained by reducing the heated sulphates with 


hydrogen. 

Detection of uotaMiuin — (i) Potassium compounds ffl.ve a violet /hwts, which, 
appeSa?ed^hVn^oS3™run^ a blue glass. Tii) Sodium cobaltinitrite «vea a 
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yellow precipitate of potassium cobaltinitrite in acetic acid solution. PotMsium 
is quantitatively precipitated from alcoholic solutions as 'potassium platinie chlonae, 
KjPtOl, or as potassium perchlorate, KGIO 4 . 

Alkali cyanides.—Sodium cyanide, NaCN, is a colourless salt with a bitter 
almond smell of HCN formed by hydrolysis of the salt by atmospheric moisture. 

NaCN + H,0 NaOH + HCN. 

lllbe aqueous solution reacts alkaline for the same reason. 

It is made by Castner process. Ammonia i# passed over fused sodium at 
300—in an iron retort: 2NHs + 2Na = 2NaNH, + H,. 

The fused sodamide formed is run on to red-hot charcoal, when it reacts to 
form sodium cyanamide, and then cyanide. 

2NaNH, + C = NNa^CN ■+ 2H,; NNa,CN + C = 2NaCN, 

Sodium cyanide is used in large quantities in electroplating and in the 
metallurgy of gold and silver. It is a reducing agent. 

Potassium cyanide, KCN, is made by passing amnaonia over a mixture of 
fused potassium carbonate and carbon; the fused potassium cyanide is decanted 
and cast in moulds. 

K,COj -t- C -h 2NH, = 2KCN -f 5H,0. 

Its properties and tiises are similar to those of sodium cyanide. The alkali 
cyanides are used as reagents in the laboratory—they must be used with coalition 
as they are extremely poisonous. • 


Exercises 


* 1 . Describe the method of extraction of metallic sodium from caustic soda. 
Mention the uses of the metal. What are its reactions with hydrogen, ammonia, 
sodium nifrate, and aluminium chloride? Calcutta ’50. 


2. How is caustic soda obtained commercially? Discuss the po.ssibility of 

alkali manufacture in India. Describe the changes that take place when (t) caustic 
soda solution and (ti) ammonium hydroxide solution, are separately added to 
solutions of copper sulphate, ferric chloride, alum and zinc sulphate. How would 
you show that caustic soda contains hydrogen? Patna '37. 

3. How is soda ash manufactured by the Solvay process? What is the 
advantages of the proce.is? How is sodium carbonate converted to (a) sodium 
bicarbonate, (b) sodium hydroxide? Why is a solution of washing soda alkaline? 

Madras ’46. 


4. Discuss the changes that occur when (a) sodium nitrate solution is boiled 
with caustic soda and zinc dust, (b) soda ash is added to ferric chloride solullon. 
(c) carbon dioxide is bubbled through caustic soda solution, (d) a mixture of 
saturated solutions tof potassium chloride and sodium nitrate is heated to boiling, 
(e) carbon dioxide is passed into ammoniacal brine, (f) sodium sulphate is heated 
with chalk and coke, (g) soda-ash is healed _with ferric oxide, (h) sodium chloride 
is electrolysed either in tl^e fused state or in aqueous solution. 

5. Give an account of the impdrtant industries based on common salt as the 
starting point. 

6 . Describe briefly the application of electrolysis in industrial processes, using 
common salt as a raw material. 

7. Explain how yon would (i) distinguish between solutions of sodium 
carbonate and bicarbonate, (ii) detect the presence of carbonate chloride in 
commercial caustic soda, (iii) estimate the amount of sodium hydroxide and 
sodinm carbonate in commercial caustic soda. 

8 . How is potassium carbonate manufactured by the Precht’s process? 
Explain why potassium carbonate cannot be prepared by Solvay procres. ^ 
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9. Describe the Ammonia-Sode process of manufacture of sodium carbonate. 
What is the difference between sodium carbonate and sodium bicarbonate? Why 
do their solutions react alkaline? What happens when they aro heated? How 
is sodium carbonate converted into caustic soda ? Compare their properties. 

Ccicutta '46. 

10. How is the electrolysis of brine carried out on a large scale? What 

products are formed by this method? ^ 

Describe briefly how you would prepare: (i) solid sodium hydrox.isle, 
(ii) hydrochloric acid, (iii) a solution of sodium hyprochlorite from these products? 


XXVIII 


THE ALKALINE EARTH METALS 


The name earth was given by the older chemists to all substances that remained 
unchanged by fire. Lime, magnesia, strontia, and baryta were found to have 
alkaline reaction, and were called alkaline earths. The alkaline earth metals 
include magnesium, calcium, strontium and barium. Their physical properties are : 


Element 

Atomic no. 

At. wt. 

At. vol. 

Density 

M. pt’C B. pt.^C 

Magnesium 

12 

24-32 

13-97 

1-74 

' 651 1100 

Calcium 

20 

40-08 

25-9 

1-55 

851 1439 

Strontium • 

38 

87-65 

34-6 

2-54 

800 1366 

Barium 

56 

137-36 

36-7 

3-78 

710 1537 


General Characteristics. — The general chemistry of the metals of the alkaline 
earths, Mg, Ca, Sr .and Ba, resembles that of the alkali metals, which immediately 
precede them in the periodic table; but they aro somewhat less reactive. 

They are ‘light metals’ but all are denser than water; their melting and 
boiling points are much higher than those of the alkali metals. 

They form bivalent colourless ions, and are strongly electro-positive, being 
second only to the alkali metals in this respect—the electro-positiveness, and so 
also the chemical reactivity, incrcase.s, as in the alkali metals, with increasing 
atomic weight. 

The chemical relationship of the triad Ca, Sr ami Ba Ls very close. Silver 
white metals, they quickly tarnish in air. They readily decompose cold water, 
though loss vigorously than the alkali metals, and easily react with acids. They 
yield the typical basic oxides and true peroxides of the typerf CaO and CaO, 
respectively; their oxides lime, strontia, and baryta, arc strongly basic, and 
their hydroxides are alkaline in reaction; bill they are weaker baws than the 
alkalis themselves—^their solubility and basic property increase with rise of atomic 
weight. The hydroxides are decomposed by heat. They unite* directly with 
hydrogen and with nitrogen, yielding the hydrides and nitrides respectively. 

Their salts are stable, and are not hydrolysed by water—their birarbonates 
are known in solution only. TTnlike the salts of the alkali metals which are 
mostly freely soluble, many of the salts of the alkaline earth metals are insoluble 
in water, e.g., flnorides, sulphates, phosphates and carbonates—^the s'^lubility 
decreasing with rise of atomic weight. The nitrates and halides (except fluoride) 

^ are soluble in water. 

The carbonate are decomposed by strong heat—ease of decomposition 
decreasing with rise of atomic weight. 

Their salts impart characteristic colours to the Bunsen flame : calcium, brick- 
^ red; strontium, crimson; barium, apple-green. 

In certain respects the chemistry of magnesium is more like that of zinc 
than of calcium. Thus (i) calcium quickly tarnishes in air, while zinc and 
magnesium tarnish but slowly in air : (ii) calcium decomposes cold water, while 
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zinc and magnesium react with water only at higher temperature; (iii) calcium, 
unites directly with hydrogen, forming the salt-like hydride CaH„ whereas 
zinc and magnesium do not form hydrides ; (iv) zinc and magnesium form the 
isomorphous salts, ZnSO^, 7H,0 and MgSO„ 7H,0, and the double salts of the 
tjrpe, KgSO^, ZnSO^, 6HjO and ¥^,80^ MgSO^, 6HjO. Calcium sulphate crystal¬ 
lises as CaSO^, 2 H 2 O and does not form any double salts like zinc and magnesium; 
(v) The salts of zinc and magnesium are readily hydrolysed, while the calcium 
salts arc quite stable towards” water. 

'^'Calcium and magnesium, on the other hand, unite directly witli nitrogen 
to form nitrides; but this property is not shared by zinc. 


Magnesium 

Occurrence. — Magnesium is not found free in nature. Its two important 
minerals are magnesite, MgCOj, and dolomite, MgCO„ CaCO,. The Stassfurt 
salt deposits contain the commercially important minerals, kieserite, MgSO^, H,0; 
narnallite, KCl, MgCl„ bH^O; and kainite, MgSO^, KCl, 3H,0. Magnesium 
salts are found in mineral springs, in natural brines, and in sea and river waters. 
It occm-3 in the minerals, olivine, (Mg, Fe), SiO,; serpentine, 3MgO, 2SiO„ 2H,0; 
tcdc, 3MgO, 4SiO„ H,0; asbestos, CaMgj(SiOj)^ j and spinel, MgO, Al,0,. 
Magnesium is a constituent of chlorophyll, the green colouring matter of plants. 

Extraction. —Magnesium is prepared commercially in two ways: 
(i) The dectrolytic metiiod. —Magnesium is obtained by the electro¬ 
lysis of a fused mixture of anhydrous magnesium chloride and sodium 
chloride—the latter being added to lower the melting point of mag¬ 
nesium chloride. 

a 

'flic electrolysis is carried out in a covered rectangular iron pot 

(fig. 167) which acts as the cathode, 
the anode is a graphite rod, 
enclosed in a porcelain tube and 
inserted in the centre of the melt 
which is kept at 700*. During 
electrolysis, chlorine evolves at 
the anode and is led away through 
the porcelain tube, and magnesium 
(m, p. 651°) is liberated at the 
cathode—the liquid metal floats on 
the surface of the melt and is run 
off. Since magnesium readily com¬ 
bines with oxygen and nitrogen, the 
air within the pot is displaced by a 
Fig. 167 current of hydrogen or coal gas. The 

voltage is alraut 6 volts. 

Miigncsium chloride is obtained as the hexahydrate, MgCl,, 6H,0, from 
rarnallitc, and from mother liquors of natural brines. It is also extracted from 
sea water by the addition of milk of lime-;-the precipitated magnesium hydroxide 
is dissolved in 10% HOI—the solution on concentration yields Mg(!I„ 6H,0. 
One ton of magnesium is obtained from 800 tons of sea water. 

MgClj (in sea water) + Ca(OH)a = Mg(OH)j, -f CaCl,. 



The hexahydrate is dehydrated to MgCl,, H.O which is then rendered 
anhydrous by healing in a current of hydrogen chloride gas to prevent the 
fonnation of an oxy-chloride. Anhydrous MgCl, is also made by heating a 
mixture of magnesium oxide (calcined magnesitm and coke in chlorine at 1000°. 


MgO -t- C -t- Cl, = MgCl, -f GO. 
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(iO,Thc Mductioii inctl|0<l.~ A recent development in the production of 
magnesium is the direct reduction of magnesium oxide by coke : 

MgO + C — Mg + CO. 

Ihe raw materials, magnesium oxide (produced by the calcination of magne- 
site) and coke, are bi^etted with an oil or pitch binder, and heated to a 
temperature of about 2000'’ in a closed electric furnace. The magnesium vapour 
and carbon monoxide, as they leave the furnace, are quickly cooled to about 200° 
by dilution with a large volume of hydrogen or mtural gas in order to prevent 
the re-oxidation of magnesium during condensation. The magnesium condenses 
in the form of a powder, which is collected and heated to about 800° in a second 
electric furnace operated under high vacuum—magnesium volatilises and is 
condensed out, remelted, and cast into ingots. 

Beduction with ferrosilicon takes place at about 1200'’. and calcined dolomite 
can be employed. The operation is carried out under high vacuum. Magnesium 
volatilises and condenses in a high state of purity. 

2MgO -h CaO -f Si = 2Mg 4- CaSiOj. 

Propwdes of magnesium. — (a) Magnesium is a light, white metal 
with a bright lustre which tarnishes in moist air due to the deposi¬ 
tion of a film of oxide. Soft, malleable, and ductile, it can be readily 
drawn into wire or ribbon. 

(ii) When heated in air or oxygen, magnesium burns with a 
blinding white flash, which is rich in actinic rays. • 

(iii) Heated magnesium absorbs nitrogen, yielding magnesium 
nitride. Combustion of magnesium in air produces a mixture of 
magnc.sium oxide and nitride. 

2Mg-f03 = 2MgO ; ’ 3xMg + N, = Mg^N^! 

(iv) Magnesium powder decompose boiling water, liberating 
liydrogen; the heated metal burns in steam: Mg + HaO = MgO \ Hj. 

(v) It dissolves in dilute acids, including nitric acid, liberating 
hydrogen, but not in alkalis. Mg-f-2HN03 = Mg{NOj)3 -f-llic 
metal dissolves in salt solutions rendered acid by hydrolysis: 

2Fea3-f 3Mg-f CH3O = 2Fe(OH)3+3MgCL+3H3. 

(vi) It is a powerful reducing agent; the heated metal reduces 
such stable oxides as silica, sodium oxide and potassium oxide. 
Burning magnesium continues to burn in carbon dioxide, dei^ositing 
carbon: 2Mg + CO2 = 2MgO -f C. 

(vii) Heated magnesium burns in chlorine, forming magnesium 
chloride. Mg-hCl3= MgCl,. Magnesium does not form any hydride 

Uses of magnesiuin.— Tt is used |i) in flash lieht powders (mapnesium powder 
mixed with potassium chlorate or barium peroxide) for photography, in military 
star shells, in light signals and in fire works; (ii) in the production of light alloys, 
such as magnelium (A1 98: Mg 2; density 2) and electron (Mg 96: Zn 4'5; 
Cu (TS; density 1'8) used in the construction of airships and motorcars; ana 
(iii) as a reducing agent in the laboratory. 

Compounds of magnesium 

Magnstdom oxido, MgO, also called magnesia, is made by 
heating native magnesite: MgCO, = MgO + CO,. 

It is a white powder with a high m.p. of 2850*. A basic oxide, 
it dissolves in acids, jirodudng salt and water. If is very slightly 
soluble in water, importing an alkaline reaction to the solution. 
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It is chiefly used in the manufacture of refractory bricks for furnace linings. 
A mixture of magnesia and asbestos is used as a ‘lagging’ for steam pipes to 
retard the loss of heat by radiation. It is a component of Sorel’s cement. It is 
also used in medicine, since it neutralises acidity in the stomach. 

Magnesimii hydroxide, Mg(OH )3 is thrown as a white precipitate 
by adding caustic soda solution to a solution of magnesium sulphate 
or chloride: MgSO^+2NaOH = NaaSO^+Mg(OH),. 

The precipitate is filtered, washed, and dried at 100®, since it is 
converted to oxide by heat. It is slightly soluble in water, imparting 
it an alkaline reaction. It dissolves in ammonium chloride solution: 

Mg{OH)2 + 2NH^Cl ^ MgClj+2NH^OH. 

Hence magnesium hydroxide is not precipitated from a solution 
of magnesium salt by ammonium hydroxide in presence of excess of 
ammonium chloride. 

Mag n e sium carbonate, MgGO,, occurs in nature as magnesite. It is obtained 
as a white precipitate by adding sodium bicarbonate to a solution of a magnesium 
salt; but only basic carbonate, called magnesia alba, is precipitated by the 
addition of sodium carbonate. 

Magnesium carbonate dissolves in water containing carbon dioxide, due to 
the formation of soluble bicarbonate, but is reprecipitated by boiling : 

MgCO, + H,0 + CO, MglHCO,),. 

Magnesia alba is used in medicine to neutralise the acidity of the stomach, 
It is also used in making tooth paste and powders. 

Magnesium chloride, MgCl^, may be prepared by dissolvin:; 
liiagnesium carbonate in dilute hydrochloric acid and concentrating 
the solution, when the hexahydratc, MgClj, GH^O, crystallises out. 

On a commercial scale magnesium chloride is crystallised out from the mother 
liquors obtained in the preparation of potassium chloride from camallite (p. 408). 

It is a colourless, crystalline, deliquescent solid with a bitter taste, 
and is exceedingly soluble in water. 

It is slightly hydrolysed in solution. The hydrate, MgCl,, GHjO, 
undergoes hydrolysis on being heated in air to about 200° C, evolving 
steam and hydrogen chloride and yielding magnesium oxychloride, 
Mg(OH)CI, which decomposes at 600° to magnesium oxide and 
hydrochloric acid: 

' MgC4+Hp ^ Mg(OH)Cl + HCl; Mg(OH)Cl ^ MgO+HCl. 

The hydrochloric acid thus produced attacks iron, and hence sea water cannot 
be used in marine boilers, eince it contains magnesium chloride. The magnesium 
oxychloride is also formulated as MgO.MgCl,, which on being ignited in air 
leaves the oxide, 

2MgCl, + H,0 MgO.MgCl, + 2HC1. 

2(MgO.MgOl,) + O, = 4MgO + 2C1,. 

AnhyArous ma gpi crinm chloride cannot be prepared by heating 
the hexahydrate, MgCl,,, GH^O, in air; at 200* it loses 6 molecules of 
water of crystallisation, and is itself converted to magnesium oxy- 
chloride, which finally decomposes into the oxide at 600*, vide supra. 

The anhydrous salt is prepared 0) by heating the hydrate ^ in 
vhctinhi at 175® or in a current «£ hydrogen chloride; (ii) by healing 
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ammonium magnesium chloride, MgCl^, NH^Cl, CHjO, prepared by 
evaporating to dryness a mixed solution of cquimolecular amoun.ts of 
magnesium chloride and ammonium chloride: 

MgC^NHiCieH^O = MgCl^+NH^Cl + CHp. 

(iii) by heating to redness a mixture of magnesium oxide and 
•coke in a current of chlorine: MgO+C + Clj = MgClj+CO. 

A paste of magnesium oxide and magnesium chloride (Sorel’s cement) rsets 
to hard mass on standing; the paste is used for cementing glass and porcelain, 
as a dental-filling, and as a finish for plaster. Magnesium chloride is also usm 
in dressing cotton threads for spinning. 

Magn^um nitrate is made by dissclving oxide or carbonate in dilate 
nitric acid; it separates from solutions in deliquescent crystals. 
Mg(NO,)., 6H,0. 

Magnesiiiiii sulphate, MgSO^, is found in certain mineral springs, 
c.g. those at Ba.th and Epsom. It is mainly obtained commercially 
by dissolving kieserite, MgSO^, H^O, (practically insoluble in cold 
water) in boiling water, and then crystallising the solution, when the 
hepta hydrate, Epsom Sfdt, MgSO^, TH^O, separates. It may also 
be obtained (i) by dissolving magnesite in hot dilute sulphuric acid, 
(ii) by dissolving dolomite in hot dilute sulphuric acid and removing 
the insoluble calcium sulphate by filtration. * 

. MgCOj + H^SO^ = MgSO.-fHP-j-CO,. 

It is a colourless, crystalline solid, soluble in water, and isomor- 
phoiis with zinc sulphate, ZnSO*, TH^O. A variety iscvmorphous with 
FcSO.„ 7 H 3 O also exists. • 

It readily forms double salts with alkali metals, e.g., KjSO^, 
MgSO^, OHjO. The hydrate is rendered anhydrous by heat at 2(X)®. 

It is used (i) a.s a purgativd in medicine, (ii) in sizing and loading paper, 
silk and cotton, (iii) in dyeing and fire-proofing, (iv) in tanning and weighting 
leather, (iv) as platinised magnesium sulphate in the manufacture of sulphuric 
acid. 

Magnesium sulphide.— MgS, is formed by direct combination. It is hydrolysed 
by water. 

Detection of Magnesium.—' (i) Magnesium compounds, mixed with sodium 
i-arbunate and heated on charcoal in the oxidising flame, leav^ a white incandee^ 
cegf. residue, which on being moistened with cobalt nitrate and heated again, 
turns liink, (ii) Ammonium hydroxide tliro^s from an aqueous solution a white 
pi-ocipitato of magne.sium hydroxide, soluble in ammonium chloride solution, (iii) 
Disodium hydrogen phosphate solution yields a white precipitate of magnesium 
ammonium phosphate from an ammoniacal solution: * 

MgSO, + Na^HPO^ + NH^OH Mg(NHJPO, + Na,SO/+ H,0. 

Calcium 

Occurrence.—Calcium is not found free in nature, but in combination with 
oxygen, it forms about 5%, of the earth's crust. The chief mineral is calcium 
carbonate, CaCO,, which occurs in two crystalline forms, aragonite and ealcite 
or Iceland epur. Aragonite occurs in the shells of molluscs and in coral. In a 
massive form calcite occurs sa marble, Umeatone, and chalk. Chalk is the shells 
of marine organisms.. Dolomite is the double carbonate MgCO,, CaCO,. Other 
calcium minerals are : gypsum, CaSO,, 2H,0 j anhydrite, CaSO.; fluorspar, CaP,; 
apatite, OaF„3Ca,(PO,), and lime fetsjkr, CaAl^SitO,. Cucium is the diief 
constituent ol egg-shells and bones (together with calcium phosphate). 



416 


INTERMEDIATE CHEMISTRY 


Eztractioii. —Metallic calcium is obtained by the electrolysis o 

fused calcium chloride. Calcium chloridt 



(m. p. 774*’), mixed with some fluorspai 
lo lower the melting point, is fused at 
664" in a graphite crucible (fig. 168). The 
bath is kept at 700", which is below the 
,,solidification point of calcium, 851", and 
alxive that of the melt, 664*. The anodes 
arc graphite plates, and the cathode is 
a water-cooled irqii rod which just touches 
the melt. During electrolysis chlorine is 
liberated at the anodes, and calcium at 
the cathode, which quickly solidifies. As 
the calcium accumulates, the cathorle is 
slowly raised by an electrically driven 
mechanism, so that the metal is produced 
in the form of a rod, which is protected 
from oxidation by n layer of calcium 
chloride. 


Properties. —(ij A silver white, fairly soft, mellcable metal, cal¬ 
cium tarnishes gradually in moist air. It burns in air with a reddish 
light, yielding a mixture of the oxide and nitride. 

2Ca + O, = 2CaO ; 3Ca 4 - N, = Ca^N,. 

(ii) It disGolves readily in colH water, liberating hydrogen and 
f6rming calcium hydroxide. Ca+2HOH = Ca(OH) 2 -f H,. 

The metal dissolves vigorously in dilute acids. 

(iii) The heated metal combine.s with oxygen to yield calcium oxide, with 
hydrogen to yield calcium hydride, with nitrogen to yield calcium_ nitride, with 
chlorine to yield calcium chloride, and with sulphur to give calcium sulphide. 
It also combines with carbon, giving calcium carbide, CaC,, and hence the metal 
cannot be prepared from the oxide, by reduction with carbon. 

Ca -H H, = CaH,; Ca -f- Cl, = CaCl,. 

(iv) It absorbs ammonia gas in the cold with the formation of the compound 
Ca(NHJ.. 

Calcium is used (i) in freeing absolute alcohol from the last tracer 
of water, (ii) in removing the last traces of air from high vacuum, (iii) in the 
preparation of calcium hydride, (iv) dn metal castings as a deoxidant, and (v) in 
separating argon from nitrogen. 

t Compoimds of Calcioiii 


Oddam* oxide, CaO, commonly called quick lime, or lime is 
made by decomposing limestone at a high temperature, about 
1(X)0® in a lime-kiln, which is a tall brick structure, generally built 
near a limestone quarry. CaCO, ^=2: CaO+CO,—42.0(X) calories. 
Lumps of limestone are introduced into the kiln through^ a charging 
door at the top, and heated either by producer gas admitted at the 
base or by the combustion of coal (introduced along with limestone) 
inside the kiln. Lime works its way gradually down the kiln and is 
withdrawn at the base; carbon dioxide passes out through an exit 
at the top (%. 169). 
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It is a white amorphous powder, which emits intense white Mght 
{time light), when heated in .the 
oxy-hydrogen flame. It fuses at 
2570°. A basic oxidci it reacts with 
acids and acidic .oxides, yielding 
salts. It reacts with strongly heated 
silica, forming easily fusible calcium 
'silicate; CaO + SiO^ = CaSiOg. It re¬ 
acts with dry COg only above 300". 

It reacts with chlorine above 300° 
giving off oxygen: ‘ 

2CaO-f-2Cla = 2CaCl3-t-0,. 

When quick lime is sprayed with 
water much heat is evolved and 
clouds of steam are given off; lime 
combines with water, swells up, 
cracks and finally crumbles to a fine, 
dry, white powder of calcium hy¬ 
droxide, Ca(OH)„ called slaked lime, 

CaO + HjO = Ca{OH) 2 . The process 
is called slaking of lime and the pro¬ 
duct slaked lime. 

. Fig. 169 

Calcium hydroxide, slaked Jime, Ca(OH)^, is objtaincd by spray¬ 
ing water on the quick lime. It is sparingly soluble in water, about 
0-23 gm. in 100 gms. of water at 0°: it ts less soluble in hot water 
than ill cold. The solution is called lime-water ; it readily absorbs 
carbon dioxide and is used as a tes.t for the gas (p. 324). 

A suspension of slaked lime in water is culled milk of lime. In its reactions, 
it resembles caustic soda, and is largely used in industries as a cheap source 
of alkali. 

Uses of Umc. — Quick lime is used as a drying agent; as a basic flux in 
inetalinrgy; in the manufacture of calcium carbide; and for producing lime 
light. Slaked lime is used for the manufacture of caustic soda and bleaching* 
powder; in glass-making and in the recovery of ammonia in the Solvay process; 
or softening temporary hard water; for the removal of hair from hides in leather 
industry; for whitewashing of buildings; for the purification of coal gas and 
sugar; in agriculture; in the manufacture,of mortar and cement. 

Mortar. — Builder’.s mortar is a mixture of slaked lime (1 part) and sand 
(3 parts) made into paste with water. It sets to a liard masS, by loss of water, 
into the bricks; slaked lime is gradually converted to calcijim carbonate by 
al^orbing atmospheric carbon dioxide. 

Cement. —Portland cement is manufactured by heating finely pulverised lime¬ 
stone with clay at 1400° in an inclined rotary kiln (fig. 170); the charge is fed 
into the top of a long rotating tubular furnace, which is fired by injecting, coal 
dust and air at the base. The charge sintera, and the resulting cement clinker 
is taken out at the base, cooled, and then ground in tube mills to a fine powder, 
and packed in air-tight barrels. It is essentially a mixture of tricalciiun silicate. 
3CaO,SiO,, and tricalcium aluminate, 3CaO,Al’0,. It sets with water twheno» 
the name hydraviie cement) within a few hours (about 2 to 3% gypsum is added 
to cement to retard quick getting) to a hard mass, which becomes steadily harder 
with time. The setting it due to the hydrolysis of calcium silicate and aluminate 
—the products of hydrolysis forming interlocking crystals. 

27 
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Ordinary mortar cannot set under water, since its setting requires carbon 
dioxide; bat a paste of cement and sand (cement mortar) sets easily under 
water. 



Fig. 170 


Cooorete is a mixture of cement with sund and stone chips. Ii set to 
hard rock-like mass, and is largely used for building purposes. The tensile 
strength of concrete is increased by allowing it to set on a framework of steel 
rods; the material thus obtained is called reinforced concrete, and is used for 
the construction of‘bridges, buildings and c^pibankments,, etc. 

Soda lime is a dry mixture of slaked lime and caustic soda, made by slaking 
lime with strong caustic soda solution. It is used as a drying agent j as an 
absorbent for acid gases; in gas masks. 

• Calciiiin carbonate, CaCO.,, occurs in nature as marble, limestone, 
chalk, coral, calcitc, etc. It is prepared as a white powder, known 
as precipitated chalk, by dissolving marble or limestone in hydrochloric 
acid, and removing any iron and aluminium present, by precipitating 
with ammonia, and then adding ammonium carbonate to the solution: 
the precipitate is filtered, washed and dried: 

CaCl^ -f (NH J 2 CO 3 = CaCOj + 2 NH 4 CI. 

fJme stone finds extensive use in making cement, lime and glas.s, and as a 
flux in metallurgy. Marble is used iq, building and sculpture. Chalk used 
in the preparation of whiting, etc. Precipitated chalk is used in mediiiiie, and 
in the preparation of tooth pastes and face powders. 

,^It dissolves,, in water containing carbon dioxide, forming calcium 
bicarbonate but is precipitated from the solution by boiling: 

CaCd3 + H3O + CO3 ^ CaCHCOa)^. 

Cakium chloride, CaCl^, is produced in huge quantities in the 
Solvay process. It can be prepared by dissolving the carbonate in 
hydrochloric acid, and concentrating the solution, when colourless 
deliquescent crystals of 'the hexahydrate, CaClg.fiHaO, are deposited 

CaC 03 + 2HCl = CaCla+Hp+COa. 

It dissolves in water with a considerable lowering of temperature 
(tb*^eutectic point is -65“) and hence the use of calcium chloride 
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solution in refrigerators. It also dissolves readily in alcohol. The 
hydrate is rendered (unlike magnesium chloride) anhy4rous by hea.t; 
the product, however, contains a little lime due to slight hydrolysis; 

CaC4+Hp ^ CaO+2HCl. 

The pure anhydrous salt {m.p. 782°) is obtained by heating the hydrate in 
a. current of dry hydrogen chloride. 

Tlie anhydrous salt is used for drying gas^ and liquid organic compounds, 
but cannot be used for drying aminoniii or alcohol due to the formation »f the 
compounds, CaClijSNHj and CaClj, 4 t-.^H 50 H; for the preparation of metallic 
calcium. 

Calcium nitrate, CalNO^),, is prepared by the action of dilute nitric acid 
upon lime atone. It is slightly deliquescent. It finds some use as a fertiliser. 

Calcium sulphate, CaSO^, occurs as anhydrite, CaSO^, and as the dihydrate, 
CaS 04 , 2 Hj, 0 , gypsum, alabaster or satin-spar. It is sparingly soluble in water, 
having tlie maximum solubility of 0’21% at 38°. When gypsum is heated, at 
about 120° it partially loses water, giving the hemi-hydrate, plaster of Paris, 
^tiJaSO^jH^O, which becomes anhydrous by heat at 200° ; slight decomposition 
into calcium oxide and sulphur trioxide occurs above 400°. 

Plaster of Paris, 2 CaS 04 ,H 20 .—If is made by heating gypsum 

at about 120", without any contact with carbonaceous fuel (to prevent 
reduction into sulphide CaS 04 + 4C = CaS + 4CO), in large steel pots 
provirlcd with mechanical stirrers or in a rotary kihi. Gypsum partially . 
loses water producing plaster of Paris. The temperature is carefully 

controlled, since at higher temperature it is fully dehydrated, and is 

said to be dead burnt, as the product then loses its power of quick 

setting. Plaster of Paris, made into a paste with water, quickly sets 

to a hard mass, ivith a slight expansion in the process —setting bSng 
due to reconversion into gypsum. 

2 ((CaS 04 , 2 H 20 ) (gypsum) 2 CaS 04 ,H 20 (plaster of Paris)+ 3 H 2 O. 

Plaster of Paris is used in taking casts in moulds; in surgical bandagesj 
as a cement and wall plaster. Oypsuin is used in the preparation of plater of 
Paris and ommoiiiuin sulphate; for fdling or glazing paper; as a fertiliser in 
agriculture; in making crayons, so-called ‘chalk’ pencils. 

Calcium sulphide, CaS, is formed by reducing calcium sulphate with coke 
or hydrogen. It was formerly obtained as alkali-waste in 'L.ohlanc process. It ia 
sparingly soluble in water, in which it is partially hydrolysed. 

2CaS -{• 2H0H Ca(OH), -p Ca(SH),., 

Impure calcium sulphide becomes phosphorescent after an exposure to- sun¬ 
light. It is used in tanning for removing iiair from hides; and in depilatories. 

Defection of calcium. — (i) Calcium compounds may be detected bv fletms 
test, since.they give a transient deep red colour, which readily, turns brick-red, 
(ii) Ammonium oxalate throws from an aqueous solution a white crystalline preci¬ 
pitate of calcium oxalate, insoluble in acetic acid. > 

Strointium and Bariom 

Occurrence. —The chief minerals of strontium are : strontianite, SrCO,, and 
celestine, SrSO„ and those of barium arc : withe.rife, BaCO„ and barytas or 
heavy spar, BaSO*. 

Preparafion. — Metallic strontium and barium are prepared by the electrolysis 
of the fused chloride or by beating the oxide with aluminium powder tn vacuo. 

Prouerties. — Soft, silver-white. P'-Lt metals, thev b’lm to their monoxides in 
air—^barium is so reactive that it inflames spontaneously. They decompose cold 
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water—barium reacting more vigorously—with the liberation of hydrogen and 
forming the hydroxide. They unite, when heated, wit^ hj^rogen and mCrogen, 
yielding respectively hydrides and nitrides which are decomposed by water : 

BaH, + 2HjO = Ba(OH), + 2H,; Ba^N, + 6H,0 = 2 NH 3 + 3Ba{OH),. 

Oxides.-—The oxides are best obtained by heating the nitrate or reducing 
the carbonate with charcoal at a red heal : 2Sr(NO,), = 2SrO + 4NOs, + O,: 
BaCO,+C = BaO+2CO. The hydfdxide is also converted to the oxide by heal. 

White infusible powder, more fusible than quick lime, they are slaked by 
water to form hydroxides with evolution of much hesit. When heated to 600® 
in air or oxygen barium oxide forms peroxide, BaO,, which itself decomposes 
above 800® or under reduced pressure : 2BaO + O 3 -— 2BaO„. Strontium oxide 
also combines with oxygen under proasuro at a dull red heat to form the peroxide, 
SrOj. 

Hydroxides.— The hydroxides are made by healing the oxides with hot \vaj.er : 
BaO + HjO = Ba(OH)j. The hydroxides .ire manufactured by heating the c.ir- 
bonates to strong redness in a current of steam ; BaCOj + H^O ^ Ba(OH)j + COj, 
Native carbonates may be used or the carbonates may be made from mineral 
sulphates by heating them with carbon to form sulphides, which arc then, treated 
with moist carbon dioxide : 

BaSO^ + 4C = BaS + 4GO ; BaS + H^O +CO 3 = BaCO, + H^S. 

Barium hydroxide is known as hnri/ta. The hydroxides dissolve in water, 
giving alkaline solutions—^baryta water is strongly alkaline and gives a white 
precipitate of the carbonate, BaCO,. with carbon dioxide. 

Strontfum aw^ barium salts.—The carbonates or .sulphides arc di.ssolved in 
acids, and the salts crystallised. 

Crystals of strontium, chlortds, SrCK,,, 6 H 3 O, are efBorescent but those of 
haniim chloride, '3{iCl_.,2H„0, are unchanged in the air. Strontium nitratp, 
and barium nitrate, Ba{NO,)j, are used in lire works, mixed with 
charcoal and sulphur to produce red and green fire, respectively. 

Native sulphates which are insoluble in acid.H are converted to : (i) carbonates 
by fusion with excess of sodium carbonate—the carbonate.^ are separated from 
the sodium sulphate bv boiling the fused mass with water and washing; 
BaSO, + Na,COj = BaCO,+ Na^SO, or (ii) sulphides by strongly heating with 
carbon : BaSO^ + 40 = BaS 4- 4CO, 

Carbonates.—The carbonates resemble chalk but are more stable towards 
heat. They are fairly readily converted to oxides, if heated to redness with 
carbon : BaCO, + C = BaO + 2CO. 

Sulphates.— By adding dilute sulphuric acid or a soluble sulphate to a 
solution of a barium salt, barium sulphatt is formed as a fine white precipitate 
nearly insoluble in water (2-4 mgm. per litre) and acids, except hot concentrated 
HCl or HjSO^, The insolubility of barium sulphate provides a method for the 
estimation of barium as sulphate. 

Barium sulphate is used as a basis for paints under the name blane fixe but 
has a poor covering power. It is also used as a filler for paper and rubber. 

Strontiqpi sulphate resembles barium sulphate, but is more soluble in water 
(about (hOl per cent at 16®). 

Salphides.— Barium sulphide is prepared by reducing the sulphate with 
coke at 1000® : BaSO^ + 40 = BaS + 4CO. It dissolves in water, forming the 
hydroxide and hydrosulphide : 2BaS + 2H,0 = Ba(OH), + Ba(SH),. 

The white pigment lilbopone is a mixture of a barium sulphate and zinc 
sulphide made by precipitation by the interaction of’solutions of barium sulphide 
and zinc sulphate and heating the precipitate at 50® la 60® : 

BaS + ZnSO* « BaSO« 4- ZnS. 

Strontium sulphide resembles barium sulphide. 
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Oetectkm. — (i) A strontium compound imparts a peraigient crimaon colovr 
to the Bunsen flame, while a barium compound is characterised by the grttn 
eolotir 'of iU flame, 

j[ii) Potassium chromate gives, with a solution of a barium salt, a yellow 
precipitate of barium cliromate insoluble in acetic acid—strontium chromate is 
soluble in acetic acid. Ammonium sulphate gives, with a solution of strontium, 
salt a white precipitate of SrSO^, insoluble in acids. 

XXIX ' 

ZINC. CADMIUM & MERCURY 


Group IIB of the periodic classification contains the metals zinc, cadmium 
and mercury. 



Atomic no. 

At. wt. 

At. vol. 

Density 

M. pt. "0. h. pt. ®C 

Zinu 

30 

65-38 

9-21 

7-1 

419 920 

Cadmium 

48 

112-41 

13-01 

8-64 

321 767 

Mereury 

80 

200-61 

14-02 

13-6 

—39 356-9 


Zinc 


Occurrence.- Tho principal ore of zinc is zinc sulphide or zinc blende (“blaclti' 
jack”), ZjiS, which is usually associated with argentiferous galena. Less important 
minerals we : calamme {smithaonite in the U.S.A.), ZnCO,; electric calcamine 
{calamine in the U.S.A.), Zn,SiO^,H,0; willeinitc Zn^SiO^; franklinite, ZaO, 
FgjO, ; and zincite or rod zinc ore, iJnO. 

Extraction. — The most important source of zinc is zinc blende, 'fhe mixed ore 
of blende and galena is concentrated by oil-floataiion process. The finely-crushed 


ore is churned up with water containing 
eucalyptus oil and a little acid—galena 
collects in tlie froth formed on the surface 
of tho liquid, and is removed. The 
blende collects in a second froth produced 
by adding more oil and acid to the liquid 
—tho gangue sinks to the bottom. Zinc is 
ohtaned from the zinc concentrate either 
(i) by tho reduction proceaa, or (ii) by the 
electrolytic procegg, 

(i) Tlie reduction process.— It con- 
si.sts of three steps: (a) roasting, (b) 
smelting, and (c) refining: • 

(a) Roasting.— In order to con¬ 
vert the blende into zinc oxide, the 
zinc concentrate is roasted in air at 
a high temperature in a multiple- 
hearth roaster through which air cir¬ 
culates, and where the blende is raked 
in a series of shelves (fig. 171). Care 
is taken that only zinc oxide is pro¬ 
duced, and no zinc sulphate, since it 
. would again ^ive sulphide in subse- 
N^ijent reduction ’ ’ 



wv-itau ^ tr«igal4 

SC 



coozete M* miir 


Fig. 171 


^me sulphate 

that it always formed is decomposed at the high temperature used. 
2ZnS+80^ 2ZnO + 280,; ZnS+ZnSO,. 
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^me sulphate 

that it always formed is decomposed at the high temperature used. 
2ZnS+80^ 2ZnO + 280,; ZnS+ZnSO,. 
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The sulphur dioxide may be utilised in making sulphuric acid. The carbonate 
ore, if used, is also calcined to eliminate carbon dioxide which readily oxidi.ses 
zinc vapour : 

ZnCO, = ZnO + CO,; Zn + CO, ZnO + CO. 

(b) Smelting. —The roasted ore (zinc oxide) is then mixed with 
about half its weight of powdered coke, and packed into fire clay 
retoivw R closed at one end and set in several rows in a furnace, 
sloping towards the open end (fig. 172)—^jhe open end of each retort 
is fitted with a conical clay tube C {condenser) which in its turn is 



Fig. 172 

luted with clay with an iron tube P, known as the prolong. The 
furnace is heated to 1350° by producer gas and air on the regenerative 
pinci^e of heat economy. The zinc oxide is reduced by coke, yielding 
carbon monoxide, and metallic zinc (b. pt. 920®) which distils off. 

‘ ZnO + C = Zn + CO. 

The zinc vapour passes with the carbon monoxide into the con- 
♦wdensing system, where the zinc partly deposits as liquid metal in the 
tolfdenser and partly as zinc-dust in the prolong. The carbon mono- 
. xidc passes on and burns at the mouth of the condensers. 

J The first portion of the distillate, collecting as zinc-dvst in the 'prolong, 
contMs any cadmium that may be present in the ore, and some zinc oxide fcjrmed 
by the oxidation of zinc vapour by oxygen or carbon dioxide, initially contained 
in the condensing system. Since zinc va'pour is readily oxidised by carbon 
dioxide, the smelting is done in a carbon monoxide atmosphere. 

The molten metal in the condensers is transferred to moulds 
where it solidifies to give crude zinc, called spelter, which contains 
about 97 to 98 p?r cent zinc, 2 per cent lead, and traces of iron, cadmium 
and arsenic. 

(o) Refining. —The crude zinc is refined by fractional distillation. The molten 
spelter is fed into a column heated above the boiling point of zinc (920”), when 
the zinc and cadmium distil out at the top and are condensed, and load (b.p. 
1620®) and iron (b.p. 2800®) collect at the bottom of the column. The molten 
zinc-cadmium alloy is then similarly treated in a second column heated above the 
b.p. of cadmium (767*) when the more volatile cadmium distils off at the top and 
veiy pure zinc (99‘99 per cent) collects at the base of the column. Cadmium is 
recovered as a by-product. The zinc oxide is also smelted with coal in arc or 
resistance type electric furnaces. 

Continuous vertical retorts are also used. In the vertical retort process the 
charge of roasted ore (zinc oxide) and coke is fed through a charging door at 
the top into tall narrow vertical fireclay retorts (fig. 173) fired externally by 
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producer gas and air. The charge gradually descends by gravity and the ainc^ 
oxide is reduced to the metal; ZaO + C 
= Zn + CO. The temperature is high enough 
to vaporise the zinc. The zinc vapour and 
carbon monoxide, pass out through an exit at 
the top into a condenser in which the zinc 
condenses and CO goes out. Producer gas is 
forced into the retort from below in order to 
completely drive out the zinc vapour. The 
residue as it descends down, is automaticany 
withdrawn at the base. 

(ii) Electrolytic method. — Pure zinc is 
made by electrolysis of an acidified solution 
of pure zinc sulphate with a high current 
density. The zinc concentrate is roasted in 
air below 700® to convert the blende into zinc 
.sulphate. The roasted mass is leached with 
dilute sulphuric acid, when an impure solution 
of zinc sulphate is obtained. The solution is 
treated v.?ith milk of lime to precipitate iron 
and .iluminium as hydroxides, and silica as 
tallium silicate, which are filtered off. The 
filtrate is then stirred with zinc-dust to preci- 
pit.ate the more noble metals copper and cad¬ 
mium which arc removed by filtration. The soluti^ is next acidified and 
electrolysed with a lead anode and aluniinium cathode—the zinc deposited on the 

lalhode is stripped off; it is of 99‘9S% purity. 

• » 

Properties of zinc. — (i) Zinc is a bluish-white® metal, which tar¬ 
nishes in moist air by the formation of film of basic, carbonate. 

Though brittle-below 100® and above 200®, commercial zinc is malleable and 
ductile between 100® and 150®, at which temperature it can be rolled into sheets 
and drawn into wire. Pure zinc is malleable at all temperatures. 

Zinc burns in air with a p;rcen flame if strongly heated, forming 
white clouds of zinc oxide wliich settle in wooly flocks (philosopher's 
liOol): 2Zn+0„ = 2ZnO. 

(ii) Pure zinc is not attacked by water; commercial ziim also 
zinc coated with coppeje, decomposes boiling water, giving off hydrogen. 
The red-hot metal reacts vigorously with steam, producing hydrogen. 

H,0-i-Zn = Ha-hZnO. * 

(iii) Commercial zinc readily* dissolves in HCl and dil. HjSO** 

Yielding hydrogen ; very pure zinc dissolves only exceedingly slowly. 
The metal is a convenient reducing agent in presence of dilute 
sulphuric acid: Fe 2 (SOj 3 -fZn = ZnS 04 -j- 2 FcS 04 . • 

Zinc dissolves in nitric acid (p. 250). 5^inc reacts with hot con¬ 
centrated sulphuric acid, giving off SO^: 

Zn-i2H2SO* = ZnS 04 -i- 2 H 20 -i-S 0 a. 

(i) It dissolves in’ hot solutions of caustic soda and potash* yielding 
hydrogen and zincate. 2Iii-f2NaOH = Na^ZnOj-i-Hj. 

A mixture of zinc dust and caustic soda reduces an aqueous solution of a 
nitrate to ammonia. 

NaN 03 + 4Zn -f 7NaOH = NH, + 4 Na,Zn 03 + 2H,0. 



Fig. 173 
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, (v) It combines with chlorine if heated, yielding zinc chloride; but it does 

not directly combine with hydrogen, nitrogen or carbon. Zinc nitride is for^ne^i 
by heating the metal in. ammonia. 

3Zn + 2 NH 3 = Zn.N, + SH,. 

(vi) It |3recipitatcs the ra6rc noble metals, such as lead, copper, 
silver and gold, from their aqueous solutions. 

CuSO.+^Zn = ZnSO^+Cu. 

Uses of zinc. — (i) Kemarkably resistant to atmospheric corrosion, zinc is 
largely used to protect iron from rusting. The iron sheets or ware are cleaned 
by a sand-blast followed by ‘pickling’ with dilute hydrochloric acid, and then 
“*PP®d in molten zinc containing a flux of ammonium chloride, when a tliiii 
adherent coating of zinc is formed; the jirucess is culled galvanisation and the 
product tjalvnmzcd tTon. Iron articles niay also be coated with zinc by hcatiiig 
them in zinc dust (sherardizing), by spraying, or by electro-deposition. Oaha- 
nised iron is not used for food stuff contauiers, since zinc is poisonous. 

(ii) Zinc is used for the manufacture of zinc white, and several useful allov.s 
such as br(v<s and Gennan silver; for the precipitation of gold and silver in the 
cyanide method; for the desilverisution of lead in Parkes process; and as the 
anode material in galvanic cells. 

, (iiij Zinc dust or granulated zinc an important reducing agent, ilmt. 

containing finely divided zinc with some zinc oxide, is made by atomising molten 
zinc with a jet of high pressure air; also found in the prolong during ilie 
smelting process. Ornnulltted zinc having a large surface for a given weight, is 
prepareil by pouring a thin stream of molten zinc in water. 


Compounds o^ Zinc 

• 

Zinc oxide, ZnO, is made for use as the jiij^mciu zinc white 
by burning zinc in a current of air, the oxide collecting in white 
wooly flocks, known as philosophers wool: 2Zn+0.^ = *iZnO. It is 
made for preparing zinc ointment in pharmacy, by precipitating 
solution of zinc sulphate with sodium carbonate and heating the basic 
carbonate. 

An insoluble white powder, it turns yellow on lieating, the white colour 
appeanng on cooling. . It i.s amphoteric (p. 176). It is reduced to metal hv 
carbonwor hydrogen at a red heat. On being heated with cobalt nitrate, it yiohi’s 
the green pigment cobalt zincate, (‘oZnO„ called lUnman’s green. Zinc oxide i> 
used as an absorbent in surgical dressing, and as a ‘filler’' for rubber. 

Zinc hydroxide, Zn(OH) 2 , is thrown as a white gelatinous preci¬ 
pitate by adding the correct amovjnt (not in excess) of caustic; soda 
to a solution of a zinc .salt—the precipitate is soluble in excess of 
the alkali, forming zincate. 

Zn30^.f2Na0H= Zn(OH)2-i-Na2SO,; 

Zn(OH)2-h2NaOH - Na 2 Zn 03 -f- 2 H 20 . 

It also dissolves in ammonium hydroxide, forming the colour¬ 
less complex hydroxide, f2n(NH3)J(OH)2. It may be precipitated 
from scilutions of zinc salts by ammonia (not in excess), but not by 
ammonia^ containing ammontuni chloride. Zinc hydroxide is an 
amphoteric compound like zinc oxide. 

Zinc rarbonate, Zn(! 0 „ is precipitated as an insoluble white powder by 
adding sodium bicarbonate to a solution of a zinc salt—sodium carbonate yields 
a_ basic carbonate. It loses carbon dioxide by gentle heat, leaving a residue of 
zme oxide.' 
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Zinc chloride, ZnCljj» is obtained in solution by^ dissolving metallic 
zinc, the oxide or the carbonate in hydrochloric add—the solution' on 
evaporation yields the crystals of the monohydrate, ZnCl^jHaO ; but this 
cannot be rendered anhydrous by heat, since a basic chloride is formed: 

ZnCI^+HOH ^ Zn{OH)Cl + HCl. 

2 ZnCljj+HaO ^ ZnCl3.ZnO+2HCL 

Anhydrous^ zinc chloride is obtained (i) by heating the hydrate, ZaCl,,H,Ct 
in a current of hydrogen chloride, (ii) by passing hydrogen chloride over heated 
zinc, (iii) by passing chlorine over heated zinc or zinc oxide. 2ZnO+2CJ, 

= 2Zn01j + 0,. It is fused and cast into sticks. Zinc chloride is highly deli¬ 
quescent and is soluble in water, alcohol, acetone, ether and pyridine. 

/inc chloride is used as a dehydrating agent and as a catalyst in organic 
yheinistry; as a caustic in surgery; in making soldering fluids ('killed .spirits’): 
ill the preparation of vulcanised fibre and activated charcoal; in the preservation 
■of timber against ‘dry rot; in making dental filling (a paste of zinc chloride 
with zinc oxide and powdered ^jlass). 

Zinc nitrate, Zn(NO,)^, is obtained in colourless deliquescent crystals, 
ZuCNUtIj, 6H,0, by dissolving zinc carbonate in dilute nitric acid and crystal¬ 
lising the solution. 

Zinc sulphate, ZnSOj, is prepared in solution by dissolving metallic 
zinc- the oxide or the carbonate in dilute sulphuric, acid ; colourless 
cfflorc.scent crystals of the heptaliydrate, ZnSO^.THgO, known as white 
vitriol, deposit on concentrating the solution to crystallisation below 30®. 

Industrially blende, ZnS, is converted to zinc sulphate by roasting 
in air below 7(3{>“. The roasted mass* is lixiviated wifh dilute sulphuric 
aci<l, and the solution evaporated to crystallisation below 30“, when* 
the crystals of white vitriol separate: ZnS-f 203 = ZnSO^. 

It is isomorphous with Epsom salt and green vitriol. It forms 
double salts with potassium or ammonitim sulphates, e.g., K^SO^, 
ZnSO,. OHjO. The hydrate becomes anhydrous by heat at 450® ; it 
tlecom|Toscs on further heating, leaving a residue of zinc oxide. 

2ZnSO. - 2ZnO {-2803+03. 

Zinc sulphate is used in making the white, pigment lithopoae (a mixture of 
•/me sidphide and barium sulpliate made by precipitation : BaS+ZnSO, =; BaSO, 
+ ZnS); in solution per cent, ZnSO,) us an eye lotion; as a mprdant in calico 
printing; in preserving hides. 

Zinc sulphide, ZnS. occurs us blende, aud may be nuule bv heating zinc 
filings with sulphur. It is obtained us a white precipitate by adding ammonium 
sulphide to a aolntiun of a zinc salt. It is insoluble in water, allytli and acetic 
acid, but readily soluble in dilute mineral acids. Hence if hydrogen sulphide 
is passed into : • 

(i) an alkaline solution of zinc salt, zinc sulphide is [weeipitated : 

Na 3 Zn 03 + 2 H,S = Na,S+ZnS+2H.O; 

(ii) an acidified (with dilute HCl ov H. 3 SOJ .«oUilIon of zinc salt, no preci¬ 
pitate is formed. 

(iii) a solution of zinc sulphate (or chloride) ZnS is at first precipitated but 
the precipitation soon stops due to the acid formed. But when sodium acetate 
is added to the solution, the zinc is completely precipitated since the mineral 
acid formed is converted into acetic acid in which the ZtiS is insoluble. 

ZnSO, + HjS = ZnS + H^SO* 

2CH,C0t)Na + H^SO, •-= 2CH,r00H + Na,S0,. 
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In presence of traces of impurities, e.g., bismuth sulphide, zinc sulphide 
becomes phosphorescent. It is used as a white pigment. 

Detection of zinc. — (i) Zinc compounds, on being heated with sodium 
carbonate on charcoal in blow pipe flame, yields a white incandescent residue 
(of zinc oxide) which is yellow when hot, and wjtite when cold. The residue, 
on being moistened with cobalt nitrate and heated again, turns green 
{Itinvian’s green). 

(ii) Ammonium sulphide yields w’ith a solution of a zinc salt, a white 
.precipitate of zinc sulphidd insoluble in alkali and acetic acid, but soluble in 
dilute mineral acids. 

(iii) Caustic soda gives with a solution of a zinc salt a white precipitate of 
zinc hydroxide, soluble in excess of the alkali. 

Comparison of Calcium, Mafpiesium and Z/nc.— (i) Physical properties: 

The elements Ca, Mg and Zn are silver-while metals which are good conductors of 
heat and electricity. Their densitie.s increase, but the in.p.’s and b.p.’s decrease 
from calcium to zinc. 


Density 
Melting point 
Boiling point 


(.'alciuni Magnesium Zinc 

1-56 1-74 7T4 

851°C eSl-’C 419“C 

1439® C 1110" C 920" C 


The metals are ,fairly etrongly electropositive but this property gradually 
decreases from calcium to zinc. 

(ii) Valency : The metals are uniformly divalent. 

(iii) Action of air:ralcinm readily tarnishes in air, while Mg and Zn tarni.sh 
but slowly in air. All three metals jnirn in air : Ca burns to CaO and Ca.,N 3 , 
and Mg to MgO and MgjN,, but zinc to ZnO only. 

(iv) Action of acids: All tliioe motal.s dissolve in dilute HCl or HjS 04 with 
the liberation of hydrogen. Magnesium alone gives hydrogen with dilute nitric 
acid. 

(v) Action of water : ('jlciura dis.snlvos in cold water, liberating H,, Mg 
powder and Zn-Cu couple decompose boiling water, giving off H,. Red-hot 
Mg and Zn readily decompose steam with liberation of hydrogen. 

(vi) Action of hydrogen: Calcimn (done forms stable salt-like hydiide, CaH,. 
by direct absorption of H, at about 350". 

(vii) Action of nitrogen: Rod-hot (’a and Mg (but not Zn) form Ca^N, an I 
MgjN, by direct absorption of nitrogen. 

(viit) Oxido and hydroxides: All tliroc metals form very stable oxides of the 
typo MO. CaO and MgO are highly refractory and are used in furnace lining. 
CaO is not reduced by carbon; MgO can be reduced by carbon at 2000°C, while 
ZnO is readily reduced by carbon. The oxides are all white in colom*, anrl 
become incandescent by strong heat; ZriO alone becomc.s yellow .while hot but 
white when cold. 

CaO is strongly basic, MgO is weolrly basic, and ZnO is amphoteric. Ca.< > 
is sparingly soluble in water—slaking of lime with water is highly exothermic. 
MgO is very slightly soluble in water— the solution is alkaline to litmus. ZnO 
is insoluble in water. Calcium hydroxide is a strong base, sparingly soluble in 
water. Mg(OH), is amphoteric; insoluble in water, it dissolves in caustic alkalis. 
NH 4 CI and also in ammonia. 

(ix) Carbonate : Sodium carbonate solution precipitates the normal carbonate 
of calcium, namely CaCO,, but only basic carbonates of Mg and Zn, showing the 
weaker basic character of MgO and ZnO. The carbonates dissolve (but only 
slightly in the case of Zn) in carbonic acid to form unstable bicavbonates. The 
carbonates decompose by heat into the oxide of the metal and CO^—the ease of 
decomposition increases from calcinm to zinc. 
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(x) Chlorides : The diloridca are higlily deliquescent solids, soluble in water, 
forming well-defined hydrates, e.g., CaCla-fiHjO; MgCl,.6HjO; ZnClj.HjO. 
Tlie OaClj.6HjO is only slightly hydrolysed on ignition, while the MgCl,.6H,0 
and ZnClj.HjO are hydrolysed on ignition to MgO and ZnO respectively. Tho 
ease of hydrolysis of the salts increases from calcium salts (which are only 
slightly hydrolysed on ignition) to the zinc salts (which are readily hydrolysed). 

(xi) Sulphates : All three metals form white crystalline sulphates c.g., CaSO*. 
2Hj(); MgSO,.7HjO; ZnSO,.7HjO. Their solubility increases from calcium 
sulphate (which is fjHningly soluble in water) to the zinc sulphate; both MgSO* 
and ZnSO, are freely soluble in water. MgS0.,7H-0 is isomorphous with 
ZnSO,.7HjO; they also foim double salts of the type KjSO^.MgSO^.fiHjO. But 
CaSO^ does not form double sulphate like Mg and Zn, 

(xii) Nitrates : All three metals yield deliquescent crystals, e.g., Ca(NO,)j. 
4Hj() : Mg(N 03 )j. 6 Hj 0 ; Zn(NO.)j,6H.jO. The nitrates are decomposed by heat 
to CaO, MgO and ZnO. 

(xiii) Sulphides : The siilnhidcs .are white solids. CaS is sparingly soluble 
and is hydrolysed by water; MgS is soluble and hydrolysed. ZnS is insoluble iu 
water and alkali but dissolves in all dilute mineral acids but not in acetic acid. 

(xiv) Cyanides: (’a(CN). .and MetCN), are Miluble. but Zn(CN )3 is insoluble 
in water but dissolves in KCN, yielding K„Zn{CN)^. 

Cadmium 

Most zinc ores contain small amounts of cadmium. A minor source is the 
rare mineral greenockite., CdS. • 

Extraction. — t’admium is more volatile than zinc, and during the smelling 
of cadmiferon.^ zinc ores the first portions of the zinc, dvat collecting in the 
’•cceivers contain most of the cadmium as brown oxide f)dO mixed with zinc 
axido. The dust is mixed with coal and distilled in retorts at a. low red-hcat, 
ivhen the crude met.il containing 75 p.c. cadmium passes over. "The product is 
fistilled with cluarcoal in small clay or iron retorts, w^hen fairly pure cadmium 
s obtained. CdO -f C = Cd -t- CO. 

Properties. — Cadmium is a tin-white, fairly soft, malleable and ductile metal. 
It burns in air, giving brown fumes of the oxide. It slowly dissolves in dilute 
hydrochloric .snd sulphuric .acid.s, evolving hydrogen, and readily in dilute HNO., 
with evolution of oxides of nitrogen. Cadmium salts are usually colourless and 
are poisonous. 

Uses. — C.idnnnm forms fusible alloys, e.g.. Wood's inetol, m.p. 71®; is ICd, 
ISn, 2Pl), and 4Bi. Cadmium amalgam is used in Weston cell. Cadmium is 
added to silver to prevent staining. Cadmium (1 p.c.) is alloyed with copper 
for overhead tramway wires. 

Compounds of Cadmium * 

Cadmium oxide, CdO. is formed on burrpiig the metal in air, or igniting the 
carbonate or nitrate. It is a brown powder, and is basic in nature. 

Cadmiant hydroxide, Cd(OII)„, is formed as a white precipitate by adding 
alkali hydroxide to a solution of a cadmium salt. It is soluble in ammonia but 
unlike zinc hydroxide it is insoluble in excess of alkali. * 

Cadmium carbonate, CdCO,, is formed as a white aprecipitate by adding 
excess of ammonium carbonate to cadmium chloride solution, then ammonia till 
the precipitate just dissolves, and then heating on the water-bath. 

Cadmium chloride, Cdt^l ,2^-H„0, is efllorcscent; it is rendered anhydrous 
by heating in a'current of HCl gas* Like mercuric chloride, it is a poor electro¬ 
lyte. 

Cadmium Iodide, Cdl„ forms white leaflets; it is oven a poorer electrolyte 
than the chloride, and is soluble in alcohol and acetone. During the electrolysis 
of its concentrated solution the cadmium tends to move to the anode rather than 
to the cathode. This is due to the formation of complex ions : 

2CdI, Cd[CdIJ Cd++-f Cdl/' 
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The complex [Cdl^]" ion moves to the anode. On diluting the solution the 
complex begins to dissociate and cadmium moves to the cathode. 

Cdl/' Cd+++ 41' 

Cadmium sulphate SCdSO^, is made by dissolving the oxide in 

sulphuric acid. It forms colourless monoclinic prisms^ and is used in Weston cell. 

Cadmium sulphidU) CdS, is obtained as a bright yellow precipitate on passing 
HjS into a not too acid solution of a cadmium salt {cadmium, sulphide is not 
precipitated fTom a strongly t^cid solution). Cadmium sulphide is a costly yellow 
pljment-, mixed with barium sulphate it forms cadmiopone (cf. lithopone). 

Cadmium salts easily form complex cyanide, with potassium cyanide ; 

Cdsb^ + 4KCN = Ks[Cd(CN) J + K,SO,. 

The complex cyanide partially di.s.sociatos, yielding Cd++ ions, and hence 
CdS is precipitated from cyanide solution by hydrogen sulphide— a fact utilised 
for detecting cadmium in presence of copper : 

K,[Cd(bN,] ^ 2K+ + [Cd{CN)J"; [Cd(CN)J" ^ Cd>-^+ 4CN'. 

Mercury 

Occurrence.— Alcrcury sometimes occurs native, but its chief source is the 
one cinnabar, mercuric sulphide, HgS, found at Almadeu (Spain), Idria (Yugo¬ 
slavia), Tuscany, and in smaller amounts in California, Texas, Me.xico, Peru. 
China, Japan and India. The Almaden mine, worked since 415 B.C., is still 
the chief producer. The Spanish ore contains only 7 per cent mercury; the 
American ore less than 1 per cent. 

Extraction. —Mercury is obtained by simply roasting cinnabar in 
air. The cinnabar is oxidised to mercuric oxide which decomposes at 
the temperature of the furnace, j^elding mercury (b. p. 356-9“) which 
distils off: 

2HgS -h 30, = 2HgO -f- 2SO,; 2HgO = 2Hg 0„. 




Fig. 175 


The ore is roasted with charcoal (fuel) in a shaft furnace (fig. 174). 
The mixture of ore and charcoal is fed to the top of a shaft furnace ; 
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the mixture passes down a series of sloping shelves in the shafj: up 
which the hot gases from a fire-place are made to pass. The gases, 
leaving the furnace at the top, carry off the mercury in the form of 
\apour, and pass to a series of earthenware pipes having water- 
jackets for cooling, where the vapour of mercury is condensed to a 
liquid. The condensed liquid mercury is led injo cisterns and bottled 
in iron flasks. 

Rich ores may be distilled in retorts with lime (ft iron filiiif^s : • 

4HgS 4- 4CaO = 4Hg + 3CaS + CaSO,; HgS + Fe = FeS +Hg. 

Purification of mercury. — Mercury »s purified by distillation over chalk or 
iron, to decoinpo.se compounds of mercury, if any, and finally squeezing it 
through chamois leather. Commercial mercury usually contains traces of baser 
metals such as zinc or lead, which oxidise in air, forming an oxide scum on the 
surface; it then leaves a tail of grey residue when run over a ^lass surface. 
In the laboratory it is purified : (i) by filtering through chamois leather to 
remove the scum, (ii) by running it several times in a thin stream through a 
oolumii of 5 p.c. nitric acid containing little mercurous nitrate in a glass tube 
(fig. 175), to dissolve out the baser metals, and (iii', finally distilling in vacuum. 

Properties of mercury.— (i) Mercury, also known as quick silver, 

is a silver-white liquid, which docs not tarnish in air when pure, and 
retains its lustre indefinitely. 

It is the heaviest liquid known at room temperature, loith a very low vapotir 
prfissvre (less than 0‘(XX)2 mm. at 0°). lift rajmtr is monatomic and extremely 
imsonous. , 

(ii) Heated in air at about its boiling point for some days, mercury 

absorbs oxygen forming red mercuric* oxide* which is again decomposed 
above 500®. 2Hg + 02 2HgO. • 

(iii) It is not attacked by water, steam, alkalis, or non-oxidising 
acids (HCl or dilute HgSO^). It dissolves in hot concentrated sulphuric 
acid, giving off sulphur dioxide (p. 303). 

(iv) It dissolves in cold dilute nitric acid (p. 250). 

In presence of sulphuric acid mercury reduces nitric acid quantitatively to 
nitric oxide. The reaction is used to estimate nitric acid by Lunge's nitrometer. 

6Hg+ 3H,SO, + 2HNO, = 3Hg,S0, + 4H,0 + 2NO. 

(v) Mercury is directly attacked by the halogens, sulphur, nitrogen 
dioxide, and ozone. It tails on exposure to ozone, duq to superficial 
oxidation to mercurous oxide. 

(vi) It dissolves many metals, forfning amalgams^ but not the 
metals of the iron group, and hence it is commonly stored in iron 
bottles. 

Uses of mercury. — It is used in the construction of physical dbparatus such 
as barometer, thermometer and vacuum pumps; in the preparation of mercurial 
drugs, vermilion, and mercury fulminate for detonator; in the extraction of 
gold and silver; in the mercury vapour lamp for ultraviolet radiations; in 
making amalgams—sodium and aluminium amalgams are used as reducing agents; 
silver-amalgam is used in a dental filling; tin amalgam is used in coating 
mirrors. 

Compounds of Mercury 

Mercury forms two series of compounds, the mercuric compounds in which 
the metal is divalent, and the mercurous compounds containing the divalent group 
—Hg—Hg~<- in which the metal is apparently monovalent. 
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Mercnroiis oxide, HgO, is precipitated as a dark-grey powder by 
adding caustic soda to a solution of a mercurous salt: 

Hg3(NO,),+2NaOH = Hg 30 + Ha0+2NaN0,. 

It decomposes at 100° or on exposure to light into mercuric oxide 
and mercury: Hg^O = HgO + Hg. 

Mercuric oxide, HgO, is prepared on a large scale as a red 
crystalline powder by hca'ting jo a moderate temperature a mixture of 
mercuric nitrate and mercury. Hg(N 03 ) 2 +Hg = 2Hg0 + 2 N 02 . 

It is precipitated as a yellow powder by adding caustic soda to a 
solution of mercuric chloride: HgCl 2 + 2 NaOH = Hg 0 +H 20 + 2NaCl. 

It is a basic oxide, soluble in acids, but insoluble in water. It 
readily dissolves in potassium iodide solution giving an alkaline solution: 

Hg0+H20+4KI = 2KOH + K,[HgIJ. 

It dissociates into its elements on heating above 500°. 

2Hg0^2Hg + 03 . 

Mercurous carbonate, precipitated as a yellow powder by 

adding potassium bicarbonate to mercurous nitrate solution. It decomposes a\ 
130“ or on exposure to light. HgjOOj = HgO + Hg + COj. 

Mercuric carbonate, known «>nl.y as a basic salt, is obt.iiucd a.s a brown •" 
precipitate of HgCO^, 2HgO, by adding potassium carbonate to mercuric nitrate 
solution : KHCO 3 gives a brown precipitate of HgCO^, 3HgO. 

Mercurous chloride, calomel, HgjClj, is prepared by heating an 
intimate mixture of: ** ~mercuric chloride and mercury: 
HgCh + Hg = HgjCl,; (ii) mercuric sulphate, mercury and common 
salt, in an iron pot: HgSO^ + 2NaCl + Hg = NajSO^+HgaClj. 

Mercurous chloride sublimes on to the lid; tlic crust of the 
sublimate is collected, ground to powder, and boiled with water to 
completely remove any adhering mercuric chloride. 

It is obtained as a white precipitate by adding dilute hydrochloric 
acid to mercurous nitrate solution. 

Hg 3 (N 03 ) 2 + 2 HCl = Hg 2 CU+ 2 HN 03 . 

It is a white amorphous powder, almost insoluble in water 
(about 0-4 mgm. per litre at 20°) and in dilute acids. 

It dissolves in aqua regia, forming mercuric chloride. 
Hga^^s+^Cl ~ 2 HgCl 2 , and also to some extent in hot concentrated 
hydrochloric acid with the deposition of mercury. 

Hg2Cl2+2HCl = Hg+H2{HgCl),; 

it blackens with ammonia—the black mass is a mixture of metallic 
mercury and infusible white precipitate of aminomercuric chloride: 

Hg2Cl2+2NH3 = Hg(NH2)Cl+Hg+NH^Cl. 

Calomel vapour contains mercury and mercuric chloride due to thermal 
dissociation IlgaCl, Hg + HgCl,—perfectly dry calomel, however, sublimes 

unchanged on heating. 

It is used in medicine as a purgative; and in making calomel electrode. 
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Mercuric chloride, corrosive sublimate, is obtained by 

heating a dry mixture of equal weights of mercuric sulphate and 
common salt with a little manganese dioxide (being added as an 
oxidising agent to prevent the formation of mercurous chloride) in a 
long-necked flask on a sand bath. The rnercuric chloride sublimes on 
to the cooler upper parts of the flask. The cake of the sublimate is 
removed, and the mercuric chloride is purified by rccrystallisation from 
hot water: HgS 04 + 2 NaCl = NagSO^+ilgCl^. ,It may also be obtairieej^ 
by heating mercury in chlorine: Hg + Cl, = HgCh. 

It forms colourless needles, m. p. 227®, sparingly soluble in cold 
but freely in hot water. It also dissolves readily in alcohol and ether. 

It reacts with boiling solution of ammonia, giving the infusible 
white precipitate, which is hydrolysed by digestion with water, yielding 
chloride of Millon*s base. 


HgCl3+2NH3 - Hg(NHja f NH,C 1 
HoN-Hg-Cl + H-O-H +H,,N-Hg-Cl - H,N-Hg- 0 -Hg-Cl+NH^Cl. 


Mercuric chloride reacts with gaseous ammonia, yielding the white fusible 
jneeipitate,, HgClj, 2NH,. 

It is reduced by stannous chloride to mercurous chloride and 
finally to grey metallic mercury. 

2 HgCl3 H-’anClj = Hg^Cl, + SnCl,,: Hg.CL + SiiCla 2Hg + SiiCl,. 

It reacts with potassium iodide, in an aqueous solution, giving 
a yellow precipitate (which rapidly turns red) of mercuric iodide, soluble , 
in excess of potassium iodide solution, forming potassium mercuric 
iodide. HgCla+2KI = 2KC1 h- Hgl,; Hgl, + 2KI = K^Hgl,,. 


Nessler’s reagent is a solution of x^^hassiuni mercuric iodide made strongly 
alkalino with caustic potash. It produces a yellow solution of iodide of Millon's 
b.iae, lljN-Hg-O-Hg-l, with a trace of ammonia or ammonium salts; the loagent 
gives a brown precipitate with excess of ammonia. 

Mercuric chloride is very poisonous, the fatal dose being 
0*2—0‘4 gm., the antidote is the raw white of an egg, which is 
coagidated, followed by emetic. 

It is used .as an antiseptic—1'1% solution is used in sterilising hands and 
.surgical instruments; in preserving skins, as a bactricide. * 


Mercurous nitra^ Hg,(NO,)j, is prcparAl in solution by the action of 
cold dilute nitric acid of sp. gr. 1‘14 upon an excess of mercury; the .solution 
deposits colourless crystals of the dihydrale, lIgj(N 03 )„ 2 Hj 0 . It»is soluble in 
water containing nitric acid, but with pure water it forms an insoluble white 
basic nitrate. It decomposes on healing thus : Hgj(N0j,), = 2HgO 2NOj. 

Mercuric nitrate, Hg(NO,)^. is prepared by dissolving'mercury or mercuric 
oxide in hot concentrated nitric acid, or by heating mercurous nitrate with nitric 
acid: it separate from solutions in colourless deliquescent crystals of the 
monohydrate, HglNO^),, HjO. 

It is decomposed by water, forming an insoluble white basic nitrate, which 
on heating, finally yields mercuric oxide. It is, therefore, dissolved in dilute nitric 
acid. 

Mercurous sulphate, Hg^SO^, is prepared by heating excess of mercury vsith 
concentrated sulphuric acid, and deposited as white crystalline powder by diluting 
the acid solution with water, since it is sparingly soluble in water, but readily 
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soluble iu concentrated sulphuric acid. It is hydrolysed by water to a basic 
sulphate. It is used as a depolariser in the standard Weston cell. 

Mocuric mliAatey HgSO^, is prepared by boiling mercury with one and a 
half times its weight of concentrated eulphuric acid, it crystallises from the 
strong acid solution in silvery plates. Hg + 2 HgS 04 = HgSO* + 2H,0 + SO,. 

It is hydrolysed by water, forming an insoluble lemon-coloured basic sulphate. 

Mercuric sulphide, HgS, occurs in nature as cinnabar. It is 
obtained by triturating < mercury and sulphur with a little caustic 
potash solution. The black mass of mercuric sulphide produced is. 
heated to about 50“ with the addition of a litde more alkali, when it 
slowly become red and crystalline. The produrt is washed with water 
and dried. Hg-f S = HgS. 

If H,S is passed through a solution of a mercuric salt, at first a white, thea 
yellow, brown, and finally a black precipitate of morcuri? sulphide, HgS, is 
formed—the white precipitate of HgOl,, 2HgS is decomposed by H,S. 

3HgCl, + 2II,S = HgCl„2HgS + 4HC]; HgCl„,2HgS + H,S - 3HgS + 2HC1 
The black precipitate becomes red on sublimation. 

It is insoluble in water, in yellow ammonium sulphide, in boiling hydrochloric 
or dilute nitric acid, but readily dissolves in aqua regia, and in potassium and 
sodium sulphide solutions. 

It is used as the red pigment ve,rmUlion\ in medicine as 'makaradhtcaja'. 

Detection of Mercury. — All mercury compounds, on being heated with an 
excess of sodium carbonate or soda lime in a bulb-tube, deposit a shining mirror 
of metallic mercury. 2HgCl, -i- 2Na,CO, = 2Hg + 4NaCl -f- 2CO, -f 0,. 

If a piece of bright copper foil is immersed into a solulion of a mercury salt, 
it becomes coated with a dull film of mercury which becomes bright and silvery 
on rubbing. HgCl, 4- Cu = CuCl, -h Hg. 

The mercurous and mercuric salts in solution are distinguished as follows : 


Reagents 

Mercurous salt 

i 

Mercuric salt 

(i) Dilute HCl 
<ii) H,S 

(iii) SnCl, solution 

(iv) KI solution 

(v) NaOH solution 
(vi) NH,OH 

i 

White ppt. of Hg^Cl, 
Black ppt. HgS -f Hg 

Orey ppt. of Hg 

Green ppt. of Hg,I, 

Black ppt. of HgjO 

Black precipitate 

1 

No precipitate 

White, then yellow, 
brown, and finally black 
ppt. of HgS 

White to grey ppt. 

Scarlet ppt. of Hgl, 

Yellow ppt. of HgO 

White precipitate 


- Exeitises 

1. "^at are the chief sources of magnesium, and how is the metal extracted ? 
Discuss its chemical relationship with calcium and zinc. Describe the preparation 
and uses of : anhydrous magnesium chloride, magnesium sulphate, magnesium 
oxide. 

2. How does calcium occur in nature? Mention at least three compounds 

of calcium of commerciid importance. Outline the preparation of : calcium, quick 
lime, calcium hydride, calcium carbide, plaster of Paris, and describe the action 
of water npon each of these substances. Cdwtta '44. 

""3. Name the chief ores of zinc. How is the metal extracted and purified? 
What is the important by-product obtained daring the metallurgiol operation? 
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Describe the action of nitric acid, and caustic soda upon zinc. State the uses 
of the metal and its alloys. How is zinc detected? 

4. How does mercury occur in nature, and how is it extracted from the 

native sulphide? Describe the preparation of pure mercury from a commercial 
specimen. Starting from metallic mercury, how would you prepare ; mercurous 
nitrate, mercurous chloride, mercuric chloride? How would you distinguish 
between mercurous and mercuric compounds? Pvnjab ’46. 

5. Describe the preparation of chlorides of mercury. How can these salts 
be distinguished from one another and from silver chloride? How would#yoa 
detect the presence of mercuric chloride in a specimen of mercurous chloride, 
and remove this impurity if present? Describe the action of caustic sods and 
ammonia on mercurous and mercuric salts. 

6. Describe what happens when : (a) a mixture of magnesium oxide and 
coke is heated in chlorine, (b) the hexahydrate of magnesium chloride is heated, 
(c) precipitated magnesium hydroxide is shaken with ammonium chloride, (d) 
carbon dioxide is passed into a suspension of chalk in water, (e) calcium is 
heated in hydrogen, (f) caustic soda is gradually added to a solution of zinc 
sulphate, (g) zinc dust is added to a solution of silver nitrate, (h) calcium oxide 
is strongly heated in chlorine, (i) mercuric chloride is strongly heated with excess 
of soda lime, (j) mercuric sulphate is heated with mercury and common salt, 
(k) stannous chloride solution is added to mercuric chloride solution, (1) ammonia 
is adde<l to calomel. 

7. Give the preparation and uses of plaster of Paris, quick lime, anhydrous 
magnesium chloride, zinc white, white vitriol, lithopone, calomel, and corrosive 
sublimate. How would you show that calomel contains mercury? 

"8. Compare the physical and chemical properties of the elements Mg, Ca and 
Zn. illustrafing your answer with reference to their oxides, hydroxides and 
carbonates. Calevtta ’66. 

9. How would you prepare (i) adhydrons magnesium chlOriile, (ii) magne¬ 
sium sulphate, and (lii) magnesium carbonate, starling from native magnesite? 

XXX 
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Aluminium, along with boron, is placed in group III of the periodic table. 



At. no. 

At. wt. 

Density 

At. vol. 

M.p, 

B.p. 

Boron 

5 

10-82 

2-34 

4-62 

2300° 

2560° 

Aluminium 

13 

26-97 

2-70 

10-00 

659-8° 

>2220° 


j 

Occumnee, etc.—Aluminium is not found native, but its compounds are 
widely distributed in nature. It occurs to the extent of 8% in earth’s crust 
in many silicate rocks and clays. Importaift aluminium minerals are as : 

(i) nlirates : fdi-par, K^O.AljO, 6SiOj, and kaolin (china clay), Al^O,, 
2Si0j. 2HjO; also micas, garnet and tourmaline. 

(ii) oxides : Tlie oxide AljOj is found anhydrous as corundum and emery or 
hvdrated as diaspore, A1,0,. H^O; bauxite, A1„0,. 2H,0; gibhsite, Al^O,. 3H,0. 
The precious stones valued as gems, e.g,, ruby (ted), 'amethyst (violet), sapphire 
(blue), topaz (yellow), and emerald (green), consist of aluminium oxide coloured 
by traces of oxides of Fe, Co, Cr, Mn and Ti. 

(iii) fiuoride : cryolite, AlFj. 3NaF; it is found in Greenland only. 

(iv) phosphate : turquoise, AlPO*. Al(OH),. H^O, coloured blue by the 
presence of copper phosphate. 

Other minerals are spineX, MgO. A1,0,; chrysoherul, BeO. ALO,; alunite 
K3SO,.A1,(SOJ,.4A1(OH),. * ^ 

Clay is formed by the disintegration of ortJho eXase or (potosli) jelspar which 
is a constituent of granite rocks, due to the weathering action of water and 
carbon dioxide. 

28 
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K,0. A1,0,. 6SiO, + 2H,0 + CO, = K,CO, + A1,0,. 2SiO,. 2H,0 + 4SiO,. 

Pure clay or kaolin (china clay) is white and consists of hydrated aluminium 
silicate, A1,0,. 2SiO,. 2H,0, &ut most clays are coloured due to presence of ferric 
oxide and other impurities. 

Aliuniniiun is manufactured from bauxite, Al^O,, PH^O. Important deposits 
of bauxite are found in the south of France, South America, Ireland and U.S.A. 
Bauxite occurs in India in Katni, Belgaum, KohJapur, Eanchi, Bombay, Madras, 
and Bhopal, otc. Aluminium is extracted from bauxite by Aluminium Corpora¬ 
tion- of India, near Asansol in rBengal, and by Indian Aluminium Company at 
Alwaye in Travancore. No cheap ineihod is available to extract the metal from 
clay. Analysis of few samples of bauxite : 


Source 

SiO, 

TiO, 

A1,0, 

Fe,0, 

H,0 

Katni 

T2 

8-8 

60-2 

2-6 

25-4 

Kanchi 

0-3 

7-4 

66-9 

5-9 

21-4 


Extraction. — Aluminium was first isolated is 1827 by Wohler by the action 
of potassium upon aluminium chloride. Aluminium was formerly obtained by 
converting alumina into chloride by heating with charcoal in chlorine, and then 
reducing sodium aluminium chloride with sodium : 

a\0, +3C+ 3C1, = 2A1C1, + SCO; NaAlCl, -f 3Na = 4NaCl + Al. 

The metal is now exclusively obtained from bauxite by an electrolytic 
process simultaneously discovered in 1886 by Hall in America and Heroult in 
France. 

Crude bauxite contains the impurities iron oxide and silica which 
must be removed before electrolysis, otherwise the resulting aluminium 
contains iron and silicon, and is readily corroded by water. Hence 
the manufacture of aluminium consists of two steps: ^(a) purification^ 
of "the bauxite, chid (b) electrolysis of purified bauxite. 

(a) Purification of the bauxite: Bayer’s proces&--Slie calcined 
bauxite is finely ground, and then digested with a strong (sp. gr. 1'45) 
solution of caustic soda in ah autoclave under ^ lbs. prepure at 150° ' 
for 2 to 8 hours when aluminium oxide goes into''*^u'hDh as sodium 
alumihatei the iron oxide remaining undissolved. When the digestion 
is complete, the hot^ sodium aluminate solution is filtered from the 
insoluble oxide of iron and other impurities {red mud). The solution 
is then diluted , slowly cooled and agitated for several hours with freshly 
precipimedi h ydrated alumma , when the sodium aluminate unciergoes 
nydroIyilT” and hydrate d alumina (jS-alumina) is precipitated. THc 
precipitate is filtered, washed and calcined tp pure alumina (lfil'55 per 
cent) in a rotary kiln at 11(X)°C. 

Aip3-f2Na0H=2NaA10j-j-Ha0‘; ' 

2NaAlO, + 4H,0 ^ 2Al(OH)3 + 2NaOH; 2Al(OH)3 = Al^O ,+ 

The filtrate contains caustic soda; it is concentrated by evaporation, and used 
again for digestion of a fresh charge. 

Sauxite with high silica content cannot he treated hy Bayer's yrocess, since 
much aluminium is lost due to the formation of insoluble sodium aluminium 
silicate. Bayer’s process is best adapted to bauxite containing 55 to 60% A1,0,, 
and *;elatively low in silica (below 7% SiO,) content. 

In the old process the bauxite is heated to bright redness with sodium 
cu'boaate, and the mass is readily lixiviated with water—the resulting sodium 
aluminate and sodium silicate dissolve, ferric oxide ' remaining insoluble. 
Aluminium hydroxide is precipitated, from the solution by carbon dioxide at 
50** to 60°, and is ignited to the oxide. A1,0, + Naj,CO, = 2NaAlO, + CO,; 

. . 2N8A10, -f- 3H,0 -f CO, = Na,CO, + 2A1(0H), 
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Bauxite may also be purified by heating with coke at 1800® in a current of 
nitrogen (obeolete Serp^’s process)—the resulting aluminium nitride being 
decomposed by hot water, yimding ammonia and aluminium hydroxide which is 
ignited to the alumina. 

A1,0. + 3C + N, « ^IN + 3CO; AIN + 3HOH = NH, + Al(OH), 

(b) Electrolyses of fdimiina^—Aluminium is obtained by the 
electrolysis of the pure alumina (20 parts) dissolved in a bath of fused 
cryolite (60 parts) and y ■ i.. ^ . i.. , ■ , 

j duorspar (1^ partsl—the Cnfi, I *1 | h isx»»s^ Ih 

melt ‘ at 950“C, " g||BB ■fira of 


i nuorspar (HU parts)—toe Co^ g g B 

bon' which " forms th^., , 

cSEode-thc anode is a»*jT*'’: 

sS^hard caiBSE" (low- w,OjJ(™s Rltj. 

ash petroleum coke) rods A suspended in the tank from copper clamps. 
During electrolysis aluminium (m.p. 669*) i s liberated at the cathode 
and collects in the liquid state on the flooF ot the cell whence it is 
ta pped out f oxygen is evolved at the anode which is burnt away to 
carbon monoxide—hence the charge is covered with a layer of coke 
to minimise the oxidation of the expensive anodes. • 

Al^O, ^2Al+++ + 30" 

2Al+++ + 6e=2Al (at cathode); 30" = 30 (at anode)+6e 

Fresh alumina is added at intervals to supply that decomposed. When 
the supply of alumina in the bath gets exhausted the voltage suddenly 
jump from 5 to 6 volts up to 40 or 60 volts (this is known as theano^ 
effect), there being an increase in the resistance of the bath. When the 
anode effect occurs an electric lamp connected across the terminals of 
the cells which normally glows dimly, becomes very bright. This acts 
as a signal for the supply of fresh alumina into the bath. The voltage 
used is 6—6 volts and the energy consumption is 10 K-W.H. par lb. 

Cryolite acts as a flux in the process—its only source is Greenland. Synthetic 
cryolite, free from silica, is made for use Ih toe aluminium extraction by the 
reaction. c. 

AIF, + 3NH.t’+ 3NaNO, 

= AIP„3NaF % 3NH.no, 

(c) * Refining.—The alumi> 
nium produced has a purity of 
I 99%, its chief impurities lieuig 
iron and silicon. The mew 
is refined electrolytically by 
Cm-si alloy Hqope’s grocesiL The electro¬ 
lytic cell contains three liquici 
layers of different densities," 
Fig. 177 "Piae molten aluminium cathode 

at the top, liquid erode 
aluminium-copper alloy anode at the bottom, with a laypr of molten mixture of 

'; ft-ssie; ^ 3 w 1 F Jf 2, 


TASPI 
HOLC 

\ 


CARBOH 

blMNC 
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cryolite, alumimum fluoride, barium fluoride and alumina electrolyte in between 
(fig. 177). In course of electrolysis aluminium dissolves out from the anode, and 
is deposited at the cathode—the refined' A1 has a purity of 99'99%. 

Properties of alamininm. —(i) Aluminium is an extremely light 
(density 2*70), silver white metal, sufficiently ipalleable and ducti'.e to 
be rolled into foil or drawn into wire. It has a high tensile strength 
and a good thermal and electrical conductivity. 

^ (ii) It is coated with § protective film of aluminium oxide when 
exposed to air, and hence does not readily tarnish in air. 

But corrosion occurs if the film is broken by amalgamation with mercury (by 
rubbing the surface with mercury or mercuric chloride). 

Aluminium foil or powder burns in air with a bright flame when 
strongly heated, forming the oxide as well as the nitride. 

4Al+30a=2AlA; 2Al + Na=2AlN. 

(iii) Aluminium is not attacked by pure water owing to the pro¬ 
tective oxide film on the surface; sea water or saline solutions readily 
attack it. Amalgamated aluminium decomposes water even in the 
cold. 2Al + 6H9H=2Al(OH),-h3H,. 

(iy) It readily dissolves in hydrochloric acid. But it is scarcely 
attacked a.t all either by dilute sulphuric acid or by dilute or con en- 
tKated nitric acid. 'Hot concentrated sulphuric acid dissolves aluminium, 
yielding sulphur dioxide. 

2Al+6HC1 = 2 AICI 3 -I- 3 H 3 ; 2A1+ 6 H 3 SO, = Al 2 {SO J, + 3SO/+ 6 H 3 O. 

Aluminium is corroded by organic acids, most rapidly when the acid is diluted 
of^ anhydrous. ‘ 

(v) It readily dissolves in hot caustic soda or potash solution, 
forming aluminate: 2Al+2Na0H+2Hj0=2NaA102+3H3. 

(vi) It combines directly, when heated with nitrogen, chlorine, sulphur, and 
carbon, forming the nitride AIN, chloride, AlCl,, sulphide, Al^S,, ana carbide, 
A1,C„ respectively. 

(vii) Aluminium has a strong 
affinity for oxygen at and above 
1000 “, and the great evolution of 
heat resulting from its combination: 
with oxygen is utilised in Goldsch* 
midPs thennit or aluminotheniiic 
process for reducing metallic oxides 
(e.g., MnOj and CtaO,) and for the 
preparation of molten metals in situ, 
e.g., molten iron for welding rails 
and machine parts. Thermite is a 
mixture of aluminium powder and 
iron oxide. A mixture of alum'nium 
filings (1 part) and iron oxide (3 
parts) is ignited in a crucible by a 
fuse of magnesium, when a violent 
reaction occurs, producing molten 
iron at a temperature of about 2500“. The liquid iron is tapped 
i^om below directly on to the joint to be welded (fig. 178). 

Fe 503 + 2 A 1 = 2 Fe+Al 303 +199,000 calories. 
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Usn of aiumiiiium.*— (i) On account of ita lightness and fair tensUe strength, 
alummium is used in making body of air-ships and motor cars; for the same 
reasons it is used for making alloys. 


Alloy 

n 

Composition 

Uses 

0) Magnalium 

A1 98 Mg 2 

Cheap balance, machi!^ed 
articles—-the alloy can 
be worked on lathe. 

(ii) Duralumin 

Al 95 Cu 4 Mg 0-6 Mn 05 

Construction for aircrafts 

Y—alloy 

A1 92-5 Cu 4 Mg TS Ni 2 

1 

—the alloys are light, 
tough and resist cor¬ 
rosion. 

<iii) Aluminium 
bronze 

Al 10 Cu 90 

Coins, utensils, photo¬ 
frames. 

(iv) Alclad 

Duralumin covered with a thin 
coating of Al 

For making sea planes— 
the alloy resist corrosion 
by sea water. 

(iv) Alnico 

Steel 50 Al 20 Ni 20 Co 10 

i 

1 

For making permanent 
magnets. 


(i) On account of its good electrical conductivity (60%* of that of an equal 
volume of copper, or 200% of that of a copper conductor of equal weight) it finds 
use in Iransnussiou wires, (iii) On account of its good thermal conductivity, it 
is used in making cooking utensils, (iv) Since it resists corrosion, it is used as 
alujniniuin paint—aluminium powder, produced by stamping thin aluminium sheet 
in oil, is used as the paint. Aluminium foils are used in wrappiifg cigarettes, e^c. 
<v) Due to its great affinity for oxygen, aluminium is used in mermite —^utilised 
in welding rails and machine parts, in incendiary bombs, and in the preparation 
of chromium and manganese and also as a reducing agent. Ammonal, a mixture 
of ammonium nitrate and aluminium powder, is used in explosive bombs. 
Aluminium powder finds use in fire-works. 

Calorisuig is a process for the surface impregnation of iron, steel, copper, 
nickel, brass etc., with aluminium and is effected by heating the subject metal 
to about 1000°C with a mixture of finely divided aluminium and aluminium oxide 
in a reducing atmosphere of hydrogen—^a thin outer coating of aluminium oxide 
forms the protective surface. Calorised non-ferrous metals and alloys, such as 
copper, nickel and brass, are resistent to oxidation at high temperatures or to 
iicid liquors. 

Steel is being now largely displaced by the light aluminium alloys which find 
modern uses in aircraft, machinery, and metal articles of all kinds. “ 


Compounds of Aluminiran 

Alnminium oxide, alumina, AI^O,, occurs natyrally as (i) colourless 
crystals in corundum—emery is an* impure opaque variety; nealy hard 
as diamond they are used in -polishing and grinmi^ and (ii) as coloured 
stones (p. 433). 

Artificial gems are produced by dropping powdenl^alumina mixed with a 
little of other metallic oxides to obtain the desired ^dur (e.g. 2*5% chromic 
oxide for artificial ruby) through the centre of an oxybydrogm flame and catching 
the fused mass on a rod of alumina. 

Sapphire is similarly made from alumina with additiem of a little magnetic 
iron oxide and titanium dioxide. 

■ The mineral bauxite is valoable as a source of alumina and aluminium. 
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Pure alumina may be made by igniting aluminium hydroxide, aluminium 
Bulphaie or ammonium alum. An extremely infusible -white powder, usually 
soluble in acids it becomes insoluble in acids after ignition above 850**. Igufted 
alumina is brought into solution as aluminate by fusion with an alkali. Alumina 
is an amphoteric oxide. Aluminium oxide is not reduced by hydrogen or carlnm. 

A1,0, + 2NaOH 2NaA10, + H.O. 

Artificial corundum, known as alundum, is used as a basic refractory and 
abrasive. It is made by fusing bauxite with coke (3 percent) and iron 2 per 
cent) in an arc furnace at 3000“, when the impurities are reduced and settle at 
the bottom as ferro-silicon alloy—the upper layer being fused alumina which is 
cooled and crushed. 

Alominiiuii hydroxide, Al(OH) 3 , is thrown down as a white 
gelatinous mass from a hot solution of aluminium salts by ammonia 
even in presence of ammonium chloride: 

AlaCSO Ja+ 6 NHPH=2Al(OH)., + 3(NH,)3SO^. 

An amphoteric hydroxide, it readily dissolves in acids to form 
salts, and also in alkalis, caustic soda or potash, forming aluminates 
which are, however, largely hydrolysed. 

A 1 ( 0 H )3 +NaOH NaAlO^ + 2 H 3 O. 

Precipitated alumftiium hydroxide readily carries down by adsorption colloidal 
substances and colouring matters, and hence the use of alum and aluminium salts : 
(i) in the clarification of water and sewage liquids; (ii) in waterproofing of fabrics; 
and (iii) in dyeing as mordants. 

Partly dehydrated (at 200“—^250°) aluminium hydroxide, called alumina gel, 
is. used as a drying agent and as an adsorbent (e.g. in chromatographic analysis). 

Aluminium hydroxide is precipitated from its salt solutions by 
sodium carbonate: 


Ala(S0j3+3Na3C03 + 3Hp = 2Al(OH)3 + SNa^SO* + SCO^. 


As alumina is a very weak base, no aluminium carbonate is known. 


diet. 


Al rnnininm chloride, AICI 3 , is prepared by dissolving the metal 
or hydroxide in hydrochloric acid and may be crystallised out from the 

solution as the hexa 
hydrate AlClj, 6 HaO. 
The hydrate is hydro¬ 
lysed to alumina on 
heating: 2 (AlCl 3 , 6 H 3 O) 
AlaOj + GHCl+OHaO. 
Anhydrous alumini¬ 
um chloride is obtain¬ 
ed : (i) by strongly 

heating to 1600* C a 
179 mixture of alumina and 

coke in a current of 

chlorine—the aluminium chloride being volatalised and condensed. 

AI 3 O 3 + 3C+3C1* 2 AICI 3 +SCO. 



(ii) by passing drjr chlorine or hydrogen chloride (dried by con- 
DSentrated sulphuric acid) over heated aluminium turnings in a hard 
glass tube (ng. 179); anhydrous aluminium chloride sublimes and 
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collects in a bojttle, which is tightly corked at the end of the 
experiment to exclude moisture. 

2Al + 3Cla=2Aia3; 2Al+6HCl=2AiCl3+3Ha. 

Anhydrous aluminium chloride is a white, crystalline, extremely 
deliquescent substance which fumes in moist air and sublimes without 
fusion at ISB”. It is soluble in water, the solution is acid due to 
hydrolysis: AlCl, + 3 HOH ^ Al(OH)3 -bSHCl. 

Ita vapour density up to 400° corresponds to the formula AljC,; dissociation, 
to AICI 3 begins above 400° and is complete at 000°. 

Aluminium nitrate, A 1 (N 03 ) 3 , QH^O, is obtained by mixing solutions of 
aluminium sulphate and lead nitrate, filtering, and concentrating the filtrate to 
crystallisation. 

Aluminium sulj^ate, A]2(SO^)3, is made by dissolving alumina in 
hot concentrated sulphuric acid; ill-defined crystals or aluminium 
sulphate, Al2(SOj3, ISHjO, are deposited on cooling the solution. 
They are rccrystalliscd from water containing alcohol. 

Alf>, + 8 l\SO^=A\,(SOJ,+dHfi. 

Crude aluminium sulphate containing ferric sulphate (which cannot bo 
separated by crystallisation) is made bv digesting bauxite with 62% sulphuric 
acid—the solution is evaporated to a solid, called alumino-ferric, largely used in 
purifying water and sewage. 

Aluminium sulphate may however, be crystallised after reducing 
the ferric sulphate to the ferrous state by sodium sulphide. 

Crude aluminium sulphate is also made by digesting ci}ina clay (kaolin) 
with concentrated sulphuric acid. • 

AI 3 O 3 , 2SiO„ 2 H 3 O (kaolin) + SH^SO, = Ab^SOJ, + 2 Si 03 + 5H,0. 

A colourless, crystalline solid, it is soluble in water—^the solution 
is acid due to hydrolysis. Al2(SOJ3 + GHjO 2A1(0H)3 + SHjSO^. 
It forms an important series of double salts, known as alums. The 
hydrate forms the anhydrous salt on gentle heating, but at a red heat 
it decomposes into alumina, sulphur dioxide, and oxygen. 

2 Al 3 (SO J3 = 2AI3O3 + 6SO3+ 30 ,. 

It is used as a mordant in dyeing and calico-printingin the sizing of paper; 
in purifying sewage and water; in ‘foam’ fire extinguishers; in tanning kid 
leather. • 

Alums. —The n.Tmc alum was gjven originally to the double-salt, 
potassium aluminium sulphate, K^SO^, Alj^SOJa, 24 HjO. But the 
name alum is now given to all double salts* of the type 
M2SO4, R2(S0^)3, 24H2O, where M is a monovalent metal and R a 
trivalcnt metal. M may be Na, K, Rb, Cs or Ntl*; R may be 

Fe, Al, Cr, Mn, or Co. The alums are isbmorphous and form. 
octahedral crystals. Examples are: 

Potash or common alum ... KjSO,, Alj(S0J,, 24 H 2 O. 

Ferric ammonium alum .. (NHJgSO*, Fej,(S 04 )j, 24HjO. 

Chrome alum ... ... KjSO^, Cr 5 ,(SOj 3 , 24 H 3 O. 

Ammonia alum ... ... (NHJ^SO^, A]j(SO,i) 3 , 24 H 2 O. 

Potadi alum, K2S04,Al2(S04)3,241120, deposits in colourless 

octahedral crystals when a hot solution containing equimoleculUr 
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quantities of potassium and aluminium sulphates is set aside to 
crystallise. 

Alum is made commercially from: (i) Bauxite —^Bauxite is pound 
to powder and then digested at steam heat with 62 per cent sulphuric 
acid in a lead-lined steel tank fitted with steam'coils and then treated 
with barium sulphide to reduce the ferric sulphate to the ferrous state 
—the clear aluminium sulphate solution is either decanted or fi.tered, 
after settling, and then mixed with the correct amount of potassium 
sulphate. The mixed solution on concentration and cooling yields 
alum crystals. It may be purified by recrystallisaiion and obtained 
completely free from iron. Ala0j-i-3H3S04 = Al3(S0j3-f 3 HaO. 

(ii) Alonite or alum stone, K,S03,Al3(S04)3,4Al{0H)3—the alumte 
is calcined and then digested with sulphuric acid to convert the alumina 
to aluminium sulphate. Required amount of potassium sulphate is 
then added to the solution and the alum is allowed to crystallise. 

Formerly alum was obtained by simply calcining alunile in air, leaching with 
water, and crystallising—as so made it is mailed Roman alum. 

(iii) Alum shale which is aluminium .silicate containing iron pyrites, FeS*. 
The shale is roasted in heaps, when the o.Kidation of the pyrites gives ferrous 
sulphate and suliiliuric acid, which converts aluminium silicate to aluminium 
sulphate. The roasted„mass is extracted with water; r^uisilo quantity of potas¬ 
sium chloride is added to the extract and the solution is crystallised for alum. 

Potash alum forms colourless octahedral crystals having an 
astringent taste. It dissolves in water, and melts at 92 °. It loses all 
its water of crystallisation at 200°,-leaving a residue of anhydrous 
sulphate, known as burnt alum. 

Alum is used as ‘styptic’ to stop bleeding from small cuts. Alum 
is put to the same uses as aluminium sulphate (vider supra). 

Ammonium alum, (Nil,)^HO,,AK(SO,),,2411,0, deposits from solution as 
colourless uctaliedral crystaLs, m.p. 95°. It leaves a residue of pure alumina 
on ignition. 

(NH,),SO„ Al,{SOJ„ 24H,0 = 2NH, -t- 4H,S0, + A1,0, + 21H,0. 

Ultramarine. — Tlic deep blue mineral lapis lazuli is sodium aluminium silicate 
containing sulphur—the artificial form is ultramarine. Kaolin, soda ash or sodium 
sulphate, suipinii', wood charcoal or resin are taken in a closed crucible and 
heated to redness in absence of air when wliitc ultramarine results—blue ultra- 
marine of commerce is obtained by heating the white product with powdered 
sulphur in air. It is not attacked by soap or soda and hence its use in launder¬ 
ing. It is largely used in white washing walls and in sugar refinery. It is 
decomposed by acids with evolution of hydrogen sulphide. 

Al uminium gulphlde, -'VUS,, is made bv direct union of its elements. It is 
completely hydrolysed by water : Al,8, •+- 6HOH = 2Al(0H)a ■+- 3H,S, 

Hence only aluminium hydroxide is precipitated on adding ammonium suphide 
to a solution of aluminiuA salt. 

Al,(SOj3 + 3NH,HS -f- 6H,0 - 3NH,HSO, -f 2Al(OH), + 3H,S. 

Detection of aluminium. — (0 Aluminium compounds, mixed with sodium 
carbonate and heated on charcoal in a blow pipe flame, yield.s a white ineandes^nt 
mags, which on being moistened with cobalt nitrate and heated again, turns blue 
(Thenard’s blue), (ii) Ammonium hydroxide, when added to a solution 
aluminium salt, gives a white gelatinous precipitate of ^ aluminium hydroxide, 
even in presence of ammonium chloride; the precipitate dissolves in caustic soda 
or potash forming aluminate, and is reprecipitated by heating with ammomum 

' NaAlO, + NH,Ol H,0 = Al(OH), -1- NH, -1- NaCl. 
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Tin and lead belong to group IVB in the periodic claasification. Tin closely 
resembles lead—^both are h%avy, lustrous metals of low melting point, but they 
differ in that the most stannic compounds are more stable than stannous com¬ 
pounds. While the reverse is usually true for lead compounds. Thus stannous 
chloride is a reducing agent and is readily oxidised in air; the plumbous chloride 
is not a reducing agent and may bo made frdln plumbic chloride by he»t; 
PbCl, = PbCl, -f- CL. Also the plumbous oxide, PbO, is more basic than stan¬ 
nous oxide, SnO. The table shows the properties of tin and lead. 


Physical 

properties 


Chemical 

properties 


Oxides 


Hydride 

Chloride 


Sulphide 


Tin 


At. no. 50; Density 7’5; 
TW.p. 232*C. 

At. wt. 118‘7; At. vol. 16-3; 
B.p. 2260’C. 

Malleable and conductor of 
electricity; exhibits allo¬ 
tropy; valency 2 and 4. 

Ciitarnished in air; burns to 
SuO, ; Slowly soluble in 
dilute HC'l; easily soluble 
in cone. HCl and dilute 
HNO.,. Cone. HNO, gives 
metastannic acid. , 

SnO amphoteric, 

SnO, amphoteric, not an oxi¬ 
dising agent. 


SriH, (slannane), gaseous. 

SnCL, a white salt, readily 
hydrolysed by water; a re¬ 
ducing agent, readily oxi¬ 
dises in air. 

SnCl,, a fuming colourless 
liquid, readily hydrolysed 
bv water. 

SnS brown; SnS, yellow— 
both precipitate iu acitf solu¬ 
tion ; soluble in yellow 
ammonium sulphide. 


Lead 


At. no. 82; Density 11’34; 
M.p. 327-4" C. 

At. wt. 207-21; At. vol. 18-27; 
B.p. 1620"C. 

Malleable and conductor of 
electricity; viarks yapRr; 
valency 2 and 4. 

Tarnishes in air; bums to 
PbO raftinly. 

Insoluble iu dilute HCl; slowly 
soluble in hot cone. HCl, but 
readily in dilute HNO,; 
scarcely attacked by cone. 
HNO,.' 

PbO amphoteric; more basic 
than SnO. 

PbO, amphoteric, oxidising^ 
iigciit. Other oxides are 
PbjO, and PbiO,. 

PbFI, (pliimbane), gaseous. 

PbCl,, a white salt, sparingly 
soluble in cold but more 
soluble in hot water, in 
which it is not hydrolysed. 
Not a reducing agent. 

PbCl,, yellow fuming liquid : 
unstable, readily hydrolysed 
by water. * 

PbS black, precipitates in acid 
solution : insoluble in yellow 
ammonium sulphide. 


Tin 


4 


Occnrreiice. —'I'in occassionally occurs native, but its principal ore is 
t^te or tin stone, SnO,, found in the Malay Peninsula which alone accounts for 
about a third of the world production, Bolivia, Indonesia, Cornwall, Burma and 
elsewhere. Tin stone occurs in Bihar and Orissa, especially in the Hazaribagh 
district, Tlie ancient Indians, Chinese, Egyptians and Babylonians were 
acquainted with the use of bronze, an alloy of copper and tin. 

Extraction. —The ore contains only 1 to 5 per cent tin stone; the 
rest are chiefly silica and vjplframie (iron tungstate, FeWO^, inm 
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P3rrites, and arsenical pyrites, and sometimes copper pyrites. The ore 
is concentrated, and men smelted to cive crude tin which is finally 
refined. 


Cbncentration. —(i) Washing. — The ore is, crushed and washed in 
a current of water which carries away the light silicious gangue (sp.gr. 

2 fi), leaving the heavy tin stone 
(sp. gr. 6 ’ 4 — Tl) and wolframite 
(sp. gr. 7 T— 7 ' 9 ) etc., behind. 
The wolframite being as heavy 
as tinstone cannot be separated 
by washing; it is removed by 
1 casting and electromagnetic 
separation. 

(ii) Roasting. —The impure 
tin scone is then roasted in a 
current of hot air in an inclined 
revolving tube-furnace, when 
arsenic and sulphur are expelled 
as volatile oxide; most of the iron is converted to the magnetic oxide, 
Fe^O^, and copper forms oxide and sulphate. 

(iii) Magnetic 'separation. —The roasted ore is then treated in a 
magnetic separator —^the powdered ore being carried by a travelling 
belt over an electro-magnetic roller; tin stone, being non-magnetic, 
falls oflE undeflected whereas the magnetic wolframite and iron oxide 
aije attracted fly a magnet and collect in a separate heap (fig. 180 ). 



The wolframite may also be removed by heatinp; the roasted ore with aodi 
^h at 600*, when soluble sodium tungstate is formed. 

(iv) Washing. —The mass is finally washed with water to dissolve 
copper sulphate and to remove ferric oxide and other light materials. 
The tin-concentrate contains about 65 to 90 per cent tin stone and is 
known as black tin. 


Smelting. —The black tin is mixed with one-fifth of its weight of 
crushed anthracite and some lime and fluorspar to act as a flux, and 
smelted at 1200 *'— 1300 ® in a reverberatory furnace when the tin oxide 
is reduced to the metal. The piolten tin and slag form two layers, 
and are run out separately: SnOa-i- 2 C=Sn+ 2 CO, 

The slag contains much tin, about 5%, vfind is worked up by smelting with 
carbon. The liquid tin is cast into ingots, and sent to the refinery. 

Refining. — The crude tin is refined by liquation, i.e., by heating the ingots 
on the sloping hearth of a reverberatory furnace, when the easily fusible tin 
(m.p. 232*) melts and runs away leaving behind a dross of an alloy of tin with 
iron, copper, tu^sten, and arsenic. The liquated tin is further treated by 
poling, t.e., the liquid tin is stirred with pieces of green wood so that a large 
surface is exposed to the air, when the remaining impurities are oxidised, and 
separate as scum on the surface, and aro skimmed off. The tin so obtained is 
of over 09 per cent purity. The scum and dross contain much tin, and are 
worked up by smelting. Tin may bo refined electrolytically—^fhe impure metal 
is the anode and pure tin the cathode, and the electrolyte is an acidic solution 
of stannous sulphate. During electrolysis tin dissolves from the anode and is 
deposited on the cathode. 
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Propertie§of tin —(i) Tin is a sofj: and easily fusible (m. p. 23^°), 
white lustrous metal, which is notably crystalline. 

A rod of tin, when bent, emits a creakini? sound (cry of tin) doe to the 
rubbing of the crystals against each other. The metal is very mallealple to bo 
rolled into toil, but not very ductile to be drawn. 

(ii) It exists in two main allotropic forms, white tin (sp, gr. 7 - 28 ) 
and grey tin (sp. gr. 5 62 ), transition temperature being 13 ’ 2 ; 

grey tin -—white tin 

Below 13‘2* the ordinary white tin passes into grey tin, the transformation 
being accompanied by expansion and disintegration of the metal. The trans¬ 
formation is the quickest at —50®. Tin articles, therefore, crumble to powder 
during severe winters and are said to be attacked by tin plague. 

(iii) It is neither tarnished nor corroded in air at room tempera¬ 
ture, but when heated in air it is converted to white stannic oxide, 
SnOj. 

(iv) It is not attacked by water but is readily attacked by mineral 
acids. At very high temperatures tin slowly decomposes steam: 
2 H20-f-Sn = SnC)2-t-2H2. It slowly dissolves in dilute hydrochloric or 
sulphuric acids, giving stannous salt and hydrogen—the action of hot 
concentrated HCl is lairly rapid. Hot concentrated HaSO* reacts with 
tin, giving off sulphur dioxide. Nitric acids also acts on tin (p. 250 ). 

Snri-2HCl=SnCla-i-H2; Sn + 2 H 2 S 04 -SnS 0 ,-i- 2 Ha 0 -i-S 0 a. 

(v) It dissolves in hot caustic soda or potash, giving stannite and 
hydrogen: Sn+2NaOH=Na2SnOa»-i-H2; the stannite »is readily oxi¬ 
dised to stannatc in presence of air. 

(Vi) It combines directly, when heated, with chlorine and sulphur, 
to form respectively stannic chloride SnCl^, and stannous sulphide, SnS: 

Sn+ 201 ,=SnCl^ ; Sn -i- S=SnS. 

Uses of tin.— (i) Tin is resistant to atmospheric corrosion, and hence its 
applications as tin foils for packing perishable materials, and for tinning or tin- 
gating iron, copper and lead. 

Tin plate is made by dipping sheets of mild steel (previously cleaned by 
pickling with dilute H^SU^ to remove the oxide-scale) into molten tin (covered 
with a layer of fused zinc chloride to prevent formation of scum of tin 
oxide); the sheets then pass into a bath of molten palm oil, and finally through 
a pair of rollers to squeeze the excess of tin. The tin forms a thin continuous 
layer on the surface of iron. The tin plate vessels are used in the storage of 
petrol, kerosene, confectionary, and tobaccoi Tin cans are used for canning meat 
and fruit. 

Brass land copper utensils are tinned to prevent the poisoning of food; 
tinning is effected by brushing molten tin (containing rosin and sal ammoniac as 
fluxes) over the surface. * 

Tinning is less serviceable than galvanisation, when?' once the surface of iron 
is exposed, since iron alone is attacked as it stands above tin in the electro¬ 
chemical series—a galvanic cell is set up, and hence iron dissolves^ more rapidly 
than when no tin is present. Zinc is, however, more electro-positive than iron, 
and is therefore preferentially dissolved under similar conditions. 

Large quantities of tin are recovered from scrap tin plate by exposing it to 
chlorine gas, which converts the tin to the volatile stannic chlpride. 

(ii) Tin ia a constituent of many useful alloys : ptwter (Sn 80; Pb 20), solder 
(Sn BO; Pb 60), babbit metal (Sn 90; Sb 7; Cu 3), and Britania meioi 
(Sn 90; Sb 10). Bronze, bell metal, and gun nutid are alloys of tin and copper 
in different proportions. Tin amalgam is used in coating glass mirrors. 
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^ Compoimda of Hu 

Tin forms two series of compounds : stannous compound where the metal 
is bivalent, and stannic compounds in which tin is quadrivalent. Stannous coon- 
pounds are reducing agents, since they readily pass l^y oxidation to the stannio 
state. Staimous chloride, for example quantitatively reduces a hot solution of 
ferric chloride. 2FeCl3 -1- SnCl, = 2FeClj| -f SnCl^. 

* Stannous oxide. SnO, a dark-grey powder, is prepared by heating, in the 
absence of air, the white precipitate of stannous hydroxide, formed by the 
action of caustic soda upon stannous chloride solution. 

SnCl-f2NaOH = 2NaCH-Sn{0H),; Sn{OH )3 = SnO-J-H^O. 

It is also obtained by heating stannous oxalate in the absence of air : 

SnC.O, = SnO -t- CO -l- CO,. 

It is readily oxidised to stannic oxide, SnO,, on exposure to air. 
An amphoteric oxide, it dissolves in acid, forming stannous salts, 
and in dilute alkalis in the absence of air, yielding v<itannites: 
Sn0-i-2Na0H=Na3Sn0,-f-H30. The stannite solution }tas strong 
reducing properties. Stannous hydroxide also dissolves in alkali to give 
a stannite. Sn(OH)3-f 2Na0H = Na3Sn03-i-2H30. 

Stannic oxide, Sn02, a white powder, is prepared by burning tin. 
at a white heat in air or by igniting metastannic acid, formed by the 
action of concentrated HNU3, upon tin (p. 250 ). 

It is insoluble in water and in all acids except concentrated 
sulphuric acid which dissolves it, forming unstable stannic sulphate: 

. Sn03 + ‘iHaSO^ =, Sn(SO J3 + 2H3O. 

It is converted to soluble stannates by fusion with caustic alkalis: 

^ SnOj-f 2 NaOH = NaaSnOg-h HjO. 

It is ail amphoteric oxide with predominant acidic properties; thus it is 
the anhydride of a-stannic acid, H.SnO., and /J-stannic acid (or metastannic 
acid), HjSnjO,,, 411,0. 

It is known in commerce as putty powder, and finds use as a polishing 
medium. It is used to make the white glazc.s for tiles, milk-glass shades, etc. 

There is no carbonate of tin. 

Stannous chloride, SnClj, is prepared by dissolving tin in hot 
concentrated hydrochloric acid: Sn-i- 2 HCl = SnCla-fHj; the solu¬ 
tion, on evaporation and cooling, deposits transparent crystals of the 
dihydratc, SnCh, 2H2O, known as tin salt. It dissolves in water, but 
the solution turns turbid due to the precipitation of stannous oxy¬ 
chloride by hydrolysis: SnCl3 + HOH ^ Sn(OH)Cl + HCl. 

The hydrate decomposes on heating, giving off hydrogen chloride, 
and hence the anhydrous chloride is made by heating in a stream of 
hydrogen chloride. 

Stannous chloride is a powerful reducing agent ; thus it reduces 
mercuric chloride to mercurous chloride or to mercury, ferric chloride 
to ferrous chloride, and cupric chloride to cuprous chloride: 

2HgCl3-f-SnCl3 = Hg3Cl3+Sna^ ;Hg3Cl3-f-SnCI, 2 Hg+SnCl*. 

2FeCl,.fSnCl3 = 2FeCl3-f SnCl^; 2CuCl3 + SnCl3 = CujQ, -fSnCl,. 

Zinc reduces SnCl, to spongy tin. SnClg-f Zn. = ZnCI,-fSa. 
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The stannous chloride solution quickly becomes cloudy owing to atmospheric 
oxidation, unless it is kept with metallic tin and hydrochloric acid : 

eSnClj + 2H,0 + 0, = 2SnCl, + 4Sn(0H)Cl. 

Stannous chloride readily combines with -iodine, forming SnCljIj j the reaction 
lends iteelf to the volumetric estimation of tin by standard iodine solution : 

SnCl, -f- I, = SnCl J,. 

In hydrochloric acid solution it forms the chloroslannous acid HjSnCl 4 , which 
gives such salts as (NH^l^SnCl^. 

Stannic chloride, SnCl^, a colourless*fuming liquid, b. p. l-R", 
is prepared by passing dry chlorine over molten tin in a retort and 
condensing the vapour of stannic chloride to a liquid (fig. 160 ), 

Sn+ 2 Clj = SnCl^. 

It is also obtained in detinning scrap tin plate by chlorine. Stannic 
chloride is also formed by distilling tin with mercuric chloride: 

2 HgClj+Sn = Sna4-f2Hg. 

Stannic chloride dissolves in a small quantity of water, giving a 
clear solution, from which various hydrates may be crystallised out, 
including SnCl^, 5H2O, known as butter of tin, which is used as 
mordant, especially for silk. The dilute solution is hydrolysed by 
water, precipitating basic chlorides and finally stannic hydroxide: 
SnCl.-f-HjO ^ SnCl,(OH) + Ha; 

SnCl3(6H) + SHjO ^ Sn{OH)4 + 3 HC 1 . 

With hydrochloric acid it forms chlorostannic acid, HjSnClg, and 
with ammonium chloride it forms the double salt ammonium 
stannichloridc, (NH4)2SnClg, which is used in dyeing under the name 
of penk salt. Stannic chloride is also soluble in alcohol and ether. * 

Stannous nitrate, Sn(N0,),, ia obtained by the action of dilute nitric acid 
upon tin, Stamiie nitrate can be prepared by dissolving stannic hydroxide Hi 
nitric acid. 

Stannous sulphate, SnSO^, is obtained by dissolving stonnous hydroxide m 
aulphnnc acid; it ia also formed when dilute sulphuric acid acts upon. tin. 

Sn-hHjSO^ = SnSO^+rlj. 

Stannic sulphate, 811 ( 804 ),. is made by dissolving etonnic hydroxide in 
H 3 SO 4 ; it is hydrolysed by water. 

Stannous sulphide, SnS, is made by heating tin with sulpur.. It is 
obtained as brown precipitate by passing H^S through a solution of stannous 
chloride acidified with dilate HCl. SnCl, + H^S = SnS + 2HC1. 

It is soluble in cone. HCl, and in yellow ammonium sulphide forming 
ammonium thiostannate ; SnS-f-lNH^ljS, =*(NH 4)3 SnS,. 

The solution on acidification with dilute HCl, yields a yellow precipitate 
of stannic sulphide : (NH 4 ),SnS,-f 2 HCl = SnS,+2NH4Cl-i-H,3. 

SnS is practically insolube in alkalis, and also insoluble in ammonium 
carbonate. « 

Stannic sulphide, SnS„ is obtained .is a yellow precipitate by passing 
hydrogen sulphide through dilute acid solution of stannic chloride, 

SnCl 4 + 2 H,S ^ SnS,+4HCl. 

It is soluble in cone. HCl, and in yellow ammoni^ sulphide forming 
thiostannate, from which acids re-precipitate stennic sulphide. SnS, is insoluble 
in ammonium carbonate but dissolves in alkalis. 

Mosaic gold or crystalline SnS„, used for gilding, is obtained as golden 
yellow scales by heating a mixture of iiii, sulphur and ammonium chloride in a 
retort. It is insoluble m all acids but dissolves in aqua regia or alkalis ; 
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Sn+4NH,C1 = (NHJ,SaCl*+H,+2NH,. 

2(NHjjSnCl*+2S = SnS,+ (NH,),SnCl,+2NH*Cl. 

Detection of tin: Dry tests. — (i) Tin coixfponudsj when heated with sodium 
carbonate preferably in presence of potassium cyanide, on charcoal give white 
and malleable beads of tin; the beads react with hot concentrated HNO,. 
yielding a white mass of metastannic acid and giving* off brown fumes. 

SnO,+2KCN = Sn+2KCN0. 


(ii) A borax bead which has been coloured pale blue by a trace of copper 
salj^ turns ruby red in the reducing flame if a trace of tin compound is added. 

Wet tests.—' Solutions of SnCl, and SnCl^ are used ; 


Reagent 

Stannous salt 

Stannic ealt 

(i) H.8 

Grey ppt. of SnS, soluble 
in cone. HCl and in 
yellow ammonium sul¬ 
phide : practically inso¬ 
luble in alkalis. 

Yellow ppt. of SnS., 
soluble m cone. HCl, 
yeUow ammonium sul¬ 
phide and caustic alkalis. 

(ii) HgCl, solution 

White ppt. of Hg,Cl, 
turning grey, if stannous 
salt be in excess. 

No ppt,, but gives a white 
to grey ppt. on reduction 
with Fe and HCl. 

(iii) FeClj • and 

K,Fe(CN); soln. 

Blue precipitate of Prus¬ 
sian blue. 

' No precipitate. 


Lead 


Occunrence, etc.-— Native lead is occasionally found in traces, but the chief 
ore is nlen& PbS, usually associated with zinc blende. Galena is found at 
Broken Hill (New South Wales), North America, Mexico, Spain, and in Northern 
Shan States in Bnrma. Galena usually contains about OOl to 0*1 per cent of 
silver. Less abundant, minerals are: cerussite, PbCO,; anglesite, PbSO*; 
crocouite., PbCrO^; imdfenite, PbMoO,; hadhillite, SPbCOj.PbSO.; lonoTkite, 
PbO.PbSO^; ‘pyromorphiUt 3rb,(POJ,; PbCl,; mattockiUf PbClF. Lead ochre, 
PbO and jdattnerite, PbO,, are rare. 

The load smelting plant at Tundoo (Katraagarh) in Bihar treats the lead ores 
obtained from Zawar (Udaipur) mines of Bajasthan. 

Lead vaa known in ancient Egypt and 
f Babylonia. ft was largely used by 

I'l Romans for cisterns, water pipes, etc. 

JI Extraction —Lead is made from 

A 



3 y the 


galena, PbS, by a process which involves 
(i) concentration of the ore, (ii) roasting 
in mr, (iii) smelting with coke, and (i^ 
refininfr: 

(i) Concentration. —Galena is separated 
from gangue and blende by oil-floation. pro* 
cess, vide metallurgy of zinc (p. 421). 

(i) Roasting.— The concentrated lead 
ore, mixed with som e coal and lime ( yhich 

m a hot plast 


acts as a 





<3^ air in a pot 181h whereby tl 
lead sulphide is converted to lead oxide^. 
wdiich is sintered at the high temperiture 
employed. ?jl^+?C2 — 

2PbS+30a = 2PbO+2SO,. 

The ore and the lime is charged on to the top of a coal fire first made 
ou grating and air is blown, in through the bottom^ when the charge le 
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sintered into a large cake. The sintered mass is broken to pieces for chargiiw 
into blast furnace. Any fumes produced in the operation is sucked sway througn 
a hood at the top. 


(iii) Smeltings —The sintered lead 
oxide, mixed with coke ^nd a flux of 
lime and iron oxide, is smelted in a 
small blast furnace (fig. 182 ). The air 
blast is forced through tuyeres at the 
base. The lead oxide is reduced by 
coke, and any unchanged lead sulphide 
by the iron formed by the reduction of 
the oxide in the charge. 

PbO+C = Pb+CO; 

2Pl>S-j-Fe30j + 3 C = 2 FeS + 2 Pb+ 3 CO. 
Any silicate ore is reduced by carbon in 
presence of lime: Lime reacts with 
silica, yielding a slag of calcium silicate. 
PbSiOj + CaO+C ,= CaSiO, + Pb+CO. 

Molten lead and slag of iron sub 
phidc and calcium silicate are withdrawn 
from the base of the furnace through 
separate tapping holes. 


Tiooa. 
Jt 



urn. 


Fig. 182 


Lead was formerly extracted from galena by simple rocating and smelting 
in a reverberatory furnace (fig. 183); the process is to some extent still in use. 



Fig. 183 


(a) Roasting. — The ore is first roasted in air ‘ in the, reyerberatorv furnace 
at a m oderate temperature, when a part of megedena is okidiaed to oxide said 
sulphate. gPbS 4^3Q7~^bO + 2807?^ FbS + 20, = PbSO*. 

(b) Smelting.-** When about half the galena is oxidised, the air supply Is 
cut off and the temperature is raised with the addition of a little lime to act 
as a flnx. The charge smelts, when the unchanged lead sulphide reduces the 
lead oxide and sulphate, yielding metallic lead which iS' tapped, out in the 
molten state. ^ This is a self-reduction process, since the reduction takes place 
by lead sulphide itself. 

PbS + 2PbO = 3Pb + SO,; PbS + PbSO, = 2Pb + 2S0,. 
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0^) Regning. — The crude lead contains silver, copper, iron, zinc 
arsenic, antimony, kismuth, and sulphur, which render the metal 
hard. Softening of the crude lead is effected by fusing it in a rever¬ 
beratory furnace in contact with air, when the. foreign metals except 
silver and bismuth are oxidised and removed as scum from the sur¬ 
face ; arsenic and sulphur are eliminated as volatile oxides. The lead 
is then desilverised by any of the following processes; (i) Pattinson^s 
process (p. 461 ); (ii) Parfie^s process (p. 462 ); (iii) Betts* electrolytic 
process. 

Lead is refined in Betts’ process by the electrolysis of a solution of lead 
silicoflooride, PbSLF,, and hydrofluosilicic acid. HjSiF,, with a little gelatine, 
between crude lead anode and ynre lead cathode. Lead dissolves from the anode 
and is deposited on the cathode. Silver, gold and bismuth are recovered as by 
products hom the anode sludge. 

Properties of lead.— (i) Lead is a very dense (sp. gr. 11 ’ 34 ), easily 
fusible (ra. pt. 327 * 4 °), bluish-grey metal with a bright lustre when 
freshly cut. It is malleable, soft and plastic, and marks paper. 

(ii) It tarnishes in air by the formation of a superficial film of 
basic carbonate, which prevents further corrosion, and hence its use 
for roofing buildings. When melted in air, it is oxidised to litharge, 
PbO, and finally tD red lead, PbjO^. 

2 Pb +03 = 2 PbO ; 6PbO- hO^ => 2 Pb 30 ^. ^ 

(iii) It is not attacked by pure air-free water; but water contain¬ 
ing dissolved-oxygen corrodes the'metal, forming plumbous hydroxide 
ivmch is slightly soluble and poisonous. The dissolution of lead by 
water is known as plumbo-solvency. 2Pb |-Oj,+2H20 = 2Pb(OH)2. 

This becomes a serious menace where lead piping is used for water supplies, 
since had is a cumulative poison. But in the presence of mineral carbonate or 
sulphate in the water, the lead becomes coated with a protective layer of 
insoluble lead carbo nate or su lphate, w hich arrests further corrosioUf 

Hence drinking water which is hard may be safely conveyed through lead 
pipes. Lead piping may also be used for conveying soft water previously treated 
with chalk or lime. Peaty water containing organic acids leadily corrodes lead. 

A blue line on the edge of gum is a symptom of lead poisoning, to which 
potters using lead glazes, and plumbers are, likely .victim^, / i ^ 

(iv) It is insoluble in dilute HCl or dilute Boiling con¬ 

centrated hydrochloric acid slcrwly attacks it: Pb+ 2 HC 1 = PbClj + Hj. 
Hot concentrated sulphuric acid dissolves lead, giving pff sulphur 
dioxide: Pb+2H2SO^ = PbS03-j-2H30 + S02. 

The action of HCl or H,SO^ is somewhat retarded by the coating of 
insoluble lead chloride 'or sulphate produced; It is scarely attacked in the cold 
by sulphuric acid of less than 78% strength. 

^ Dilpte nitric acid readily dissolves lead: 

SPb+SHNOj = 3 Pb(NO ,)2 + 2 NO+ 4 H A 

Concentrated HNO, has little action upon lead, since lead nitrate is insoluble 
in it, and hence forms a protective coating. 

In presence of air, lead |b readily corroded by such weak acids as acetic and 
^bocic acid. 
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(v) It combines directly with chlorine and sulphur, when heated, 
to form respectively the chloride, PbCla and the sulphide, PbS. 

(vi) It is readily obtained as crystals by precipitation. A mass 

of arborescent crystals {Head tre^) slowly deposits, when a anc rod 
is hung in a solution of lead acetate: • 

Pb(CH,c6o>a+Zn = Zn(CH,COO)a+Pb. 

Uses of lead. — (i) Owing to its resistance to corrosion and cheapness it 
iinds uses for water ptpea and cable coverings, ^nd as sheet lead for roofijig 
buildings, and for lining vats in chemical industry, e.g., sulphuric acid chambera. 

(ii) Lead is made harder by alloying with a second metal—some useful alloys 
are: 'pewter (Pb 20: Sn 80), solder (Pb 60: Sn 50), type metal (Pb 80; 

Sb 16: Sn 6), and /rary metnl (Pb 97 : Ba 2 : Ca 1) for bearings. An alloy 
with 1% tellurium is of general uso whore hard load is needed; e.g., for water 
pipes. Hard lead with 10% antimony is used in pumps for corrosive liquids 
and in accumulator plates. 

(iii) It also finds uses in making bullets (hardened by arsenic), white lead, 
lead tetraethyl (added to petrol as an anti-knock compound), etc. 

Compounds of lead 

Lead forms two series of compounds : plum bus compounds in which lead 
is divalent, plumbic compounds where the metal is quadrivalent. Plumbic 
compounds are readily hydrolysed, and difficult to obtain. 

Oxides of lead. —Lead forms four oxides: Leacf monoxide, PbO; 
Red lead, Pb^O^; Lead sesquioxide, PbjO,; Lead dioxide, PbOy 

(i) Lead monoxide, lithai^e, massicot, PbO, is obtained as a yellcrw 
powder, called massicot, by heating, lead in air. When, the massicot 
is fused, cooled and powdered, a reddish-yellow crystalline variety 
called litharge, is produced. It is commercially made by heating fused 
lead in air in a reverberatory furnace, and continuously skimming o£E« 
the molten litharge floating on the surface; it is cooled, ground, and 
air-floated to remove unoxidised lead particles. I.t is a by-product in 
the cupellation of silver. 

It is conveniendy obtained in the laboratory by heating lead 
nitrate. 2Pb(N03 = 2 PbO 4NO2 -f Oj. 

Any other oxide of lead is converted to PbO by heat above 600 *. 

Insoluble in water, and essentially a basic oxide, it reacts with 
acids, forming salts; but it also dissolves in hot caustic alkali, giving 
plumbitcs, and hence the amphoteric .nature of the oxide. 

PbO-f 2 HNO, = Pb(N03)3-fH30 ; PbO-h 2 NaOH = Na^PbO^+HjO. 

The heated oxide is easily reduced by hydrogen, carbon or carbon 
monoxide. PbO -f H, = Pb+HjO; PbO -1- C = Pb -h CO. • 

It is used as a 'drier’ in paints and varnishes; in *tho preparation of lead 
salts, flint glass and glazes for pottery. 

(ii) Lead sesqaiogide, Pb^O,, a reddish-yellow powder, is formed by the 
action of sodium hypochlorite upon a cold .solution of PbO in caustic potash. 
Its reactions are in accordance with the constitution, PbO, PbO,. 

2PbO -I- NaOCl = Pb,0, 4- NaCl. 

(iii) Red lead, minimom, PbjO^, a scarlet powder, is made by 
calcining litharge {pide supra) for about 48 hours in a current of air 

29 
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in a muffle furnace—the temperature is kept within narrow limits, 
near 340 *C. At temperature above 470 ® it decomposes into oxygen 
and litharge. 2Pb + 03 = 2PbO; ePbO+O^ ^ 

Its chemical reactions suggest the constitution, 2 PbO, PbOy It 
reacts jvith cold concentrated or hot dilute nitric acid, forming lead 
nitrate and a precipitate of lead dioxide: 

Pb30,+4HN03 = 2 Pb(N 03 ) 3 +Pb 03 + 2 H 30 . 

‘ It reacts with hot concentrated HCl or HgSO^, giving off chlorine 
or oxygen. Pb^O, + 8 HC 1 = 3 PbCl,,+ 411^0 + Cl^: 

2Pb30, + 6H3S0^ = 6PbSO,+6Hp + Oa. 

It finds uses in a red pigment; as a plumber’s cement (mixed with linseed 
oil) for joining pipes, etc.; as a ‘drier’ in oil paints; in the preparation of 
flint glass and mutches. It is used as an oxidising agent, 

(iv) Lead dioxide, PbO,, a chocolate-brown powder, is made: 
(a) by the action of hot dilute nitric acid upon red lead—the lead 
dioxide is filtered, washed and dried. 

(b) by the action of an alkaline oxidising agent upon a lead salt. 
It is conveniently prepared by heating on water bath a solution of 
lead acetate with excess of bleaching powder. The brown precipitate 
of Pb02 is stirred with hot dilute HNO, to remove any bleaching 
powder, filtered, washed with water and dried at 100®. 

(CH3COO)2Pb + Ca(OCl)Cl + HjO = PbO^ -t- CaCh -f- 2CH3COOH. 

It is formed on the positive plate during the charging of a lead accumulator. 

, It is insolubc in water, in nitric acid, and in dilute HCl and 
H,SO^. It reacts with hot cone. HCl and HjjSO^, giving off chlorine 
or oxygen respectively: 

Pb02-}-4HCl = PbCl2+2H20-HCl2; 

2 Pb 02 + 2H2SO, = 2 PbSO, + 2H2O+O2. 

It dissolves in hot caustic soda or potash, forming plumbate: 

Pb02-t-2Na0H = Na^PbO^-^HA 

It is a powerful oxidising agent. It oxidises SO, spontaneously, 
forming lead sulphate: PbO^-i-SOj = PbSO^. 

A mixture ot PhO, and .sulphur Inflames on trituration. A pink solution of 
permanganic acid is formed on heating a solution of manganous salt with 
concentrated UNO, and PbO,. <• 

2MnSO,+5PbO,-h6HNO, = 2HMn0,+2PbS0,-h3Pb(N0,),+2H,0. 

Lead dioxide is stable up to 300°, but at higher temperatures it decomposes 
into PhO and oxygen. 2PbO, = 2PbO-f0,. 

It finds applications in the lead accumulator, in the preparation of matches 
and as an oxidising agent. 

Lsad hydroxide, Pb(OH) 3 , is produced as white precipitate by adding 
sodium hydroxide (not in excess) to a solution of a lead salt. Insoluble in 
water, it dissolves both in acids and caustic alkalis. 

Lead carbonate, PbCO,, occurs in nature as cerussite and may be obtained 
ns a white precipitate by adding NaHCO, to a solution of a lead salt—NajCO, 
precipitates basic lead carbonate 2PbCO,, Pb(OH),. 

Pb(NOJ,+2NaHCO, = PbC0,+2NaNO,-l-H,0-bCO,. 



White lead, basic lead carbonate, 2 PbCO,, Pb(OH)a.—The white 

lead was used as a pigment from ancient times. The best ouaUty 

white lead is made by 
.1 «« « • • 


the so-called Dutch pro- 
^ess (actually mention¬ 
ed by Theophrastos in 
3<)0 B.C.) which *is 

based on the corrosion 
of lead in presence of 
air and carbon dioxide. 
The process is carried 
out in earthenware pots 
(fig. 184 ) provided with 
shoulders from w hich 
are suspended on grids, 
strips of highly purified 
lead. The pots contain 
vinegar (a solution of 
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Fig. 184 


3 % acetic acid) with which the strips of lead do not come in direct 
contact. Several pots arc arranged on a thick bed of spent tan-bark 
(available at leather works) and covered with planks. Alternate 
layers of bark, jwts and planks are built up until the shed is full 
and then allowed to stand for 4 to 5 weeks. The “fermentation of the 
bark produces carbon dioxide and keeps the pots warm so that the 
vaporises, and in presence of air and moisture attacks 
the leatl, forming basic lead acetate which is converted to the basic 
carbonate by the carbon dioxide—the acetic acid set frefe again entering 
into the reaction. ° 


The following cycle of reactions probably takes place : 

2Pb+0,+2H,0 = 2Pb(0Hh; Pb(0H),+2HAc = Pb(Ac), -t-2H,0. 
2Pb{Ac),+Pb(0H), = 2Pb(ACg, Pb(OHh. 

2Pb(Acb, Pb(0Hh+2H,0-i.2C0, = 2PbCO„Pb(OH),+4HAc. 

HAc stands for acetic acid CHjCOOH, where Ac = CH,COO'. 

At the end of 4 to 5 weeks the strips become covered with a 
•crust of white lead; this is stripped off, washed with water, ground 
and dried in vacuum driers. 

• 

Because of its very great covering power, it is extensively used as pigment 
as tno basis for many white and colourisd paints—mixed with linseed oil, it 
IS extensively used as a white paint bub it suffers from two defects • it is 
poisonous, .and it gradually darkens duo to the formation of, brown-black lead 
sulphide by atmospheric hydrogen sulphide. 

It has been displaced in part by the white pigments lithopHne {p, 4201. and 
Zinc white (p. 424). , ir /> 

White lead of inferior quality may be precipitated by passing CO- into 
a solution of basic lead acetate, formed by boiling litharge with lead acetate 
solution ^Thenard proceaa). 

Wliite lead is prepared in Carter process by admitting air and carbon dioxide 
and spraying dilute acetic acid on atomised lead (made by injecting super-heated 
steam on the molten metal) in a revolving wooden drum—■process is complete 
in two weeks. The product is ground, washed and dried, ^hite lead is also 
made electrolyiically. 
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Letd acetate^ Pb(CH,COO),, 3H,0, also <»lled suqar of lead beeausa it it 
sweet (but poisonous) in taste, is made by dissolving litharge er lead carbonate 
in hot dilnte acetic acid and crystallising. finds uses in medicine as an 
•ye>waah, in dyeing and in mailing pigments, e.g., lead chromate (chrome 
yellow). Basic lead acetate solution, Pb(UHjCOO)„ Ph(OH)„ called Goulard's 
extract, is formed by boiling litharge with lead acetate solution, and is used 
as a lotio'i. 

PlnmboiM chloride, lead chloride, PbCl„ is obtained as a white precipitate 
by adding dilate HCl to lead nitrate solution ; It is nearly insoluble in cold 
water (0'91 per cent), but more soluble in boiling water (3*2 per cent), from 
wbloh it separates in needles on cooling. It dissolves in hot concentrated HCL 

PbCl, + 2HCI H,PbCl, 

Plumbic chloride, PbCI„ a hravy yellow oil, is formed by the action of 
cold concoitrated sulphuric acid upon ammonium plumbichloride: 

(NHJ,PbCl. + H,SO^ = (NH,),SO, + 2HC1 + PbCl*. 

Ammonium plumbic chloride is precipitated by adding ammonium chloride 
to a solution prepared by dissolving lead dioxide in ice-cold concentrated HCl 
and saturating with chlorine. 

PbO,+4HCl PbCl,+2H,0; PbCI,-|-2HCl = H,PbCl,. 

H,PbCl,+2NH.Cl = (NHj,PbCl,+2HCl. 

It rapidly decomposes at room temperature into FbCl, and chlorine, and is 
readily hydrolysed into PbO, and HCl. 

Lead nitrate, Pb(N 03 )„ is made by dissolving metallic lead, the oxide, 
or the carbonate in hot dilute nitric acid and crystallising the solution, when 
it is deposited in milky*white crystals. It is decomposed by heat: 

2Pb(N03), = 2Pb0+4N0,-|-0,. 

Lead sulphate, PbSO^, is obtained as a heavy white precipitate by adding 
dilute HgSO^ to a solution of a lead salt. 

«. It is slightly soluble in water (1 in 12,000) and practically insoluble in a 
mixture of dilute HjSO^ and alcohol (1 in 36,000). It dissolves in hot cone. 

and in hot ammonium acetate solution. Lead is estimated gravimelrically 
u PbSO*. 

Lead sulphide, PbS, occurs naturally as galena. It is precipitated as a 
black mass by passing H^S through a solution of a lead salt. Lead bums in 
sulphur vapour, yielding lead sulphide. It is insoluble in yellow ammonium 
sulphide, but dissolves in boiling dilnte HNO,. It also dissolves in hot 
cone. HCL 

Detectiou of lead. — (i) When a lead compound is heated with sodium 
carbonate on charcoal, a soft inalleable bead of lead (which marks paper), 
sumounded by a yellow incrustation, is obtained. 

(ii) Dilute HCl gives with a solution of a lead salt a white precipitate 
of PbCl„ which dissolves in boiling water but separates out again in needles 
on cQpling. 

(iii) With a solution of lead salt potassium iodide solution gives a yellow 
ppt. of Pbl,, which dissolves in boiling water, but separates on cooling in golden 
yellow plates. Pb(NOj),+2KI = Pbl,-f2KNOj. 

(iv) Potassium chromate solution, when added to eolation of a lead 
salt, gives a yellow precipitate of lead chromate,* insoluble in acetic acid. 

Pb(NO,),+K,CrO, = PbCr0^.b2KNO,. 

r„ 

Exercises 

1. What is the chief natural source of aluminium, and how is the metal 
extracted from it? State the properties and uses of the metal. What reactitms 
occur between (a) alamininm urd ferric oxide. (6) aluminium and potash? How 
^ould you prepare anhydrous alnminiom chloride, and alum from alamininm 
•ecrap?' Punjab '51. 
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■2. What is an alum? How is potash alum produced industrially? Stale 
its applications. Explain what happens when (a) sodinm carbonate, (o) paustic 
soda, (c)ammonia is added to a solution of (i) aluminium chloride, (ii) zino 
chloride. • • 

3. How does tin occur in nature? How is the pure metal extracted from 
it? Mention the chief uses of the metal and its compounds. State what 
happens when tin is attacked (a^ by nitric acid, ( 6 ) by hydrochloric acid, and 
(c) when exposed for a long tune at low ten^erature. Compare the me*Rts 
and demerits of tinning and galvanisation 

4. What is the chief natural source of lead, and how is the metal obtained 

from it? Give an account of a process for the desilverisation of lead. Discuss 
the solvent action of water upon lead. Calcutta ’48. 

5. Starting'with metallic lead, how would yon prepare; litharge, red lead, 
and lead dioxide? By what tests would you distinguish between these ^oxides? 
Describe the Dutch process W the preparation of white lead. Mention its uses. 

Calcutta '67. 

6 . Describe and explain what happens when; (a) a mixture of alnmma 
and coke is heated in chlorine, {b) sodium nitrate solution is heated with 
aluminium dust and caustic soda, (c) sodium aluminate solution is shaken with 
ammonium chloride, chlorine is passed over molten tin scrap, (e) a hot 
solution of ferric chloride is treated with stannous chloride solution, (/) lead 
dioxide is heated with concentrated sulphuric acid, (A) fused argentiferous 
lead is allowed to cool, (i) a mixture of coke and alumina«is haeted in nitrogen. 

7. How would you prepare (i) lead dioxide, (it) crystals of lead nitrate, 
from red lead? State the effect of heat on them. What is the action of 
hydrochloric acid on (i) red lead, (it) lead nitrate? 

x:?:xii 


Copper, Silvw and Gold 

Group IB of the periodic classification contains the coinage metals, copper, 
silver, and gold. 



At. no. 

At. wt. 

At. vol. 

Density 

M. pt. *0 

B. pt. *0 

Copper 

29 

63-57 

7-1 

8-94 


2310 

Silver 

47 - 

107-88 



960-5 

1955 

Gold 

79 




1063-3 

2610 


Occurrence*— Native copper is found in enormous masses in the region 
of Lake Superior in Canada, in Sweden, in Siberia and in Ural mountains. The 
chief minerals of copper are chalcopyiite or copperpyrites Gii,S, Fe,B,; chdleo- 
cite or copper glance, CugS; cuprite or red vopper ore, Ou.O; tenorite or melaco- 
nite, CuO; m^achite, CuCO,, Cu(OH),; azurite, 2 CUCO 3 , Cu(OH)-; brochan- 
tite, CuSO/, 3Cu(OH)a; atacamite, CuCl,, 3Cu(OH)j; chrysoccdla, Cu&0„2H,0. 

The chief copper-producing regions are: Montana, Arizona,,Canada, Japan, 
Russia, Rhodesia, Germany, Congo, Spain, and Chile. India is not rich in 
copper ore—the deposit of copper pyrites in Singhbhum,* Bihar, is worked up at 
Ghatsila. 

The sulphide ore alone accounts for about 75 |t.c. of the world production. 

Extraction of coppi»r* —Native copper is smelted with a flux and 
then refined. Oxide and carbonate ores are roasted and then incited 
with coke and flux, when crude copper is produced: 

CuCO, ==CuO+CX>,i CuO+C = Cu+CO. 

By flir the greater portion of copper is, however, made from the 
sulphide ore, copper pyrites, though, its copper content is usually le^ 
than 2 per cent. The process involves the foUowing steps:' 
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(i) Coacenttation by oil-floatioii process. —The ore (chalcopyrite) 
is crushed and finely pulverised. The ore pulp is then suspended in 
water to'which the flotation reagents, viz., lime, pine oil and sodium 
xonthate, have been added, and agitated with air. The copper¬ 
bearing particles collect in the froth formed on the surface or the 



Fig. 185 

liquid and are rem'ovcd; .the siliceous ganguc is wetted by water and 
sinks to the bottom of the vessel (fig. 185 ). The ore concentrate in 
the froth is dewatered, filtered and dried. 

(ii) Roasting. —^The dried ore concentrates arc partially roasted 
in' a current 9f hot air in a multiple-hearth roaster (p. 421 ), when any 
arsenic present in the ore is 'volatalised"^ oxide, and the baser metal 
iron^ which is more readily oxidised than copper, is partially'rom 
^rt ed to ferrous oxide . Any cuprous oxide that may be mrmeS* 
r^cts witfiTsome ot tlie~11nchanged ferrous sulphide with the forma¬ 
tion of cuprous sulphide: Cu^O-i-FeS = CugS + FeO. 

Cu 3 S,Fc 2 S 3 -h 402 = Cu^S+ 2 FcO-f JlSOj. 

A large proportion of sulphur is burnt out during roasting, leaving enough 
to hold all the copper and a portion of iron in combination as sulphides during 
the smelting operation. 

The sulphur dioxide formed may be utilised in making sulphuric acid. 

(iii) Smdting— Smelting is carried out cither in a revcrl^ra - 
tory furnace (for low grade sulphide ores) or i n a blast furnace . The 
roasted ore is ijiixted with some unroasted ore”and silica (whlcij acts as 
a flux) and smelted on the hearth of a long reverberatory furnace which 
is fired by injecting coal dust and air within. Tlie rerrous oxide is 
fluxed by silica, yidchng a slag ot liquid terrous silicate, which floats, 
forming an immiscible layer, on the surface of the fused mixture of 
cuprous sulphide and un<%anged ferrous sulphide known as matte: 

' FeO-f-SiOa = FeSiO,. 

The slag is run off and the matte transferred to a converter. 
The matte contains 40 - 45 % copper, 30 - 35 % iron, and about 25 % 
sulphur. 

Tkn hlamt furnme (fig. 185) smelting is suiiablo for high grade luihp ore only. 

charge of partially roasted ore, mixed with aome c^ke to act as a fuel 
itfi4 A' of silica, is fed m av the top of a small watw-jacketted blast furnace 
«bd 4lr;is forced in through at the ,Tha charge is smelted, 
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producing elag and matte, which run out from the bottom of the furnace into 
a settler, where they separate into the top layer of slag and the bottopi layer 
of matte. 

(iv) Bessemerisation*— The molten matte is poured into B«sseiner 
converter (fig. 186 ) lined inside 
with magnesia bricks and a 
blast of air is turned on 
through ports in a pipe above 
the base of converter, and not 
through the base, as in steel¬ 
making. The ferrous sulphide 
is selectively oxidised to ferrous 
oxide before the cuprous sulp¬ 
hide gets oxidised." Correct 
amount of silica is added to re¬ 
act with the ferrous oxide to 
form a slag. The flame issu¬ 
ing from the converter is green 
so long as the elimination of Fig. 186 

iron is continuing. 

When the green colour begins to fail, the air blast is stopped and 
the converter is tilted to pour the slag. It is again turned back 
to the blowing position and the air blast renewed, when the cuprous 
sulphide is partially oxidised to cuprous oxide which Is reduced tp 
metallic copper by the unchanged cupprous sulphide by the process 
of self-reduction. 

. 2Cu3S-f-303 = 2CU2O + 2SO3; 2Cu20+Cit,S = 6Cu + SO,. 

The process complete, the blast is stopped, the converter is 
tipped up and the crude copper (blister copper) poured out. 



(v) Refining of copper, — (a) ThormaJ refining. —The blister copper 
contains 2 - 3 % impurities, mainly iron and sulphur. It is refined by 
melting on the hearth of a reverberatory furnace in a current of air, 
when the chief impurities iron and sulphur arc readily oxidised—^the 
iron oxide collects on the surface as a scum and is removed ; but the 
purified metal contains dissolved cuprous oxide which renders it 
brittle. The oxide is removed by sprinkling the surface yith powdered 
anthracite and stirring the molten metal with a pole of green wood 
(poling), when torrents of reducing gases arc evolved, whidh reduce the 
oxide to metal. The correctly poled metal is krtown as tough pitch 
copper, and contains about 99 - 5 % Cu. 


(b) Electrolytic refining.— Th.vmjlly 
refined copper is pure enough for the 
manufacture of sheets, tubes, plates and 
some alloys, but it still contains many 
impurities, such as As, Sb, Fe, Ni, etc., 
which seriously lower its electrical con¬ 
ductivity. It also contains traces of the 
precious metals gold and silver. Copper 
of the highest purity’^^suitabie for electri¬ 
cal purposes is obtained by ekctrolytic Te^ning. 



Fig. 187 
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Thick dabs (fig. 187) of thermally refined copper (which are made the anodes) 
are placed in between thin sheets of pure copper (^whicn are the cathodes) in a batn 
of 15% copper sulphate solution containing 5-10% free sulphuric acid at about 
50*. On eiectrolysis, copper dissolves from the anode, and is alcue deposited 
on the cathode. The electrolytic copper is of 99‘90'% purity. 

The anodt slime contains valuable gold and silver, which are recovered. 

^ Wet processes of copper extractioii. — liow grade sulphide ores and the 
ot-idised ores are suited for %w3t metallurgy. The ore is leached, with a solvent, 
such as sulphuric acid, and the copper is obtained from the solution by precipita¬ 
tion with iron or by electrolysis. 

, (a) Iron precipitation process.— The low grade copper pyrites is piled up in 
moist heaps tn air; the sulphides of iron and copper are converted to sulphates 
by slow atmospheric oxidation. The heaps are leached with water and copper 
is precipitated from the solution by scrap iron. The spongy precipitate of copper 
b melted down and refined. CuSO^H-Fe = FeSO^+Cu. 

The cupriferous burnt pyrites from the manufacture of sulphuric acid, is 
roasted with 10—15% common salt; this treatment, known as chlondising roasting 
converts the copper to soluble cupric chloride, which is leached with water; 
the copper is precipitated by scrap iron. CuClj-fFe = FeCl,-i-Cu. 

(b) Electrolytic methods.—The oxidised ores, such as hrochantiUf are leached 
with dilute sulphuric acid, and the solution of copper sulphate is electrolysed 
in cells fitted with anodes of duriron and cathodes of pure copper. 

Properties. — (i) Copper is a rosc-red metal with a high-conducti¬ 
vity for heat and electricity. It is soft, tough, malleable and ductile. 

(ii) It slowly tarnishes in air, becoming covered with a brown 
61 m of oxide or sulphide, which on long exposure is converted to a 
green patina of basic copper sulphate, CuSO^, 3 Cu(OH)j. 

When heated in air, it is converted to cupric oxide, CuO, but above 1100* 
.cuprous oxide Cuj.0, is formed. 4CuO -—•'>> 2CujQ-4-Q,. 

(Hi) It is not attacked by water or steam even at a red heat; 
but it is slightly oxidised by steam at a white heat. 

(iv) Less electro-positive than hydrogen, it is not attacked by 
cold solutions of non-oxidising acids, e.g., HCl or dilute HjSO^; the 
metal, however, dissolves slowly in cone. HCl or dilute HjSO^ in the 
presence of air: 2Cu-f2H2S0^-l-02 = 2CUSO4+2H3O ; 

, 2 CU+ 4 HCI-HO 2 = 2CuCl2-f2H20. 

Hot cone. H2SO4 also dissolves it; it is also slowly attacked by 
boiling cone. HCl. It readily dissolves in nitric acid (p. 250 ). 

Cu + 2 HSO^ = CuS0^.f2H20.t-S02; 2 Cu-i- 8 HCl = 2H,CuCV-|.H2. 

(v) It co(iibines directly, when heated, with chlorine and sulphur, 
to form respectively ^the chloride, CuClj, and the sulphide, CuS. 

(vi) It dissolves in ammonium hydroxide in the presence of air, yielding a 
4eep solution. It is attacked by fused alkali forming cupric oxide. 

(vii) It displaces less electro-positive metals, such as silver, from 
their salts, but is itself deposited from its solutions by more elec]tro» 
positive metals, such as iron and zinc: 

SAgNOj+Cu = 2Ag-i-Cu(NO,)2; CuSO,+Zn =» Cu-i-ffiiSO^. 

" IJms of copper.—(i) On account of its very high electrical conductivity, it is 
used for telegraph and telephone wires, power lines, and also for destrieal 
nwMr*sry. Copper for slsedncal purposes must be extremely pure. 
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(ii) Owing ^ to its high thermal conductivity coupled with resistance to 
corrosion by air and st^m at high temperature, it is employed in locomotive 
fire-boxes, for Hearn, pipes, cooking uientUt, and also for roofing buildings. 

(iii) It is used in electroplating and electrotyping (p. 129). • 

(iv) In making alloys—the alloy is made by adding the other metal to 
molten copper in a reducing atmosphere. Alloying improves mechanical properties 
of copper. Copper-base alloys are resistant to corrosion. Brass can bo cast, dr^gm 
and stamped. Bronze has high tensile strengtli^besides tin, casting bronze 
contains some lead and zinc. Few non-ferrous alloys are : 


Allot 


Composition 


Uses 


(i) Brass 

(ii) Delta metal 

{iii) German silver 
(vi) Bronze 


(v) Phosphor bronze 


Cu 70 Zu 30 
Cu 55 Zn 40 Fe 5 
Resistant to sea water 
Cu 50 Zn 30 Ni 20 
Cu 90 Sn 10 
Bell metal Cn 80 Sn 20 

Cu 86 Sn 10 Pb 4 P 1 
Hard, tnngli and elas¬ 
tic ; withstands abrasion. 


Utensils, castings. 

Ship's propellers, valves, and 
bearings. 

Utensils and in arts. 
Utensils. 

Coins (Cu 95 Sn 4 Zn 1); 
Statues (Cu 90 Sn 5 Zn 4 Pb 1) 
Aerial wires and suspension 
wires ;* valves, bearings. 


(vi) Silicon, bronze 

(vii) Gun metal 
(viii) Aluminium 

bronze 

(ix) Monel metal 


Cu 97-5 Sn 1 Zn 1 Si 0-5 
Cu 88 Sn 10 Zn 2 
Cu 90 A1 10 ^ 

Golden yellow* colour. 
Cu 30 Ni 67 Fe Mn 3 
Bust & acid proof. 


Telegraph wires. 

Statues, photoframes, coins, 
and paints.* 

Turbine blades, pumps, cheifli- 
cal apparatus. 


CompouDds of Copper 

Copper forms two series of compounds : cuprous compounds where copper 
is univalent, and cupric compounds where the metal is divalent. Cuprons salts 
are generally colourless and insoluble in water, e.g., CuCl, whereas the enprio 
salts are usually soluble in water and blue or green in colour, e.g., blue vitriol. 
Most cuprous salts readily oxidise in air to the cupric state. . 

Cuprous oxide, Cu^O, a red powder, is formed by the partial 
reduction of a cupric salt in alkaline^ solution. Red cuprous oxide is 
pricipitated by boiling copper sulphate solution with sodium carbonate 
and sotlinm sulphite: • 

2 CuSO^-l- 2 Na,CO, + NaaSO, = Cu30+3Na,S0^.1.2C0a. 

But it is usually made by reducing hot Fehling^s solution wi^ 
glucose. 

About 5 gms. of glucose in ac^ueous solution is added to a litre of boiling 
Fehling's solution; a yellow precipitate, perhaps of cuprous hydroxide, Ca(OH), 
is first deposited, which readily turns to bright red cuprous oxide. TUs is 
filtered, washed with hot water and alcohol, and dried in a vacuum desiccator. 
This process is used in estimating sngar. 

FehlinK’s solution is obtained as a deep blue solution by mixing 
volumes oi two solutions, one oontaining 69 gms. of copper sulphate cm^s in a 
litre, and a drop of H^SO^ to prevent hydrolysis, aM the other 3oD mu. of 
J^nelle salt (sodiuin potassium tartrate) and 100 g^s. of caustic soda per utte. 








458 


INTERMEDIATE CHEMISTRY 


Cuprous oxide is formed by strongly heating cupric oxide with 
copper powder: CuO+Cu = Cu^O. 

It i{^ the stable oxide of copper at high tpmperatures, but when 
heated in air below 1000®, it is converted to cupric oxide; hydrogen 
reduces it to the metal. Insoluble in water, it dissolves in concen¬ 
trated HCl, forming a colourless solution of cuprous chloride or the 
complex acid. HfiuCl,: Cu^O+OHCl = 2 Hj[CuCl,l + HaO. 

It dissolves in strong ammonia to a colourless solution if air is 
excluded, otherwise a blue solution results. It reacts with dilute 
sulphuric acid, depositing metallic copper. 

Cup + HaSO^ = Cu + CuSO, + H, 0 . 

It readily dissolves in nitric acid with evolution of nitric oxide: 
SCUjO + 14HNO3 = 6 Cu(N 03)3 + 2 NO -f- 7 Hp. 

It imparts a deep red colour to glass, and hence its use in 
making ruby glass. 

Ciij^iic oxide. Mack oxide of copper, CuO, is made commercially 
by heating malachite, native copper carbonate. It is also made by 
heating copper scalt, the scourings of copper sheets, to redness. 

CuC03.Cu(0H), = 2 CuO + UP+CO .,; 2 Cu + O3 = 2 CuO. 

Insoluble in water, it readily dissolves in dilute acids, giving blue 
solutions of cupric salts; e.g., CuO 4 -H^SO^ = CuSO^4-HjO. 

It decomposes when heated above 1100 °, into cuprous oxide and 
oxygen: 4 CuO 2CU3O4-O3. It is chiefly used for colouring glass 
and glaze green or blue. 

Oxides of copper are readily reduced to metal when heated in con¬ 
tact with carlxin, carbon monoxide or hydrogen; CuO-i-C = Cu + CO. 

Cupric Hydroxide, is forn)e<l as a light blue precipitate by adding 

excess of caustic soda to a solution of -i cupric salt; it is insoluble in caustic 
alkali, but Hohihle in txress of anrmonin (/iriinj a deep blue solution of rujtri- 
Mraammine hydroxide : Cu(OH), + 4NH.;OH [Cu(NH,),](OH)j + 4HaO. 

Cupric Carbonate. — The normal <ai'bonate, CnCO,, does not exist, but vari¬ 
ous basic salts are known, e.g., azurife, 2Cu(’0,, Ou(OH)j (deep blue); nudaehite, 
CuCOj,.Cu(OII)j (bright green). Biwic* copper carbonate is obtaiimd as a green 
precipitate by adding sodinm carbonate to a solution of copper sulphate. 

Cuprous carbotiate and hydroxide are unknown. 

Cuprous chloride CuCl or CUjCl^, is prepared by dissolving a 
mixture of cupric oxide and copper turnings in boiling concentrated 
hydrochloric acid, and then pouring the colourless solution into a 
large volume of cold water (containing a little sulphur dioxide to 
avoid oxidation) when a white precipitate of cuprous chloride is 
thrown down: Cu -f CuO 4- 2 HCI = 2 CuCl 4- H3O. 

It may also be obtained as a white precipitate by passing sulohur 
dioxide through a solution containing copper sulphate and sodium 
chloride until the solution smells strongly of SOj. 

2CuS0,4-2NaCl + 2 H 304 ^S 03 = 2CiiCl4-2NaHSO,4.H3SO^. 

In both cases the precipitate is filtered, washed with cold air-free 
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water, then with alcohol, finally with ether, and dried in a vacuum 
desiccator. 

It is a white solid but is gradually oxidised to green basic 
chloride, CuClj.Cu(OH)2.H20, in moist air. 

It is insoluble in water, but dissolves in concentrated hydrochloric 
acid, forming H3(CuCl3), and in aqueous ammonia, givings 
(HjO.Cu.NHj)^! — the colourless solutions readily absorb oxygen, 
becoming green or blue respectively: CuCl 4 - 2 HCl = H2[CuCl3]. 

4 CuC 1 + 4 HC 1+02 =:2H20 + 4 CuCl 2 . 

Both solutions absorb carbon monoxide, forming the unstable 
carbonyl compound, CuCl,C0,2H20, The ammoniacal solution gives 
a red precipitate of cuprous acetylide, CUjCj, with acetylene (p. 337 ). 
Ammoniacal cuprous chloride solution is used in gas analysis in the 
absorption of oxygen, carbon monoxide and acetylene. 

Cupric chloride, CUCI2 is made in the anhydrous state as a 
brown mass by passing excess of chlorine over heated copper, or by 
heating the hydrate, CuCl3,2H20, in hydrogen chloride gas at 150 ®. 

Emerald-green crystals of the dihydratc CuCl2,2H30, are obtained 
by dissolving^ cupric oxide in cone. HCl and crystallising the solution. 

It decomposes at a red heat, giving cuprous chloride and 
chlorine: CuO + 2 HC 1 = CuC^ -hHjO ; 2CUCI2 = 2 CuCl f Cl^. 

It is very deliquescent, and is soluble in water and alcohol. The 
concentrated aqueous solution is green in colour, the dilute solution 
blue —the colour becomes yellow on the addition of cone. HCl. 

It is readily reduced to cuprous chloride by boiling with copper 
turnings, or by treating with zinc dust, stannous chloride or SOj: 

CUCI 2 -f Cu = 2CuCl; 2 CUCI 2 - 1 - HjSO., + lip = 2CuCl + 2HC1 + H 2 SO,. 
2 CUCI 2 +Zn = 2CuCl 4- ZnCla; 2CuCl2 -I- SnCL - 2CuCl -t- SnCl,. 

Cupric Nitrate is oLtained as blue deliquescent crystals of Cu(NO,,)j,3HjO 
by dissolving metallic copper, the oxide, or the carbonate in dilute nitric acid, 
and crystallising the solution. • 

Coppw sulphate, blue, vitriol, 0080 ^,51120.—Blue vitriol is made 
(i) by spraying dilute sulphuric acid dn to scrap copper packed in a 
lead-lined tower up which a current of air is sent; copper dissolves 
in presence of air, forming copper sulphate: 

2Cu+2H2S0,+02 = 2CuSO^+2H20. ’ 

The solution is circulated by means of a pump until sufficiently con¬ 
centrated and then left for crystallisation in a vat, when crystals of 
blue vitriol deposit. 

(ii) by heating scrap copper with sulphur, and then roasting the mass in air 
the resulting sulphide in order to convert it to sniphate, which is finally leached 
with dilute sulphuric acid and crystallised. 

Cu -f S = CuS; CuS + 20, = CuSO,. 

(iii) by the ‘weathering’ of copper pyrites which is first gensly 
roasted to convert copper sulphide to sulphate; copper sulphate is 
leached out with water and crvstallised. 
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Commercial copper sulphate contains isomorphous 'ferrous 8 uli>hate. It u 

f urified bv recrystallisation from water containing a little nitric acid, when the 
errous sulphate is oxidised to ferric sulphate which, not being isomorphous with 
copper sulphate, remains in solution. 

On exposure to air the blue pentahydrate effloresces to give the 
trihydrate, and when heated at 100® it losses four molecules of water 
awd forms the mohohydr^te, CuSO^jHjO; at about 250 " it yields the 
colourless anhydrous salt, which rapidly absorbs moisture to give the 
blue pentahydrate, and hence its use for detecting traces of water in 
gases and non-aqueous liquids. Copper sulphate it completely 
decomposed at 750 °, leaving a residue of cupric oxide. 

Copper sulphate readily absorbs hydrogen chloride; CuSO^ + 2HCI = 
CuCl,+H 3 SO 4 ; the reaction may be used for removing HCl from other gases, 
such as sulphur dioxide. 

Copper sulphate is toxic to lower organisms, and hence its use as a germicide 
and fungicide in agriculture, e.g., vines and potatoes are sprayed with Bordeaux 
mixture (a solution of copper sulphate mixed with slaked lime). It is also used 
in copper plating, in dyeing and calicoprinting, and for preserving wood and 
hides. 

Copper sulphate reacts with potassium iodide solution, giving a 
white precipitate ‘ of cuprous iodide, Cul, (which may be filtered, 
washed, and dried as in preparation of CuCl) and ci,uan.titatively 
liberating iodine; the reaction is used in estimating copper: 

2CuSO^+4KI = 1 2KaSO^ + 2CuI+4 

I Copper sulphate reacts with potassium cyanide giving a white 
precipitate of cuprous cyanide and evolving cyanogen gas—the cup- 
. rous cyanide dissolves in excess of KCN forming stable potassium 
cuprocyanide, K3[Cu(CN)4]. 

2 CuSO^+ 4 KCN = 2 CuCN+ (CN)2 + 2KaS03 ; 

CuCN+ 3 KCN =K3[Cu(CN)J. 

Cupric Sulphide, CuS, is formed as a black precipitate by passiim H ,8 
through an acid solution of a cupric salt. It is insoluble in dilute HCl and 
yellow ammonium sulphide, but is soluble in nitric acid. 

CuSO, + H,S = CuS + H 3 SO*. 

In the moist state it is readily oxidised by air to give copper sulphate. 
It is less stable than cuprous sulphide, and loses sulphur on gentle heating. 

2CuS = Cu,S + S. 

Cupric sulphide is formed by heating copper powder with excess of sulphur. 
Cuprous sulphide is a black folid produced when copper bums in sulphur vapour. 

Detection of Copper.—Dry Tests.—(i) Blow pipe teit. —A copper compound 
mixed with sodium carbonate and heated on charcoal in the reducing name, 
yields a red mass of copper, which dissolves in HNO,, giving oft brown fumes, 
and forming a blue solution of cupric nitrate. 

(ii) Borax head. —Green when hot and blue when cold after healing in the 
oxidising flame; red in the reducing flame, especially after adding a trace of a 
tin salt. 

(iii) Flame test.—'tlluish green, especially after moistening with cone. HCl. 
, l^fore heating. 

; Wet Tests.— Reactions of the cupric salts : used a solution of cupric sulphate, 
(i) gives a back ppt. from an acidified (with dilute HCl) solution: tfie 
predpUte is soluble in hot dilute HNO,. (ii) Amiponia gives a pale blue ppt. 
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^ basic (»pper sulphate, which dissolves m excess of ammonia giving a deep 
Wtte tolution (p. 230). (iii) Potassium ferrocyanide gives a chocolate precipitate 
of cupric ferrocyanide. 


Silver 

OcciilTeiico.~Si}ver is found native in Norway, Peru and Canada. Important 
ores are: argentite or silver* glance, Ag^8; siromeyerite or silver copper'glance, 
■Ag.S, Co,S j pyrargyrite or ruby aHver, 3Ag,S, Sb^S,; chlorargynte or hom- 
silver, AgCl. Most copper and lead ores, such as copper pyrites and gttler>a, 
contain small quantities of gold and silver. The principal silver-prodocinz 
countries are: Mexico, Peru, Ontario, Colorado, and Broken Hill in Australia. 

^ Metalliirg 3 r«— (The chief processes for the extraction of silver 
are: (i) Leaching process ; In the modem cyanide process, the ore 
is finely ground in ball mills, and then leached with a dilute ( 0 ' 4 %) 
sodium cyanide solution—t he s j iud ge .being agitated by a stream of 
Metallic silver, silver "Tulpide, and silver chloride all dissolve 
giving a solution of sodium argentocyanide: 

4 Ag+ 8 NaCN + 03+2Ha0 ^ 4 Na[Ag(CN)J+ 4 NaOH. 

Ag^S+ 4 NaCN ^ 2 Na[Ag(CN) J + Na^S; 

AgCl+ 2 NaCN = Na[Ag(CN)2]+NaCl. 

The sodium suphide formed, which tends to reverse the reaction, 
is oxidised by air to sodium sulphate; , 

4NaaS+502+2HjO = 2NaaSO^+4NaOH+2S. 

The so^um argentocyanide solution is filtered from the sludge, 
and the silver precipitated from the solution by the addition of zinc 
or aluminium; 2NaAg(CN)2+Zn = 2Ag+Na2Zn(CN)4." ^ 

This is filtered, washed, melted with a flux of nitre to oxidise 
away any excess of zinc, and then made into bullion^ 

The silver is aJso precipitated from the solution by sodium sulphide and 
the silver sulphide reduced by caustic soda solution and aluminium ingots. 

2Naf Ag(CN),] + Na,S = Ag,S + 4NaCN 
3Ag,S + SNaOH + 2Al = 6Ag + 3Na,S + 2NaA10, + 4H,0. 

In Ziervogel process the sulphide ore is roasted into soluble silver sulphate 
which is leached with water and the silver precipitated by copper. 
AgjSO^ + Cu = CuSO^ + 2Ag. The ore may be converted into silver chloride by 
roasting with common salt; the silver chloride is either leached with hot brine 
(Angastill process) and the silver precipitated with copper *or with sodium 
thiosulphate solulion (Percy—^Patera process) and the silver precipitated as Ag^S 
which is then reduced to the metal by A1 and caustic soda: 

AgCH- 2Na,SA = Na,[Ag(S,0,),] + NaCl. 

2Na,[Ag(SA)*] + Na,S = 4Na,S,0, + Ag,8.* 

(ii) Lead process. —^When argentiferous, lead ores (gaiena contain¬ 
ing O'Ol to OT®/, Ag) is smelted alone or with'added silver ore, or 
when a silver ore is smelted with lead, the whole of silver is separated 
and collected as an alloy of lead and silver. The silver it contains, is 
concentrated by Pattinson's or Parke’s processes and the enriched 
argentiferous lead is then subjected to cupellation in order to remove 
the lead as oxide. 

(a) The Pattison’s wrocess depends on the fact that when fused argenti¬ 
ferous lead (containing mss than 2*25 p.c. silver which is present in the eutectic 
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mixture) is cooled, crystals of lead continue to deposit (at a temperature below 
the freezing point, of lead, because of its depression by the dissolved 

silver) as the t^nperature falls, and the residual liquid alloy becomes increas¬ 
ingly rich in silver until the eutectic composition, is reached, when lead and' 
silver solidify together at the eutectic point, 303°, 

The process is carried out in a row of 10 iron pots—the argentiferous lead 
being nj^elted and allowed to cool at the central pot; crystals of lead that separate 
are removed by a ladle to a pot to the left, and the enriched liquid alloy to a 
pot to the right. This process of fractional crystallisation is repeated along the 
entire row ot pots, when pure desilvered lead (containing 0’001% Ag) is finally 
pbfained in a pot on the extreme left, and enriched silver-lead alloy in a pot 
ou the extreme right. The ‘rich alloy containing about 1% Ag only, is then 
cupelled. 

In a modification known as Lucc-Rozan process the argentiferous lead Is 
melted and cooled by blowing steam through the fused metal and spraying cold 
water on the surface. Wlien two-thirds of lead has solidified, the liquid (con¬ 
taining about 2% silver) is run off through a perforated plate and finally cupelled. 
The solidified lead is reirielted and the process is repeated until the lead is 
practically free from silver. 

(b) The Parke s process depends on the fact that when argentiferous 
lead is fused with zinc, (i) two immiscible liquid layers separate—an 
upper layer of zinc containing 12% of lead only, and a lower layer 
of lead containg 1-6% of zinc only, and (ii) any silver originally 
present in lead distributes itself between the two layers, such that its 
concentration in the zinc layer is BOO times that in the lead layer. 

About 1% of zinc is added to molten argentiferous lead in iron 
pots containing some 25 tons; the mixture is stirred and allowed to 
cool. The argentiferous zinc solidifies and is skimmed off with a 
perforated ladle. The process is repeated until the lead contains 
about 0()(X)4% of silver. The desilvered lead contains a little zinc, 
which is removed as oxide by blowing steam through the molten 
metal. 

Tlie skimmings of silver-zinc alloy with mechanically adhering 
lead is heated with carbon to reduce any zinc oxide which may have 
been formed in a fire clay retort, when zinc distils off, leaving a 
residue of 10% Ag and 90% Pb, which is cupelled. This process is 
now used in preference to the Pattison’s method. 

Capellation. — The enriched silver-lead alloy is subjected to 
cupcllation, a process of more than 20(X) years old. The process 
consists in blowing air over the surface of the molten alloy contained 
in a cupel, a shallow dish of> bone ash or cement, placed on the 
hearth of a reverberatory furnace (fig. 188). The lead is oxidised 
to litharge, PbO, which fuses and is blown away by the air blast 
while silver- remains unaffected. The last portions of litharge are 
absorbed by the porous cupel, when the bright surface of silver 
flashes out, indicating the end of the operation. The button of silver 
formed is 99'5% pure. 

(iii) Amalgamation process. —The process has been in use in Mexico since 
1557, but is now being gradually replaced by the cyanide method. The wet 
ore is finely crushed, mixed with about 5% common salt, and then, well trodden, 
by mules on a paved floor or patio, with successive additions of mercury and 
roasted pyrites, containing cupric and ferric sulphates. '!^e salt and roasted 
pyrites, give cupric chloride, which reacts with silver snlpKide, producing silver 
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chloride^ the latter being reduced to the metal by the mercury: CuSO* + 
2NaCI = CuCl,+Na,S0^; CuCl,+Ag,S=CuS+2AgCl : 2AgCl+2Hg=Hg,Cl,+2Ag. 
The silver dissolves in the excess of mercury to form an amalgam. 



Fig. 188 


The amalgam is separated by washing, and then distilled to recover the 
mercury. The residue of crude silver is then cupelled 

(iv) Electrolytic process.— The anode slime formed i*i the electro-refining 
of copper, is an important source of silver. This is leached with a mixture of 
sulphuric aci^ and nitre to dissolve the copper, dried and then fused in a 
current of air to oxidise the base metals, which then form a elag—arsenions 
oxide volatilises. The molten metal is finally purified by fused nitre, and then 
cast into ingots which may contain Ag, 2% (Ju, and 2 par cent Au. 

Par tin; ; of silver and gold.— The silver made by all the above metho'&s 
invariably contains some gold. They are separated or ‘parted’ as follows : 

(i) Electrolytic parting. — Tlie ingots of crude silver are made the anodei^ 
in a bath of 2 to 5% silver nitrate solution with about 2% free nitric acid, the 
cathodes being sheets of pure silver. During electrolysis silver dissolves from 
the anodes and is deposited at the cathodes as crystals, which are brushed off, 
washed, melted and cast into bars. The silver so obtained is of 99% purity. 
The gold remains undissolved, and is collected as a spongy mass in bags round 
tho anodes; this is melted into ingots. The gold ingot^ are then made the 
anodes in a hot solution of 4'7% auric chlorido with about 10% hydrochloric acid, 
tho cathodes being sheets of pure gold. Gold dissolves from the anodes and is 
deposited at the cathodes. 

(ii) Par tin g by acids. —Tlie crude silver containing less fhan 20% gold, is 

granulated and then treated with boiling concentrated sulphuric acid, when silver 
dissolves as silver sulphate, leaving a spongy residue of gold. The solution is 
diluted and the gold filtered off — sUver is precipitated from the filtrate by scrap 
iron or copJ)er, Agj,SO^ -t- Fe = FeSO^ 4- 2Ag. • 

Properties of silver. —(i) Silver is a lustrous white ;iietal capable 
of taking a high polish; tough, malleable and jluctile, it is the best 
conductor of heat and electricity. 

(ii) It tarnishes on exposure to air due to the formation of a 
black film of silver sulphide by the action of atmospheric hydrogen 
sulphide; the tarnishing may be prevented by alloying the metal yvith 
cadmium: 4 Ag + 2 H 2 S -1-02=' 2Ag3S - 1 - 2 H 2 O. 

It is not affected by oxygen, but when heated in air it melts without 
tarnishing, dissolving more than 20 times its own volume of oxygen which is 
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almost completely ejected daring solidification; the phenomenon is known a» 
the of silver.* 

ft is not attacke d by water, by fused caustic alkalis or alkaline 
solutions, or bv ammonia." ... .. 

(iv) Less electro-positive than hydrogen, it is msoftibft in ddute 
hjdrpchlojic or sulphuric adds; but it dissolves in~ oxidising acHsT 
not cone. H^SO^ and nitric aaffof all degrees of dilution: 

2Ag+2H,SO, ='Ag,S0,+2H,0+S0,: 

Ag+ 2 HN 03 := AgN 03 + H,0+N0,. 

Hot cone. HCl slowly attacks silver, forming silver chloride which is soluble 
in the concentrated acid. It is also attacked by gaseous hydrogen chloride. 

(v) It combines directly, when heated, with sulphur and the 
halogens, to form respectively the sulphide, Ag^S, and the halides. 

(vi) It is displaced from its solution by all metals, except gold 
and platinum metals: 2AgNOj+Cu = Cu(N 03 ), + 2Ag. 

of Silva*. —It finds uses in the preparation of silver nitrate, ornaments 
and silver wares; in electrcmlating, in silver mirrors, and coins. Silver crucibles 
are used in alkali fusion. Colloidal silver is used in medicine. 

Silver platiiis. — Articles^ of cheaper materials, usually of copper or German 
silver, are covered with a thin adherent film of silver by electro-deposition. The 
article to be plated made the cathode in a bath of potassium argentocyanide 
solution, the anode being a plate of pure silver (p. 129). 

Silver minrors.— A mirror of silver on glass is made by reducing an ammo- 
niacal solution of silver nitrate with glucose or tartaric acid. 

Exft. —Silvet* nitrate solution is added to a solution of sodium potassium 
tartrate (Rochelle salt) in a clean test tube—^the white, curdy precipitate _ formed 
is jv»t redissolved in dilute ammonium hydroxide solution. On placing the 
test tube in a beaker of boiling water, a continuous film of bright silver is 
formed on the glass surface. 

Oxidised diver. — ‘Oxidised’ silver articles are made by dipping in a elution 
of sodium sulphide, in order to cover the surface wjth a pleasant greyish film, 
of silver sulphide which protects the metal from tarnishing m air. 

Silver alloysL-— Silver is alloyed with copper, since the pure metal is too 

soft for coinage or jewellery. The proportion of silver in 100 parts of the 

alloy is called the fineness. Until 1919. British silver coin had a fineness of 
925, i.e., 92-5% Ag and 7-5% Cu; but the standard is now reduced to 50 p.c. 
silver, the rest being nickel and a little copper. 

The atsoy of silver is done by heating the alloy with lead on a bone ash 
cupel in a muffle furnace, which is only loosely closed, so as to admit air. 

The copper is converted to its oxide and dissolves in molten lead oxide, which 

is absorbed by the cupel. 

Photography. —The fact that the halides of silver are sensitive to 
light is utilised in photography. When a photagraphic film which 
contains an emulsion of silver bromide in gelatin, is exposed to an 
object in light, an invisible image is thrown on the film by the lens 
of a camera, due to the incipient reduction of the silver halide upon 
which lights falls. The latent image thus produced is developed by 
immersing the exposed film in a solution of a reducing agent, such as 

6 >tassium ferrous oxalate, which reduces .the exposed silver halide to 
adt metallic silver: K^e’*(Ca 03 )a-f AgBr = KFe’**(C 303 ),+Ag+KBr. 
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The developed image contains metallic silver and silver bromide. 
It is made stable to light by fixing, i.e., by dissolving out the un¬ 
changed silver bromide in a bath of sodium tliiosulphate, also called 
‘hypo’; a negative is thus produced, in which the light and shade of 
the image are reversed* Developing and fixing are done in •a dark 
room having a red light. AgBr+ 2 Na 2 S 203 = Na 3 [Ag(S 203 ) 3 ] + NaBr. 

A positive print is obtained by laying the negative on a printing 
paper, covered with an emulsion of silver chloride in gelatin, aim 
then exposing for some minutes to sun light; the print is then 
developed and fixed as before. Fixation gives a disagreeable colour 
to the print, hence it is toned, i.e., given a richer colour, by immers¬ 
ing into solution of potassium aurichloride when some of the silver 
is replaced by gold: SAg+KAuCl^ = Au + KCl + 3AgCl. Fixing and 
toning are done simultaneously. 

Compounds of silver 

Silver is univalent in its simple salts. Complex compounds of bivalent 
silver are known, e.g., the anodic oxidation of silver nitrato in presence of 
pyridine yields Iho oran"e-red pyridine compound of argentic nitrato, 
[Ag-4C,HjN] (MOjlj, which is an oxidising agent and liberates iodine from 
potassium iodide. Silver salts are very sensitive to light. ^ 

Silver oxide, is obtained as a dark-broAvn precipitate by adding 

caustic soda to a solution of silver nitrate—it is dried below 100°, since it gives 
off oxygen at* higher temperatures and is completely decomposed at 300®. It 
has been used as a source of pure oxygen. 

2AgNO,H-2NaOH = Ag,0-h2NaN0,+H,0. • 

It is very slighlly soluble in water, but the moist silver oxide is alkaline 
to litmus, and is used as a base and as an oxidising agent in organic chemistry. 
It readily absorbs CO, forming silver carbonate,. Tt dissolves in ammonia,* 
producing the ammine hydroxide, (Ag,2Nn,)OH—the .solution on exposure to air 
deposits the explosive silver nitride, Ag,N, also called fulminating silver. 

Silver carbonate, Ag.C'O,, a light yellow powder, is precipitated by adding 
sodium earbon.ito to a solution of silver nitrate. 

Silver chloride, AgCl, is formed as a white curdy precipitate by 
adding dilute HCl or a solution of a metallic chloride to a .solution of 
silver nitrate ; it is coagulated by boiling, filtered, washed with hot 
water and dried—it fuses at 455", It may also be niade by passing 
chlorine over silver at a dull red heat. 

It is insoluble in water (soliibiliw, 0‘0002% only) and in dilute 
acids (inclyding nitric acid). Its insolubility offers a method for the 
estimation of silver (or of chlorides). It is soluble in ammonia, and 
in solutions of sodium thiosulphate and of potassium cyanide: 

AgCl-f-2NH, = [AgCNHOJCl; AgCl+2KCN*=-- K[Ag(CN)J + Ka 
AgCl + 2 Na 2 S 203 = Na 3 [Ag(S„ 03 ) 2 ] + NaCl. 

It also dissolves slowly in cone, HCl and in concentrated sodium 
chloride solution. It darkens on exposure to light. 

Silver chloride is readily reduced to pure metallic silver: 

li) by fusion with sodium carbonate in a crncible, when a button of pura 
silver is formed, 4AgCl-|-2Na,CO, = 4Ag+4NaCl-l-2C0,+0,; 

(ii) by heating in a current of hydrogen, 2AgCl-l-H, »= 2Ag+2HCl} 

80 
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(iii) by boiling with a solution of caustic potash and glucose; 

(iv) by placing it in contact with zinc or aluminium in dilute hydrochloric 
acid, AgOJ+H = Ag+HCl. The precipitated slver from (iii) and (iv) is fused 
with sodium carbonate to form a button. 

Thes£ methods are available for obtaining purcsjjiver from silver coin, the 
latter is dissolved in hot dilute HNO,, when copper nitrate and silver nitrate are 
formed. Silver is precipitated as silver chloride from the hot solution by a 
slight excess of dilute UGl, filtered, washed with hot water until free from 
aCid, dried, and then reduced ?vS above. 

Silver nitrate, lunar caustic, AgNOg, is prepared in transparent 
crystals by dissolving silver in hot dilute HNO» and concenirating the 
solution to crystallisation; Ag+ 2 HN 03 = AgNOgH-NOg+HjO. 

It melts at 217“ and may be cast into sticks. It is freely soluble 
in water—the solution slowly darkens on exposure to light. The 
solution gives brown precipitate of silver oxide, AggO, with ammo¬ 
nium hydroxide solution, soluble in excess of the precipitant—the 
ammoniacal solution on evaporation yields the crystals of the 
amminc [Ag. 2 NHg]N 03 . 

2AgNOg+2NHpH = AggO+'iNH^^Og + Hp. 

AggO+dNH^OH = 2(Ag.2Nl-Ig)OH+3Hp. 

Solid silver nitrate however absorbs ammonia gas, forming the comjiound 
AgNOjjSNH,. It reacts with potassium cyanide solution, forming potassium 
argento cyanide (p. 129). 

AgNOj + 2KCN lCCAg(CN)J + KNO 3 

It exercises a strong corrosive action upon organic .tissues, which 
it stains black owing to its reduction to the metal in fine state of 
division. It decomposes at a dull red hear, about 500“, to silver nitrite 
and finally to the metal thus: 

2AgNOg = 2AgN02+02; 2AgNO, = 2Ag+2N0 + 0„. 

But its decomposition jx)int is much higher jhan that of copper 
nitrate, a fact which provides a method for preparing silver nitrate 
from a silver coin. The coin is dissolved in HNOg, and the solution 
is evaporated to. a residue of AgNOg and Cu(N 03 ) 2 , which is heated 
to 250’, then treated with water and filtered from .the insoluble copper 
oxide—the filtrate is crystallised for silver nitra.tc. 

^ 2Cu(NOg)2 = 2Cu0+4N03-}-0g. 

It is used as a caustic in surgery under the name of lunar caustic; in 
the preparation" of silver halides used in photography; as a reagent in the 
laboratory; in silver plating and silver mirrors; for making linen. 

Silver sulphate, Ag.,SO^, is formed by heating finely divided silver with 
concentrated sulphuric acid. 2Ag+21[jSO^ = Ag^SOj+SIIjO+SOj. 

It is sparingly soluble in water. It is reduced to the metal by strong heat : 

AgjSO^ = 2Ag+S0j+02. 

Silver sulphide, Ag^S, is precipitated as a black substance by the action 
of H,S upon a solution of a silver salt. It is also formed by lieating silver 
with sulphur or in hydrogen enlphido. It is insoluble in dilate acids, sodium 
thiosulphate and ammonia but dissolves in potassium cyanide solution— hence 
the vse 0 / cyanide in brightening the surface of tarnished silver wares. 
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Detection of Silver.—^Dry test*: Whca a silver compound is heated with 
eodium carbonate on charcoal, a lustrous white malleable bend results, this is 
readily soluble in nitric acid. 

Wet tests. — A solution of silver nitr.ite is used ; (i) Dilute HCl gives a white 
curdy precipitate of silver chloride, which is insoluble in nitric acid b^t readily 
soluble in ammonia. * 

(ii) Potassium chromate solution gives a red precipitate of silver chromate, 
which is insoluble in acetic acid : 2AgNOj,4-KjCrt\ AgjGrO^+2K.NOj. 

Gold 

Cold is the most anciently known of metals. Gold ornaments have been 
loiiiul ill the iieulithio remains of ancient Egypt uiul Babylonia. 

Occurrence. —Gold is widely distributed iii nature, it usually occurs }iaf,ive 
either in alluvial sand and gravel dcjiusits or in quartz veins. Traces are found 
in pyrites. It is found in small amounts as tclluride, AuTe. 

The richest gold fields are in Africa, especially the Transvaal. Other 
important sources are North America, Australia, Canada, Russia, Korea, Hungary, 
and India—the Kolar gold fields in Mysore State deserve special mention. 

Gold occurs in traces of O'Ol (o 0’C5 mg, yjcr en. in. in seawater. 

Metallurgy.—(i) Washing and amalgamation process.— Native 
^olcl occurs ill alluvial sand and gravel deposits as grains or as nuggets. 
It is extracted from .the deposits by washing with* water in agitating 
pans or in sluices —tlie hard deposits arc broken up by powerful jets 
of water {iTydraulic mining) projected on to them. The running water 
carries the grains of gold together with nnith sand and clay, etc,, in 
suspension. 'I’lie suspension passes through long slightly inclined 
wooden trough with haitens across the bottom when the lii^it 
v.orthle,;s material is carried away and the heavy gold (density ]9‘43) 
partieles sink to the bottom of the troughs and caught by battens. * 

The hard .iiirii’croua quart/, and rcck.s are crushed by jaw crushers and 
tlicri powdered in .stamps or ball inilh;. stream of w'alor e.nryirig the slirao 

from mills is jjassed over amalgamated copper plates which arre.st the gold 
particles, while the gangue passes off. The amalgam is scraped out and distilled 
in iron rotorts, and the residue finally cupelled to obtain the gold. 

(ii) Cyanide process (Mac.4rthiir and Forrest process). —The auri¬ 
ferous rocks are usually treated by .the cyanide process. The ore is 
iincly tvushed in stamn mills and placed in vats with false bottoms 
and percolated w'ith dilute (015 per cent) sodium cyanide solution 
—sometimes the .slimes arc agitatcd*in tanks with tire cyanide solu¬ 
tion. Th,c cyanide solution is made alkaline by adding lime. Gold 
slowly reacts with sodium cyanide in presence of tiir, forming sodium 
aurocyanidc which passes into solution: • 

SNaCN + 4 All+2H„0+0„ = 4Na[Au(CN),] + 4NaOH. 

After settling or filter pressing, the clear solution of sodium auro¬ 
cyanidc is run through boxes filled wdth zinc shavings, when gold 
deposits as a black slime. The slime is melted with a flux in 
plumbago crucibles and then refined. 

2Na [Au(CN) 2 ] -b Zn = 2 An + Na^ZnCCN),. 

The ‘tailings' from amalgamated plates which still contains some gold are 
also treated by the cyanide jirocess. 
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(iii) Chlorination process. — The auriferous pyrites are roasted and treated 
with chlorine—the auric chloride is leachod with water and the gold precipitated 
by ferrous sulphate : AuCl,+3FeS0^ = Au+FeCl,+Feg(S 04 )j. 

Refining. — Crude gold contains silver, copper and sometimes lead. Lead, 
if present is eliminated by cupeilation. Copper is removed from gold bullion 
by oxidising fusion with borax and nitre. 

Silver and gold are separated by boiling the granulated alloy with con¬ 
centrated sulphuric acid in a cast iron pot, when silver alone dissolves—the 
restdue of gold is melted and c^st into ingots. The process is called ‘iiavtxTug. 

For parting the alloy must not contain more th.an one-third of gold, other¬ 
wise silver is not dissolved. When the alloy contains more, it is melted 
with silver so that it contains one-quarter its weight of gold, and hence the 
process is called quartation. Parting is also carried out with concentrated uitrio 
acid. 

Uses of gold. — (i) Gold is used in ornaments and coinage. Pure gold is 
too .soft and is, therefore, alloyed with copper or silver or both, for the above 
purposes. 

The fineness of gold is expressed in carats, pure gold being 24 carat, and 
the five standard alloys are 22, 18, 15, 12 and 9 carat, i.e., parts of gold in 
24 of alloy. 

(ii) Gold also finds uso in gilding, i.e., covering a base metal with a thin 
layer of gold, usually by electrolysis. Gold plating is made by electro-deposition 
from a bath containing potassium aurocyanide (p. 129). 

(iii) Purple of Cas^us is used for making ruby glass. Purple of Cassius 
is obtained as a purple powder by precipitating gold chloride with stannous 
chloride—it consists of hydrated stannic oxide with finely divided (colloidal) 
gold adsorbed on it. The formation of purple of Cassius is utilised as a 
sensitive test for gold. 2AuClj-t-3SnCla-f6H,0 = 2Au-l-3SnO,-f 12HC1. 

Properties. — (i) Gold is tlie most malleable and ductile (and can be beaten 
into leaves 0‘00009 mm. thick—gold leaves transmit green light), rather soft 
ipetal with a beautiful yellow lustre and a high sp. gr. of 19'3, and is a good 
conductor of heat and electricity. 

(ii) Gold is a noble metal. It does not tarnish in air. It is unattacked by 
oxygen or any single acid except selenic acid which dissolves gold, nor is it 
attacked by alkalis—fused alkalis and nitrates or sodium peroxide, however, 
attack it. 

(iii) Gold is attacked by the halogens, and therefore by aqua regia which 
yields chlorine and converts gold into chlorauric acid ; 

2Au + 3Clj + 2HC1 = 2H[AuClJ. 

Gold slowly dissolves in potassium cyanide solution in presence of air, giving 
potassium aurocyanide, K[Au(CN)j,]. 

Gold compounds 

Gold forms two series of compounds— aurovs compounds, all sparingly soluble, 
in which the gold is univalent, and awric compounds in which it is tervalent. 

Auric chloride, AuClj.—Gold dissolves in aqua regia to a yellow 
solution which on concentration yields yellow crystals of hydrated 
chlorauric acid, HAuCl 4 , 4 H 30 . 2Au-i-3Cl2-i-2HCl = 2H[Auaj. 

These lose hydrogen chloride aj 120" to form deep red crystals 
of auric chloride, AuCl,. 

The chlorauric acid, commonly called 'gold chloride’, is soluble 
in w^ter, alcohol and ether. Its solution is readily reduced to metal 
hydrogen or by exposure to light (and hence its use in photo¬ 
graphy for toning the prints). 
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It forms salts, e.g., light yellow crystals of 2K[AuCl,].HaO on treatment 
with concentrated HCl and KCl; colourless crystals of potassium auricyanide 
K[Au(C!N)J with potassium cyanide. 

Auroos chloridCy AuCl—It is an insolul)le yellow powder formed 
by heating auric chloride at 175’; AuClg = AuCl + Cl^; at higher tem¬ 
peratures it decomposes into gold and chlorine, but with water it 
gives gold and auric chloride: 3AuCl = 2 AU+AUCI 3 . 

Aurous chloride forms potassium aurtxrhloridc KlAuClJ. 

Aurous hydroxide, AuOH, is precipitated as a violet jiGwclcr by Iho action 
of cold dilute alkali upon aurous chloride. It is a very weak base. At 200‘C 
it is said to form violet-grey aurous oxide, AUjO (which may bo a mixture of 
gold and auric oxide, AUjOj). 

Auric hydroxide, Au{OH) 3 , a reddish-brown powder, is formed by the action 
of alkali on gold chlorido IIAuCh. It is a very weak base. At 150” it forms 
auric, oxide, AujO,. Both the oxides are unstable, and yield metallic gold and 
oxygen on gentle heating. 

Ful minating gold, an olive-green powder, is made by digesting auric hydroxide 
with ammonia. It is formulated as HN = Au—Nilj,3/2Hj,0. When dry it 
detonates violently when healed or struck. 

Au(OH )3 + 2NH, = HN = Au-NH* + SH^O. 

Potassiuni aurocyanide, KAu(CN)j, is made by dissolving fulminating gold in 
boiling potassium cyanide solution; it separates as colourless crystals on cooling. 
Potassium aurocyanide is used in gold plating . 

KAu(CN )3 K+ + Au(CN)',; Au(CN )'3 Au+ + 2CN' 


Exercises 


1 . Give the names and compositions of the chief ores of copper, and explain 
the chemistry of the extraction of the metal from its sulphide ore. Write 
equations, stating condition.s, for the actions of nitric and sulphuric acids 
upon metallic copper. Mention the uses of the metal and its alloys. Starting 
from copper how you would prepare a sample of cuprous chloride? 

Madras '49. 

2. How is blue vitriol produced from scrap copper? How would you 
obtain pure copper sulphate from blue vitriol containing, traces of ferrous 
sulphate? Starting with copper sulphate, how may (a) metallic copper, (h) 
cuprous oxide, (c) cuprous chloride, (d) cupric chloride, be i>repared? 

• Calcutta '46. 

3. Explain the changes that take place when a solution copper sulphate 

is treated with (a) sodium chlorido solution in presence of sulphur dioxide, 
(b) scrap iron, (c) potassium iodide, (d) caustic soda solution-.in px’oscnce of a 
reducing agent, (e) ammonia. Ccmibridge 1st 

4. Mention the principal sources of silver. Describe a method for the 

extraction of silver from argentiferous lead. How is the metal obtained in a 
pure condition? How can a coating of silver bo applied on the surface of a 
metal and glass? JJ. P. Beard '42. 

5. Explain what happens when: (a) ammonium hydroxide is added to 
silver nitrate solution, (b) silver glance is treated with sodium cyanide solution, 
{c) copper scrap is treated with dilute sulphuric acid in a current of air, (d) 
air is blown over the surface of molten argentiferous lead, (e) a mixture of 
copper filings and black oxide of copper is _ boiled ^ with etons hydrochloric 
acid, (!) silver chloride is treated with metallic aluminium in dilute sulphuric 
acid. 
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6. ' Write notes on recovery of gold from an alloy of gold and silver. 

Bombay '53. 

7. What happens when a solution of silver nitrate is treated with (a) caustic 
soda, (b) potassium cyanide, (o) anunonium hydroxide? How are pure silver 
and silver nitrate made from a silver coin containing Ag and Cu? 

Madraua ’49. 

8. Write notes on photography, cupellation and dosilvcrisation of lead. 
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Iron, cobalt and nickel 

The triad of transitional elements (p. 163) Fe, Co, and Ni belongs to eighth 
group in the periodic table. 



At. no. 

At. wt. 

Density 

At. vol. 

M.pt.“C 

B. pt.“C 

Iron 

26 

65-85 

7-86 

7-1 

1539* 

2450* 

Cobalt 

27 

68-94 

8-8 

6-7 

1478“ 


Nickel 

28 

58-69 

8-8 

6-7 

1452“ 



Tho metals usually occur logetlier in nature. They are hard, greyish-white 
metals with high den.sitics and hi^ m.ps, and low atomic volumes. They are 
magnetic and possess Atalytic properties. They occlude hydrogen. Iron rvsis in 
air, but Co and Ni do not and hence their use to protect iron from rusting. 

They show variable valency and foim coloured ions —the colour of bivalent 
ions of Fe, Co and Ni are pale green, red and green respectively, and the colour 
of triralent ions of Fe and Co are yellow and blue respectively. Ferrous salts 
arc not very stable .and gradually pass into stable ferric state. Cobaltous salts 
are stable wdiereas the cobaltic salts are very unstable. Nickelous salts are very 
ptablc—^nickel is exclusively bivalent and forms no nickelic salts. 

Iron 

History .— liecJiuse of its manifold applications, iron is by far the most 
important metal. It came into general use at a very early date in human history, 
and gradually displaced bronze, wdiich was in use as early as 3000 B.C. The 
famous iron pillar at Delhi, remarkable for its freedom from rust, which was 
probably built about 300 A.D., bears testimony to the fact that iron smelting 
reached a high level of perfection in ancient India. 

Occurrence.— Native iron is rarely found, except in meteorites—tho most 
notable deposit being at Disco Island, Greeni.snd.,^ The most important ores, of 
iron are : red haematite, F«jO, ; brown haematite or Umonite, 2Fe.O.„ 3Hj,0; 
magnetite, FcjO,; and sjwfhose. or $|«athic iron ore or siderife, FeCO,. Iron 
pyrites, FeS, is important as a source of sulphur—burnt pyrites, chiefly ferric 
oxide, may be sn.clted for iron. 

Huge deposits of iron ores, chiefly hmmatite, are found in Maurbhunja, 
Keonjhur, Singhbhum, Mysore, and elsewhere in India. Principal iron producing 
centres in India are .Tairishedpur in Bihar, Knlti and Burnpur in West Bengal, and 
Bhadrahati in Mysore. Huge iron smelting projects have recently been started 
at RourkcUa (Orissa), Vilai (M.P.) and Durgapur (West Bengal). The Indian 
hserPatite ores contain 60 to 66 per cent of iron on aji average. 

Metallurgy.— The iron ores which contain much sulphur, phos¬ 
phorus anti arsenic are not suitable as sources of .the rftetal as the.se 
impurities would render it brittle and unworkable. Iron is extracted 
from its oxide and carbonate ores only (burnt pjrrites which is cjjtiefly 
. pxide, is sometimes used) by reduction with carbon ..in a tslast 
'fdfnack The process is carried out in two steps: 
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^l ^liminai y roairting or calcination. — The ore is burnti. with 
a little coal in 
in s hallow *^iln s in^ 
order to drive off most “ oumsiin 

of the moisture, carbon 
dioxide, sulphur and ar¬ 
senic ; ferrous oxide is 
converted .to ferric oxide 
to avoid the formation 
of ferrous silicate in 
the slag during smelt¬ 
ing. llic ore is also 
irendered porous. The 
roasted mass contains 
ferrix oxide, 

- Smelting or re¬ 
duction in the blast fur¬ 
nace.— < The roasted ore 
is mixed with cokdi and 
(flux) and 
o the blast 
189), where 
xide is re¬ 
duced to iroji. 

The blast furnace is a cylindrical, vertically placed shaft inVle of steel plgtes 
lined internally with refractory firebricks, and about 50—100 ft. in height and 
15-20 ft. in diameter. The furnace broadens slightly from the top downwards, 
reaching the broadest point (about two-thirds of the way to the ground) at the 
boshcK, and then narrows gradually to a hearth (about 10 ft. in diameter and 
the same height) at the base. The hearth is provided with two plug holes, stopped 
with clay, for letting out the molten slag and iron respectively, the slag Ms 
is at a rather higher level than the lapping hole for iron. A little above these 
plugs the liearth is pierced with a set of holes through which are inserted the 
nozrics of water-jacketted iron blowing pipes, called tuyeres. The mouth is 
closed with a cup and epne device meant for introducing the charge into the 
furnace. 

The furnace is started by burning piles of wo,od Inside, and a 
mixture of roasted orc^ liard coke, and limestone is intermittentl y fed 
into the furnace by means of the .cup and cone devic^the charge 
consists ^of 1 ton of coke and 10 cw t. of li mesto ne to tons of 
or^ which produce 1 ton of cast iron . (A blast of •dry (by passing 
over silica gel) air, prehi^ted to about 8 i^‘C, is force^ into the base 
of the furnace through the tuyeres. The coke burns m the air blast 
to carbon monoxide and raises the temperature to about ISOO^C. 
2 C- 1 -O 3 = 2CG. The temperature of the furnace increases continually 
from the mWh (400*) to the hearth (lo00°). 

The descending charge of solids meets the current of hot carbon 
monoxide passing upwards when the following reactions take place, 
leading to the formation of iron. 

Above the boshes at about 600®—900", the ferric oxide isr reduced 
by carbon monoxide to spongy iron. Fcj,0,+3CO 2 Fe-^ 3 C 03 . 


lime ston e 
charg^ ini 
furnace (fij;. 
the ferric*^ { 







4?2^ * intermediate oinsMiSTRy 

]^ut the reaction being reversible, the reduction is not complete 
at this stage. The spongy iron absm^s sulphur from the fuel . The 
limestone in the charge is decompose into lime and carbon dioxide. 

CaCOg ^ CaO + COa. 

Near the centre of the furnace ,at about 000 *, the reaction: 
2CO ^=:=; CO 3 + C deposfts finely divided carbon which completes the 
reduction FcgOj + 3C 2Fe + .3CO. The phosphates and the manga- 
ilcse compounds in the ore, and also a part ol silica are reduced to 
phosphorus, manganese and silicon which readily alloy with iron. 

C?3(PO +3Si03 + 5C = SCaSiOj + 2P+SCO. 

Si 03 + 2 C = Si + 2C0; Mn^O^ + SC = 2Mn+3CO 

The remainder of the silica (the gangue in the ore) combines with 
lime to form a fusible slag of calcium silicate: CaO + SiOj = CaSiO,. 

At tlie hearth of the furnace at about 1500”, the iron containing 
carlxin, sulphur, phosphorus, manganese, and silicon, fuses—the 
slag floats on the surface of molten iron and thereby prevents its 
oxidation by the air blast. The molten slag runs out from above the 
molten iron. The molten iron is tapped out at intervals into sand 
moulds to form pig iron (or cast iron), or is sent in the molten state 
to steel furnaces, 'ime molten iron is directly cast into V-shaped bars 
called pigs. Cast iron is re-melted pig iron. 

The hob exhaust gases, leaving the funiace by an outlet at the top, and 
having the composition—^nitrogen 60, CO 24, CO, 12, and 4 by volume are 
utilised in preheating the air blast in Cpw,)er*3 stoves on a regcneiative principle. 
Th,o blast furnace operates day and night lor years until its lining wears out. 

The slag finds applications in the reclamation of land; for road making; in 
the manufacture of ‘slag wool’ and cement. 

Varieties of iron. — -Three varieties of commercial iron are cast iron, wrought 
iron and steef. 

Cast iron (pig iron). — It contains 2'2 to 4*5 per cent of carbon, together with 
silicon (0'5 to 2 per cent.), manganese (0'2 to 1 per cent.), phosphorus (0‘7 per 
cent.), and sulphur (0'3 to 1 per cent.) in small amounts. Carbon may be present 
in the free slate as graphite, or in combination as iron carbide, Fe,C (rementite). 
White east iron, containing cementite is obtained on rapidly cooling the molten 
iron, while on slow cooling carbon seiiarates as graphite giving a product called 
grey cast iron. Cast iron melts at 1200”, and is very bard and brittle, and hence 
is of little value for structural purposes. 

It ^ finds uses in making castings which are not subjected to violent shocks 
e.g., lire grates, lamp-posts, railings, pipes, parts of machinery, etc. About three 
quarters of the total output of cast iron is made into steel and a small quantity 
into wrought iron.. 

Wrought iron.— Malleable or wrought iron is very nearly pure iron, con¬ 
taining oiuy 0T2 'CO 0*25 per cent of carbon, and melts at a higher temperatura 
(1400* to 1500*) than cast<iron. 

lb is made by o.vidising away the carbon and other impurities in cist iron by 
melting the latter on the bed of a reverbcratoiy furnace, lined with haematite, 
Fc,0,. In order to bring tlie iron into intimate contact with the lining, the 
molten mass is stirred or puddled with a rabble, and hence the operation is called 
puddHng process. The haematite oxidises the carbon : Fe^O.+^p « Fe-f3CO, 
the carbon monoxide bubbling through the molten iron causes the'^lstter bo swell 
up and appear to boil, Silicon, manganese, and phosphorus, etc., are oxidised 
i^id p^ into the slag. As the Impurities are removed from the Iron, its meitinff 
point ^rjses, and it becomes pasty. It U then formed into bells 01 ; “blooms" 
wj^h a^e beaten with eteam hammers to squeeze put the slag, fbrged 
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into bars. Wrought iron containing jphosphorus is brittle at ordinary temperature 
•and is called cold-short ; sulphur makes the iron brittle at ted heat, and is said 
to be red-short. 

Soft and malleable, it can be easily welded and worked by hammering, and 
hence its uso by the blacksmiths. Fibrous in structure, it has a hig|j tensile 
strength. It finds uses in %rtaking chains, wire anchors, and cores of electro¬ 
magnets. 

Steel. Steel is an alloy of iron with a carbon content of OiS 
(mild steel) to 1‘5 per cent (hard steel). It may be made (i) fron^ 
cast iron, (ii) from wrought iron. 

Steel from cast iron. — Steel is produced from cast iron by first 
removing the impurities in cast iron, e.g., C, Si, Mn, S, and P, by 
oxidation, and then adding the correct amount of carbon according 
to the quality of steel desired. 

The operation is carried out by Bessemer process or the Siemens- 
Martin open-hearth process. There are two modifications of each 
process (i) the acid process for the treatment of cast iron which is 
tree from phosphorus—the converter or the hearth is lined with silica 
bricks in the acid procc.ss; (i) the baac process for .the treatment of 
cast iron containing phosphorus—in the basic process the converter 
or the hearth is given a lining with calcined dolomite or magnesite. 
Iron containing" phosphorus cannot be treated by *the acid process, 
since an interaction between the phosphatic slag and silica lining 
would occur,' 

The Bessemer process (1855).*- 
The process is carried out in a con¬ 
verter (fig. 190) which is a large pear- 
shaped iron vessel (holding 10 tons 
of metal) with a perforated bottom 
through which a blast of air can be 
forced in fine jets. It is supported on 
two horizontal arras (trunnions) so 
that it can be tilted in a ver.tical 
plane. The converter is lined with 
refractory silica bricks {acid lining) or 
- with magnesia and ., lime {basic 
lining) 

The acid Bessemer proceisi is used to treat cast iron free from, 
phosphorus.. The converter is tilted in a horizontal position and 
the charge of molten cast iron ,^8 run in through the mouth. The 
blast of air is then turned on, and the converter is swiftig into the 
ver.tical position. • 

Air rises through the molten metal in small bubbles and rapidly 
brings about the oxidation of the impurities—the heat of oxidation 
keeps .the metal in the molten state. Silicon and manganese are 
first oxidised and pass into the slag as manganese silicate. 
2Mn-}-Oa s 2MiaO; Si+Og = SiO,; MnO^iOj = MnSiO,. Garbon is 
then oxidised to carbon monoxide which burns at the mouth of the 
converter with an ormge-yellow 'fame edged with blue. After 6 tQ 8 
minutes the %tne drops indicating that the carbon has been remotnl. 



Fig. 190 
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2C+Oa == 2CO; 2C0+0, = 2C0,. 

The converter is again tilted, the blast stopped, and a charge of 
requisite amount of spiegeleisen (an alloy of iron, mangamese and 
carbon^ added to the molten iron for deojtidation and recartmrisation — 
the blast is continued just for a few moi'nents to bring about a 
thorough mixing. C and Mn act as deoxidisers in the first instance 
and reduce any oxide of iron that is present—the excess dissolves in 
^ the molten iron to form ‘steel. Tlie molten steel is then poured into 
ladles by tilting the converter, separated from the slag floating on the 
top, and run into moulds. 

Sometimes a little Al or fp/tro-sUicon is adtled to molten steel to avoid blow 
holes in the castings due to bubbles of ga-s which react with the added elements. 

The banc Bessemer or the Thomas-GiSchrist process used to 
treat cast iron containing phosphbrus. A charge of limestone and 
coke is first introduced into .the converter and the blast of air turned 
on. The molten cast iron is then run in and the blast continued. 

Silicon and manganese are at first oxidised and pass into the 
slag; then carbon and phosphorus are oxidised simultaneously; carbon 
monoxide burns at the mouth of the converter. The air blast is 
continued after the carbon monoxide flame sinks for the completion 
of the oxidation of phosphorus. The phosphorus pentoxide reacts with 
lime and forms a slag containing calcium phosphate and free lime 
(basic slag). 4P f 50^ = 2P,0, ; 4Ca0 + P20- = Ca 3 (POj 2 ,CaO. 

The molten iron is poured out into a ladle, separated from the 
^Utg, (the basic slag must be removed before spiegeleisen is added, 
as otherwise the phospliorus would again pass back into iron), and 
then mixed with a charge of requisite amoun.t of spiegeleisen for 
recarburisation and deoxidation, to form the steel. The basic 
Bessemer slag, also called Thomas slag, contains calcium phosphatc- 
and is used as a fertiliser. 


Analysis of a sample, of cast iron and steel made from it is given below; 



Fe 

C 

Si 

Mn 

P 

S 

Steel 

99-4 

0-18 

0-003 

0-36 

0-02 

0-037 

Cast iron 

93-5 

1-8 

1-4 

1-7 

1-5 

0-10 


% The open hearth process (1863-64).—^Mosfc of tho high grade steels are now 
made by the open-hearth furnace ^fig. 191). Molten cast iron is rmi on the 

hearth which is lined with 
.silica-in tho add process (if 
the iron is free from phos¬ 
phorus) or with lime and 
magnesia in the basic pro¬ 
cess (if phosplmvus is 
present). Scrap steel and 
oxide ore of iron (haema- 
lite) are added to tho 
charge of cast iron—lime- 
si one is also added if the- 
iron contains phosphorus. 
The charge is melted by 
heating the furnace regenc- 
ratively with producer gas. 
Fig. 191 —the air and producer gas 
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are injected through separate regenerators of chequer brick work used in pairs 
and alternately crossed by the hot exhaust gases end the fuel gases. 

Silicon, manganese, and a greater part of the carbon are oxidised by the 
iron oxide—the oxides of silicon and manganese producing a slag of manganese 
silicate and carbon monoxide bubbling through the molten air. The Ttjpaining 
carbon and phosphorus are oxidised by the excess of air admitted to the furnace 
—the oxide of phosphorus forming a slag of calcium phosphate, as in Bessemer 
process. 

The molten iron is then poured out into ladles, separated, from the slag and<i» 
a charge of spiegehisen is added, after the removal of the slag, for reoxidation 
and recarburisation. A little A1 or ferro-silicon is added to finished steel to 
avoid blow holes in castings. 

The open hearth process offers several advantages over the Bessemer process : 

(i) The coniposilioii of the product can be accuiatcly followed and controlled, all 
the impurities including phosphorus being cornj/f.tely eliminated, and hence high 
grade steels are produced. Phosphorus is only iriromjdPtcly removed by the 
Bessemer process, (ii) Scrap iron and o.vido ore can be utilised; the open hearth 
process calls for a good deal of steel scrap, (lii) Cast iron from low £-rade ores 
can bo used. 

The open hearth operation lasts 8-10 hourx and requires the use of fuel gases, 
whereas the Bessemer luocess is complete within 8-10 minutes and needs no fuel. 
About 80% of the total output of steel is made by the open hearth yirocess. 

A combination of the acid Bessemer and the ba.sic open hearth is often 
practised for the treatment of phosphatie pig iron, and is known as the Duplex 
process. Eh-<tiic furnaces are used for making special hi^h quality steel by 
refining the Bessemer or open hearth steel. 

Steel from* wrought iron. — fn the cementation process bars of wrought 
iron arc embedded in jxiwdcrcd charcoal in fire lirick boxes set in a furnace, and 
heatcil at 1000® for about two weeks—hot gases from a grate heat the boxes on 
the outside. Carbon is gradually absorbed, and the wrought iran is converted, 
without fusion, into a product, called blister steal owing to its appearance. ThiS 
may be converted into shear steel (usi'd for cutlery) by forging under a steam 
hammer or into crucible steel (used for high-grade tools) by fusion in graphite • 
crucibles. Wrought iron is ease-hardened by heating in contact with carbon, 
when a surface layer of hard steel is formed. Armour plate is made by case- 
hardening soft steel. An extremely hard surface, used for cylinder bores, etc., 
is formed by nitriding bv heating aluniininm steel (containing 1 per cent 
aluminium) in an atmosphere of ammonia at about 450“ to 500“C. 

Properties of steel.— The properties of .steel depend on the content 
of carbon and on the heat ircatmciit to which it has been subniittedJ 
Low carbon steels arc soft like wrought iron and are called mild steel 
(()•! to 0 o%' of carbon). I-ovv and medium carbon steels are malleable 
and can be welded and forged like wrouglit iron. Steel has a lygh 
tensile strength. The hardness and tonsilc strength increase, and the 
malleability, decreases, with increasing carbon content. 

The hardness of steel can be modified by proper heat .treatment. 
On being heated to redness and then plunged into rtdd water it 
becomes extremely hard (hardening of steel). ’'Iln* hardened steel may 
be soltcned to any desired extent by tempering, i.e., heating it to a 
selected temperature between 230* to 000" and then allowing it to 
cool slowly. The tempered steel possesses the hardness and toughness 
retpjired in razor blades, chisels, saws and springs. 

Modem machine civilisation depends largely upon the numerous applications 
of iron and steel, Steel, for example, ia used in making machine tools, imple¬ 
ments of war and agriculture, rail lines, locomotives, cutlery, and magnets, etc. 

Alloy steels. —Steels containing other metals alloyed with iron are known 
as alloy steels. The metals extensively used in alloy steels are Cr, Mn, Ni, V, W, 
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Mo and Si. Tho alloying metals, usually added as ferro alloys, e.g., ferrochrome 
and ferromanganese, to tlio molten iron during recarburisation, unparts special 
properties on steel. Tho alloy steels are generally made in electric furnaces. 
Few alloy steels aro : 


1 

Name 


Alloying metal 


Properties 


Uses. 


^Nickel steel 
Invar 
Platinite 


Manganese-steel 

Chrome stool 

Chrome-nickel 

steel 

Stainless steel 


Chrome-vanadium 

steel 

High speed tool 
steel 

JDuriron, tant iron, 
ironac 

Allegheny 


3-25% Nh 

0-2-0-5%C 
35 per cent nickel 

46 per cent nickel 


12-13% Mn; 
0-9-2%C 

O’S—2 per cent Cr. 

4% Ni; 2% Cr; 

0-33%C 
1(>-16!(, Cr; 
0-3%C 

0*7—1-4% Cr; 

0‘4—0'25 per cent 
vanadium 
18% tungsten; 
5%Cr;0-3% V; 
0-7% C. 

About 16% Si 

17-20% Cr;7-10% 
Ni;0-5% O; 
(y5% Mn. 


High elasticity and 
ductility. 

Low cocllicient of 
expansion 

Same coefficient of 
expansion as glass 

Very hard; resist¬ 
ant to wear 

Very hard; high 
tensile strength 

High elasticity & 
tensile strength 

Bcsisls corrosion; 
rustless iron 

High tensile 
strength; resist¬ 
ance to stresses. 

Betaina temper & 
hardness at red- 
heat 

Besistant to acid 
corrosion 

High resistance to 
corrosion. 


Structural purposes. 

Pendulum rod; 
metre scale. 

Glass to metal 
seals; electric 
lamp bulbs. 

Jaws of rock 
crushers. 

Ball bearings; 
dies; files. 

Armour plates; 
motor cars. 

Stainless cutlery; 
valves; turbine 
parts. 

Automobile axles 
and springs. 

High speed lathe 
tools. 

Acid-resisting 

vessels. 


Mischmetal (mixed niotal) is an alloy of iron with about 70% cerium and 
smaller amounts of other rare earth metals (such as lanthanum); when sparked 
it gives hot sparks which will kindle petrol vapour or coal gas, and hence its 
use in automatic gas and cigarette lighters. 

Comparison of different varieties of iron. — Tho profjerlics of iron depend 
largely upon the content of carbon. The properties of cast iron, steel and 
wrought iron are as follows : 


Properties 

Cast iron 

Steel 

Wrought iron 

j 

i, 

(i) Amount of carhon 
(ii) Melting '^int 
^iii) Hardness 
(iv) Brittleness 1 
viaJleability 
'(v) Tempering 
^(vi) Welding 
(vii) Magnetisation 

2-2_4-5% 

1200-’C 

JIard 

Brittle 

Cannot be tempered 
Cannot be welded 
Cannot be perma¬ 
nently magnetised 

0-15 to 1-5% 
1300“—1400“ C 
Hard and soft 
Malleable / brittle 

Can be tempered 
Can be welded 

Can be permanent¬ 
ly magnetised 

0-12 to 0-25% 
1500°G 

Soft 

Malleable 

Cannot be tem¬ 
pered. 

Can bo welded 
Cannot be perma¬ 
nently magnetised. 


The Rusting of iron.— On exposure to ordinary moist air commercial iron 
(lecomes covered with a reddish-brown deposit of hydrated ferric oxide, mainly 
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2FejOj.3HjO, known as rvat. An im^rity in the iron is necessary to catise 
rusting—^re iron does not rust. It has been shown that the initial step in 
rusting is an_ electrolytic process—different parts of a specimen of iron act as 
poles of voltaic cells, the imi.>urities setting up centres of rusting. At tho anode 
iron passes into solution as ferrous irons, Fe++, while at the cathode hydrogen 
ions (from tho water: HjO ^-^ arc discharged. • 

Iron dissolves A t cathode 211 + + 2a = H, 

At anode Fe—^2e = Fe++ Hydrogen liberated. 

For rusting to occur, the presence of liquid water and oxygen are essential;, 
the water supplies the hydrogen ions, while the oxj^en acts as a depolariser in 
oxidising the nascent hydrogen at the cathode^ to water. 

The ferrous ions, Fc++, which pass into solution as tho initial slop in 
rusting and the hydroxyl ions, OH- (from water), combine to form ferrous 
hydroxide, which is then oxidised by the air and deposited as hydrated ferric 
oxide. 

Fo + 2H+ = Fe++ ; Fe++ + 20H- = Fe(On )3 
2Fe(OH), + 0 = Ft>,0„H,0 + 11,0 

Rusting is greatly accelerated by carbon dioxide (since carbonic acid 
furnishes the H+ ions) and metallic ^aUa such as dissolved chlorides in the 
water, but it is retarded by alkalis. Hence the factors which influence rusting 
in moist air are : (i) tho purity of tho iron and the nature of its surface, (ii) the 
presence of dissolved substances in the water. Metals such as chromium and 
nickel which form solid solution with steel render it rustless. 

Iron is usually protected from rusliug by metallic ooaTings, e.g. tinning, 
galvanisation, nickel-plating, chromium-plating, etc. and by coatings of paints, 
varnishes, lacqudrs, enamels, coal tar, asphalt etc. 

Properties of iron, (i) Pure iroji is a soft white metal which is 
highly tenacious, malleable and ductile. It is magnetic. * , 

Pure iron may be obtained by electrolysis of an aqueous solution of ferrous 
chloride at 110® or by reducing ferric oxide in hydrogen at 1000*— reduced iron 
is pyrophoric. 

(ii) Stable in dry air, it rusts in moist air. It burns brilliantly in 
oxygen when heated to redness, throwing off sparks of FcgO^. 

(iii) It i.s oxidised at a red hear by air or steam to ferroso-ferric 
oxide, FCgO,,: 3Fe+ 4H^O FcjO^ + 4 H 2 . 

(iv) It dissolves readily in dilute hydrochloric or sulphuric acid to 
give hydrogen and a pale preen ferrous salt: HjSO^+Fc = FeSO^ 

+ Hg. Iron also dissolves in dilute or fairly strong nitric acid (p. 250). 

Passive iron. — Iron is rendered passive liV immersion in concentrated nitric 
acid. Tho pqpsive iron is insoluble in dilute acids and decs not precipitate 
copper from a solution of copper sulphate. The passivity is due to*the formation 
of a thin continuous film of FOjO, on the surface of iron; passivity is removed by 
scratching the metal or by touching it with a piece of active iron* under dilute 
sulphuric acid, or by heating it in hydrogen. ■* • 

Iron also becomes passive in solutions of oxidising acids, e.g., chromic, chloric 
and iodic acids, and by anodic oxidation. 

(v) It precipitates copper from a solution of cupper sulphate: 

CuSO^+Fe = Cu -f FeSO^. 

fvi) It combines directly, whett heated, with carbon, sulphur, chlorine, yield¬ 
ing the carbide, Fe,C, the ferrous sulphide. FeS, and the ferric chloride, FeCl,, 
respectively. Iron is not attacked by alkalis. 
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Compounds of Iron 

Iron forms two series of compounds, e.g., ferrous compounds in which the 
metal is divalent, and ferric compounds in which the metal is trivalent. Ferrous 
salts gradually pass into the ferric state on exposure to air. 

Fefi-ous salts are nearly colourless in solution, hut usually possesses a green 
tinge. Ferric irons arc almost colourless, but undissociated ferric chloride is 
yellow in colour. 

Ferrous salts are readily oxidised to the ferric state : (i) by atmospheric 
oxygen, especially in presence of an acid or hydrogen peroxide. 

4FeSO^ + 2H,SO^ + O, = 2Fc,(SOJ, + 2H,0 

(ii) by chlorine or bromine, 2FeClj + Cl, — 2FeClj. 

(iii) by boiling with aqua regia or nitric acid, 

6 FcSO^ + 31I,SO, + 2 IINO 3 = 3Fe,(SOj, H- 2NO + 411,0. 

Ferric .salts are reduced to the ferrous state : 

(i) by nascent hydrogen in acid solution, e.g., zinc and hydrochloric acid. 
Fed, + 11 = FeCl, + Ud, 

(ii) by hydiogen sulphide or sulphur dioxide, 

2 FeCl 3 + H,S = 2Fed, + 21Id + S, 

2Fed, + SO, + 211,0 ^ 2Fed, + H,SO^ + 2HC1, 

(iii) by slaimoiiS chloride, 2Fcd, + SnCl, - 2Fcd, + Snd,. 

Oxides of iron. —(i) Ferrouss oxide, FcO, is obtained .ns a pyrophoric black 
powder by reducing teiric oxide with hyvlrogcn at 500“ or by heating ferrous 
oxalate in absence of air = Fv.O -f CO + CO,. 

I ' 

“ (i) Ferric oxide, FpjO,, is prepared by igniting ferric hydroxide or ferrous 

sulplmte in air. 2Fe.SOi = Fe,0, -I- SO, + SO,,. The product obtained Irom the 
sulphate i.s a »c<l powder .nnd is u.'-eu undi.r the name of roogeas a pigment 
in cosmetics and as a polishing powder. Ferric oxide is used as a pigment 
under llie names red, Indian red and rtd ochre. l'’erric oxide occurs 

naturally a.s harninti/e and Umonite, 

In.solubic in water, it dissolves in acids to form ferric salts, but the ignited 
oxide is only sparingly soluble. It is a basic oxide, but it exhibits feebly 
acidic properties in forming ferrites, e.g., sodium ferrite, NaFeO,. 

Na,C0, + FejO, = 2NaFeO, + CO,. 

(iii) Ferroso-ferric oxide, magnetic oxide of iron, FcjO.,, is formed by heating 
iron to redness in air or steam (p. 104). 

It is a black strongly magnetic substance, insoluble in water but soluble 
in acids to form ferrous and ferrir .salts, and hence it appears to bo a mixed 
oxide of ferrous and ferric oxides, FeO.Fe^O,. Very rc.sistaiit to the attack of 
chlorine or oxygen, it is used as an electrode in electrolysis, and in tire lights. 

Ferrous hydroxide, Fc(OH) 2 . is? obtained as a white precipitate 
by atidintr caustic tvida to the solution of a ferrous salt, with absolute 
cxclu.sion"of air: FeSO^ -h 2NaOH = Na^SO^+FepH)^. 

But on exposure to the air it turns green and tlicn brown as it is 
oxidised .to ferric hydroxide. 

Unlike ferric hydroxide, ferrous hydroxide is not completely precipitated 
from the solution of a ferrous salt by the addition of ammonia and ammonium 
chloride, and hence the solution of group IIIA in qualitative analysis is boiled 
with nitric acid to oxidise to the ferric state any ferrous iron that may be 
present. 
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Feiric hydroxide^ Fe(OH) 3 , obtained as a reddish-brown pre¬ 
cipitate by the addition of ammonia, caustic soda, or sodium carbonate 
to tire solution of a ferric salt. 

2FeCl3+3Na3C03 + 3H30 = 2Fc(0H),4-6NaCl+3C03. , 

It differs from aluminium hydroxide in being insoluble in excess 
of alkali. Hydrated ferric oxide is used in purification of coal gas. 

Ferrous carbonate, FeCO,, is thrown down as a white precipitate on the 
addition of sodium carbonate to the solution of a ferrous salt, with absolute 

.It turns green and finally brown on exposure to air, owning 

to oxidation to ferric hydroxide. It dissolves in water containing carbon 
dioxide, forming ferrous bicarbonate, Fe(HC 03 )„ which is readily oxidised to 
ferric hydroxide on exposure to air ; 

4 Fo(HC 03 ), + 2H,0 + 03 = 4Fe(OH), + SCO,. 

Ftrric carbonate is not knovm. Ferric hydroxide is precipitated on the 
addition of sodium carbonate to the solution of ferric salt, vi^e supra. 

Ferrous chloride, FcClj, is formed anhydrous, in colourless crys¬ 
tals, on heating iron in a current of dry hydrogen chloride or by heat¬ 
ing feiric chloride in hydrogen: 

2HC1 + Fc = FeCl^+H^; 2 FeGl 3 + = 2 FCCI 3 + 2 HCI. 

The pale green monoclinic crystals of the hydrate, FeCl 2 , 4 H 30 , 

deposit on evaporating a solution of iron in hydrochloric acid. 

• 

Ferric chloride, FeClj,, is obtained in the anhydrous state by 
passing chlorine over red-hot iron. . 2 FC- 1 - 3 CI 3 = 2 FcC! 3 .. It is depo¬ 
sited in black scales, ra. p. 300°, which rapidly vaporise on heating; it? 
vapour density at 444'’ corresponds to ihc formula FcaClg. But at 
higher temperatures dissociation occurs: 

FC 3 CI 3 2 FCCI 3 2 FCCI 3 + CI 2 . 

It dissolves readily in water—the solution is acidic due to hydro¬ 
lysis. FcClj -i-SHOH 3 HC 1 h-Fc(OH) 3 . It is also soluble in 
alcohol, ether and benzene. 

It is obtained in solution by dissolving ferric hydroxide in hydro¬ 
chloric acid or by saturating a solution of ferrous chloride with chlorine. 
The solution on evaporation deposits yellow crystals of the hydrate, 
FcCl 3 , 6 H 30 . 2 FCCI 2 + CI 2 = 2 FCCI 3 . Ferric chloride readily libertes 
iodine from potassium iodide solution ♦ 

2FeCl3+2KI ^ 2FeCl3 -h 2KC1+ 12 . 

It is used as a styptic, i.e., in stopping blood, in medicine, and as a reagent 
in the laboratory. 

Ferrous nitrate, Fe(N 03 )j, is best obtained by treating a soliilioii of ferrous 
sulphate with barium nitrate : FeSO^ + MalNOjl-j, — BaSO, + Fe(NO,)„ since 
it is difficult to prevent oxidation of the ferrous salt when iron is dissolved in 
dilute nitric acid. On evaporating at a low temperature, green crystals of the 
hexahydrate, F€(N 03 )„ 611,0, deposit, which i^ro very soluble in water, but 
readily pass into the ferric state. 

Ferric nitrate, Fe(N0j)j„ is obtained by dissolving iron in hot dilute 
nitric acid—colourless crystals of Fe(NO,)„ 9H,0 separate. It dissolves in water 
giving a brown solution, which becomes colourle.ss on the addition of concen¬ 
trated nitric acid. It finds use as a mordant in dyeing. 
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Fmous sulphate, green vitriol or copperas^ FeSO^.THaO, is pre¬ 
pared in the laboratory by dissolving iron in dilute sulphuric acid and 
evaporating to crystallisation ; Fe+HaSO^ = FeSO^+Hg, when pale 
green monbclinic crystals of the heptahydrate deposit. 

It is obtained as a by-product from the waste' liquor of H,S-Kipp (which 
U charged with ferrous sulphide and dilute HjSO^ : FeS-t-IIjSO* = HjS-bFeSO,, 
by filtering and crystallising the solution. 

It is prepared commercially by the slow oxidation of marcasite^ 
FeSj, (iron pyrites is stable in air, unless it 15 first roasted) by moist 
air, when ferrous sulphate and sulphuric acid result: 

2FeS3 -f- 7 O 2 + 2 H 2 O = 2FeSO, + 2 H 2 SO,. 

Marcasite is stacked in heaps and exposed to air and water for 
several days, and then leached with water—the resulting solution is 
neutralised by scrap iron: Fc-i-HnSO^ = FeSO^-f (ferric iron if any 
is reduced to the ferrous state by the nascent hydrogen), and evaporated 
to crystallisation. 

Properties, (i) It forms pale green efflorescent crystals of the 
heptahydrate, FeSO^.THjO, isomorphous with the Epsom salt, 
MgSO^.THjO, whilst .the less stable penhydrate, FeSO^SHaO, is 
isomorphous with blue vitriol, CuSO^.fiH.O. It readily turns brown on 
exposure to air, owing to oxidation to ferric sulphate. 

(ii) When heated the crystals lose tlieir water of crystallisation, 
leaving the white amorphous anhydrous salt, which decomposes at a 
red heat, yielding ferric oxide, called rouge. 

2 FeS 04 = FejOg -b SO^ -i- SO 3 . 

(iii) It is soluble in water—the solution is acid due to hydrolysis: 

FeSO,+2HOH ^ Fe(OH) 3 -HH 3 SO^. 

The solution readily passes into the ferric state by atmospheric 
oxidation: 4FeSO^ -f 2 ^ 380 ^ -f = 2 Fc 3 (SO J 3 -b 2 H 20 . 

The ferrous sulphate solution absorbs nitric oxide, yielding 
a brown nitroso-corapound, FeSO^.NO. FeSO^-f NO [Fc.NOjSO^. 

(iv) Crystals of fttrroufi amTuonivm svlphnte or Mohr’s salt, (NH^ljSO^, 
FeSO,,6Hj6, deposit on cooling a hot saturated solution containing equimolecular 
proportions of ferrous sulphate and ammonium sulphate. Mohr’s salt is stable 
m air and is loss readily oxidised on exposure to air than ferrous sulphate, and 
hence its use in volumetric analysis in preference to the latter salt. 

Ferrous sulphate is used in the ' preppation of writing ink and rouge ; as a 
mordant in dyeing, and as a wccd-killer in agriculture; as a reducing agent. 

Ferric siriphate, Fej(S 04 ) 3 , is prepared by heating ferrous sulphate 
with concentrated sulphuric acid: 

2 FcSC,-i- 2 H 2 SO, = Fc 3 (S 0 ,) 3 -fS 03 -f 2 H 3 O. 

When heated strongly it decomposes thus: 

Fe 2 (S 03)3 = FCjOj -f 3 SO 3 . It forms violet octahedral crystals of 
ferrialum, e.g., (NH.,)aS 03 ,Fe 3 (S 0 ^) 3 , 24 H 20 , which are readily soluble 
in water but are not appreciably hydi-olysed. 

FerroDS snAphate, FeS, is obtained as a black mass by heating iron 
with sulphur: Fe+SssFeS. Commercial ferrous sulphide contains 
free iron. 
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It is formed as a black precipitate by passing H,S through ferrous sulphate 
solution containing sodium acetate or by adding ammonium sulphide to a ferrous 
salt. It dissolves in dilute acids, yielding FeS+2HCl = FeClj+H^S. 

Iron disulphide^ FeS,, occurs os marcasite and iron pyrites. • 

Detection of iron.—^Diy tests : (i) -An iron compound, mixed with sodium 

carbonate and heated on charcoal in the reducing flame, yields a black mass of 
iron which is attracted by a magnet. ■ 

(ii) When an iron compound is heated in a borax bead, Uio bead becomes 
yillow in the oxidising flame and bottle green in the reducing ftame. 

Wet tests.-— Distinctive read ion of ferrous and ferric iron; used ferrous 
sulphate and ferric chloride solution. 


Reagents: solutions of: 

Ferrous salt 

Ferric salt 

1. NH 3 OH or NaOH 

2. Potassium ferricya¬ 
nide, K,Fe(ON )3 

3. Potassium ferro-cya- 
nide, K 3 Fe(CN), 

4. Ammonium thio-eva- 
nate, NH^CNS 

Green precipitate of 
ferrous hydroxide 

Deep blue precipitate 
(Turnbull’s blue) 

White precipitate rapidly 
turning blue 

No colouration 

Beddish-brown precipi- 
pitate of Fe(OH) 3 , 

No precipitate but a 
brown solution. 

Deep blue precipitate 
(Prussian blue)* 
BloocVred colouration** 


* The Prussian blue is ferric ferrocyanids, Fe^[Fe(CN,],. 

4FeCl3 + 3K3[Fe(CN)J =‘Fe,LFe(CN },]3 + 12KC1.* 

•* The deep red colouration is duo to the ferrithiocyanate ion, 
tFe(CNS),]"'. 

2FeCl, + 6 NH^CNS Fe[re{CNS),l + 6 NH 3 CI. 

The ferrocyanidcs. — Potassium ferrocyanide, K 4 Fe(CN),, and potassium 
ferricyanide, KjFe{CN),, contain the stable complex ferrocyanide Fe(CN),'''', 
and ferricyanide Fe(CN),'", ions respectively, which they yield in solution : 

KJFe{CN,] ^ 4K+ + [Fe(CN).]""; K^CFeCCN-),] ^ 3K+ + [Pe(aN).]'". 

The ferrocyanide ion contains bivalent iron, while the ferricyanide ion contains 
trivalent iron. But neither of them responds to the test for iron and cyanide 
ions in solution. 

Potasdum ferrocyanide, K,Fe(CN) 3 , may he made adSing excess of 
potassium cyanide to ferrous sulphate solution until the precipitate just redis- 
Bolves—the solution deposits yellow crystals of potassium ferrocyanide on 
concentration : PeS 03 + 6 KCN = K 3 [Fe(( 5 Nf,] + KjSO^. 

It is usimlly made from spent iron oxide of gas works (p. 640) containing 
Prussion blue. The spent oxide is boiled with milk of lime and filtered. The 
filtrate of calcium ferrocyanide, Ca,[Fe(CN),], is treated with pAassium carbo¬ 
nate when calcium carbonate is precipitated and potassium ferocyanide remains 
in solution. Ca 3 [Fe{ 0 N),] + 2 K 3 OO, = 2CaC0, + K,Fe(CN),. 

The filtrate yields yellow crystals of potassium ferrocyanide or yellow prussiate 
of yotash, K^Fe(CN),.311,0 on evaporation. 

When nitrogenous organic matter such as horn and leather clippings is fused 
with iron filings and potassium carbonate, and the mass boiled with water, the 
solution yields potassium ferrocyanide crystals on concentration. 

With excess of ferric salt its solution gives a deep blue precipitate of 
ferric ferrocyanide, called Prussian blue—a teat for ferric iron. 

Potasrinm ferricyanide. K^PefCN)., is made by oxidising potassium ferro- 
cyanide with chlorine; 2K*Fe(CN), -h 01, = 2K,[Fe(CN),] 2K01. 

31 
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Potassium chloride is separated by fractional crystallisation, and dark red 
crystals of potassium f^rricyanide (red 'pnatialt of ’potash) are obtained. 

With excess.of ferrous salt it gives a deep blue precipitate, called Turn- 
buU’s blue, which is identical with insoluble Prussian blue —a teat for ferrout 
iron. Potassium ferricyanido is an oxidising agent. 

Cobalt Co = 53 94. 

Occurrence.—The chief co^jali ores are: amaltite or speias cohalt, CoAs,, 
eabalMt or cobalt glance, CoSAs, found in Ontario, Canada. Cobalt and nickel 
usually occur together. 

Extraction.— The ore is roasted to remove As and S as volatile oxides, and 
is then smelted in a blast furnace with fuel and a flux of sand and lime¬ 
stone—two layers separate : iron passes into the slag in the upper layer, and 
cobalt and nickel arsenide settle at the bottom as apeiaa. The speiss is roasted 
with common salt. This operation eliminates the arsenic and converts the 
metals into the chlorides. The roasted mass is leached with water, and the 
copper is precipitated from the solution by scrap iron and the iron by bleaching 
powder and chalk. The precipitate is removed by filtration, and the cobalt is 
precipitated from the filtrate as hydroxide by adding more bleaching powder : 

2CoCl, + 2Ca(OH),, + Ca(OCl)Cl + H,0 = 2Co(OH), + 3CaCl,. 

Nickel in the filtrate may be precipitated as basic carbonate by sodium carbonate. 
The cobaltic hydroxide is ignited and the cobalt oxide Co^O^, formed is reduced 
to metal by heating r/ith coke in the electric furnace. CojO* + 4C = 3Co -p 4CO. 

Cobalt is a silver white metal, closely resembling nickel. 

Uses.— (i) In cobalt plating, (ti) In making cobalt steel (35 p.c.) used 
for peimanent magnets, (iii) In making alloys such as Festal metal or cochrome 
(Cr, Pe, and Co) used for cutlery, end stellUe (Co, C’r, and W) used for 
surgical instruments, and (iv) In making the blue pigment cobalt silicate, 
smut. 

Cobalt Compounds. — Cobal.t forms stable cobaltous (bivalent Co) 
compounds—cobaltous salts form pink solutions; cobaltous salts show 
pink, violet or blue colour in the solid state. Cobaltic salts (trivalent 
Co) arc very unstable—only few simple salts are known, e.g., CoF, 
and Co 2 {SOjg. 

Cobaltous oxide, CoO, a green powder, is formed by heating hydroxide, 
carbonate or nitrate in absence of air, or by passing steam over red-hot cobalt: 
HjO -f Co = H, -f CoO. When heated in air it forms Co.O^. It dissolves in 
Acids to form Cobaltous salts. It is used in making blue glass, glaze and 
enamels, and also for decorating cbinaware blue. 

Hydrated coboitie ouMe, Co,0». is obtained as a black mass from cobalt 
solutions by hypochlorite i 

Colialto<-cobaltjc oxide. Co,0„ a black powder, is made by heating cobalt 
nitrate or any, cobalt oxide in air. 

Cobaltous hydroxid** CoM)Il), is obtained as a rose-red precipitate by boiling 
cobaltous salt solution xffith alkali hydroxide—^the precipitote dissolves in ammonia; 
the solution absorbs oxygen on exposure to air, forming a pink solution of a 
cobedUanminc containing trivalent cobalt in a complex. There are some 
2000 cobalt ammines known. [Co(NH,),]Cl, is a typical example. 

Cobaltous carbonate: CoCO,. 6H,0 is obtained as a pink precipitate by the 
action of NaHCOa on cold cobaltous salt solution. 

Cobaltous cMbride, GoCl„6HaO, dark red deliquescent crystals, is made 
by dissolving the ox^de or carbonate in hydrochloric acid and crystallising. 
Tt is used as a sympathatie ink, (p. 54). 

-^'.Cobaltom aitrate^' ColNOjl^fiHjO, is made in pink deliquescent crystak 
from a solutiqn of the oxide, carinate or the metal in dilute nitric acid. 
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Cobalt nitiate solutiou is used in blowpipe analysis for A1 (Thenard's blue). 
Zn (Kuunan’s green), and Mg. 

Cobaltons salphafe, CoSO^, 7H,0 is made in rose-red crystals from a solution 
of Co, oxide or carbonate in dilate sulphuric acid. It is isomorohous with 
green vitriol. It forms doable salt with alkali sulphates, e.g., K,S 04 ,doS 0 ^ 6 H, 0 . 

Cobaltoiis sulphide, CoS,* is obtained as a black precipitate by passing H,S 
througJi ammoniacal solution of cobaltous salt—^it is not precipitated by H,S 
from acid solution; but it is not soluble in dilate acids. It dissolves in strong 
HCl or aqua regia. ^ ' 

Complex cobaltic complmc.— The most important cobaltic com¬ 
plexes are the cobaltammtnes, the cobalticyaniaes and the cobalH- 
nitrttes. The typical examples are: hexamine cobaltic chloride, 
{Co(NH,),]Cl,; potassium cobalticyanide, KafCofCN),]; potassium 
cobaltinitnte, K 3 [Co(N 03 )J. 

Sodium cobaltinitrite, Na 3 [Co(N 02 )g], is formed by adding 50 per 
<xnt acetic acid to a solution of cobalt nitrate and sodium nitrite; 
it is precipitated by alcohol: 

Co(N03)2+6NaN02+2HN02 = Na3[Co{N03)3]+2NaNO, + NO+H20. 

Bodium cobaltnitrite solution is a reagent for potassium salt with which it 
gives a yellow precipitate of potassium cobaltinitrite. 

Detection of cobalt. — Dry test. —(i) A cobalt compound,* when heated with 
sodium carbonate on charcoal in a reducing flame, yields a grey, feebly magnetic 
mass, (it) Cobalt compounds give beautiful blue borax bead both in oxidis¬ 
ing and reducing flames. 

Wet tests .—Solution of cohal salt (i) gives a black precipitate^ of CoS when 
U,S is passed into its ammoniacal solution; (ii) forms a yellow precipitate of« 
potassinm cobalti nitrite K 3 [Co(N 03 ) 4 l with potassium nitrite in presence of 
-excess acetic acid (distinction from Ni); (ill) forms a blue upper layer on 
adding ammonium sulphocyanide and shaking with amyl alcohol and ether 
{distinction from nickel). 


Nickel Ni = 58-69 

I 

Occurence. —Metallic nickel is found with iron in meteoriiiea. Chief nickel 
ores are : pentl andite CiJi, Cu, Fe)S, found in ‘Sudbury7'Ghtarlo, and gamierite 
(Ni,Mg)Si0„"xH,O;; found in New Caledonia. Other ores are: smaltite 
(Ni,Co,Fe)A3„ niccolite NiAs, mUleriU NiS, nickel glance NaAsS. and nickd 
bloom Ni,(A804)3, H,0. 

Metallurgy.—The Sudbury ore is sulphides of Ni, Cu and Fe, 
and contains about 2 5 ]).c. Ni, 1'5 p.oi Cu, and the precious metals 
Ag, Au and Pt, etc. The ore is concentrated by floatation, and the iron 
is then removed by selective oxidation, exactly as in metallurgy of 
copper; for this the ore is (i) roasted, (ii) smelted with fuel (coke) and 
flux (silica) in a blast furnace to a slag of ferrous wlicate and a crude 
matte of nickel and copper sulphides, still containing some iron; the 
latter is therefore (iii) bessemerised, giving a slag of ferrous silicate and 

a refined matte of CmS and NiS (composition 56 Ni, 24^-30 Cu, OT_0-6 

Fe, 14—7 S). The reimed ma tte is dther roasted and reduced with coke 
in an electric furnace to moiiel metal (Ni 67, Cu 28, Fe and Mn 5) or 
worked for nickel by: ' 

(a) The Mond procem which depends on the formation and subse- 
<]uent decomposition of volatile nickel carbonyl; Ni+4CO^=iNi(CO)4, 
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(i) The refined matte is roasted to oxides and leached witli hot 
dilute HjSO^ which dissolves out most of the copper oxide but not the 
nickel oxide, which remains insoluble. 

(ii) The oxides of Ni and Cu are then reduced at 300" to 350* to 
finely divided Ni and Cu by the hydrogen in water gas, which is thus 
enriched in CO. NiO+H, =: Ni+HaO; CuO + H, = Cu+HaO. 

(iii) The nickel is tlien volatalised at 60"C in a current of CO 
(the enriched water gas from operation (ii) above, is used) as nickel 
carbonyl—copper does not form carbonyl. 

(iv) The nickel carbonyl is then decomposed into Ni and CO at 
180*C in contact with fine nickel granules—nickel is deposited on the 
granules, and CO is used over again for volatilisation in operation (iii). 
The nickel is 99-8% pure. The residue in the volataliser contains the 
precious metals Ag, Au, Pt, etc. Copper sulphate is a by-product. 

(b) The Oiford process >n which the matte is smelted with coke and salt-cake 
which forms sodium sulphide, and poled when two layers separate—^the top 
layer of sodium and cuprous sulphides, and the bottom layer of nickel sulphide 
which is separated, roasted to the oxide and reduced to nickel by heating with 
charcoal. 

Nickel is refined by electrodeposition from nickel ammonium sulphate 
solution with a crude nickel block as anode and a pure sheet of Ni as cathode. 
The same process is used in nickel plating. Nickel plating readily tarnishes 
in town air. 

Properties. —Nickel is a greyish-white, hard but malleable metal 
jcapable of tSking high polish, ft resembles iron, thus it is attacked 
lay steam or dilute acids but is unattacked by molten alkalis; con¬ 
centrated nitric acid renders it passive. But it does not rust, and 
hence its use for electroplating. Nickel is slightly magnetic. 

Ni+HaO ^ NiO-f-H^; Ni+2HC1 = NiCl^+H^. 

Uses.— (i) In electroplating, (ii) In making crucibles, tongs, and utensils for 
dairies (iii) As a catalyst in hydrogenation of oils, and (v) In making allop ; 
Oermak sdver and mond metd (p. 457), nichrome (p. 487), 
with 35 p.c. Ni, very low coefficient of thermal expansion, osed m maki g 
pendulum, and measuring instruments), nickel coins (Ni 25 On 75). 

Nickel CQmpOlinds.—Nickel forms stable nickelous salts (bivalent 
Ni) which give green solutions. Nickelic salts (trivalent Ni) arc 
unknown (ct Fe and Co). 

Ni^el mqpoxide, NiO, a green powder, prepared as CoO. With acids it 
forms nickelous salts. 


Nickelic oxide. 


NiA, 


a black powder, made as Co,q,. It liberates chlorine 


a black powaer, maae as 

from hydrochloric acid. Ni,Os-t-6HCl = 2NiClj,-+-3H,0-hCl,. 

Nickel Hydroxide, Ni(OH),. It is insoluble in alkali hydroxide but diMslvea 
in SSa or”mmonium salt* solution to a blue soluhon-the solution is not 
oxidised by air or H,0, (difference from cobalt). 

Nickel carbonate, NiC0„6H,0, green, made as cobalt carbonate. 

Nickel chloride, NiCl,. 6H,0, green deliqne^nt crystals, made from a. 
eolntion of nickel in aqua regia or the oxide m Hbi. 

Nickel aalphate, NiS0„7H,0, green rhombic prisms. Msembles cobalt 
golDhatoCoSof, 7H,0 and also made similarly. It forms the double salt nickel 
f ^twoninm sulphate, NiSO^jlNHdjSO^fiHjO. 
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Nickel nitrate, Ni(NO,)„ 6H,0, green dcliquescenl cr^tals, made as cobalt 
nitrate. 

Nickel sulphide, NiS, black, resembles CoS and also obtained similarly. 

^ckel carbonyl, Ni(CO^, a colourless poisonous liquid, b.p. 43’8** and 
m. p. —25*, is made by passing CO over finely divided Ni at 30* 
Ni-f-4CO Ni(CO)^. When pure, the carbonyl explodes at 60*. 

Ni{CO)^ rs Ni+2CO,+2C, but when diluted with CO it decomposes reversibly,, 
by heat. Ni(CO)^ n Ni + 4CO. • 

Detection of nickel. — ^Dry tests : (a) Blowpipe test. —Nickel compounds when 
h^ted with sodium carbonate on charcoal give a grey mass of slightljr magnetic 
nickel, (b) Borax bead test, — The bead is coloui'cd brown in oxidising name, 
and grey in reducing flame. 

Wet tests. — Solution of a nickel salt (i) gives a black precipitate of NiS 
when H,S is passed into the ammoniacal solution, (ii) gives a red precipitate 
of nickel dimethyl gyloxime on warming when an alcoholic solution of 
dimethylglyoxime is added to the ammoniacal solution {difference from^ Co). 
This is a delicate teat for nickel. The precipitate is filtered, washed, dried at 
110°—^120®C, and weighed for estimation of nickel. 

Separation of nickel and cpbalt —The metals are precipitated in group IIIB 
as the sulphides which are dissolved by heat in aqua regia or in strong HCl 
containing KtDlO,; tho solution is evaporated to dryness and the residue dissolved 
in water. Potassium cyanide is then carefully added to the solution until the 
precipitate first formed just redissolves. The solution (contains potassium 
cobaltocyanide and nickelocyanide : CoCl, + 6KCN s= K^[Go(CN),] + ^Cl. 

. NiCl, 4- 4KCN = K,[Ni(CN)J + 2KC1. 

On warming the solution with sodium hypobromite (bromine and caustic 
soda) the nickelocyanide is decomposed, forming a black precipitate of hydrated 
nickel dioxide, NiO,, mainly, while the cobaltocyanide is oxidised to the cobalti* 
cyanide and remains in solution. 

K,[Ni(CN)J+2NaOH+0 = 2KCN+2NaCN+Ni0,+H,0 
2K.[Co(CN),3+H,0+0 = 2K,[Co(CN),]+2KOH 

Exercises 

1 . Name the important ores of iron. Describe the process of making pig 

iron, stating the main reactions that occur. If. P. Board '46. 

Explain the changes involved, if any, when a piece of .iron is dipped in (a) 
strong nitric acid, (b) a solution of copper sulphate, (c) a solution of ferric 
chloride containing hydrochloric acid. Calcutta '45. 

2. What U the difference in composition between cast irort, wrought iron 

and steel? Describe their properties and uses. How is steel manufactured by 
the Bessemer process? Madras '49. 

Given metallic iron, how would you prepare from it ferrous sulphate, ferric 
chloride, magngtic oxide of iron and ferric oxide? , Calcutta '59. 

3. Describe the preparation of specimens of anhydrous ferrous and ferric 
chlorides from iron. How is green vitriol obtained commercially,*and what is 
the action of heat upon it. How would you distinguish between ferrous and 
ferric iron? How would you obtain ferric chloride from “ferrous sulphate? 

4. State what changes occur when (i) nitric oxide is passed into ferrous 
sulphate solution, (ii) strong sulphuric acid is cautiously added to a solution 
containing sodium nitrate and ferrous sulphate, (iii) ferrous sulphate solution 
is boiled with strong sulphuric acid, (iv) hydrogen sulphide is passed into ferric 
chloride solution, (v) ferric chloride solution is treated with sodium carbonate 
(vi) ferrous chloride solution is saturated with chlorine, (vii) a solution of ferrous 
sulphate is left exposed to air, (viii) ferric oxide is strongly heated with sodium 
carbonate. 

6 . Describe the manufacture of steel from pig iron. What are (a) mild 
steel, (b) hard steel (c) alloy steels? Give the composition and uses of alloy steds, 

Punjab '48. 



XXXIV 

Chromiiiiii and Manganese 

Cb‘romium and manganese are teamsitional eleinents (p. 163). 


At, no. At. wt. Density At.-vol. M. pt. ®C B. pt, *0 

Chromium 24 * 52-01 6*74 7*7 1800* 2200° 

Manganese 25 54-93 739 74 1260* 1900" 

They exhibit variable valency and give colouerd ions —^bivalent chromoua ion. 
is bltte, and manganous ion pin%, whereas trivalent chormic ion is green and 
manganic ion violet, Chromoua salts are very unstable and are oxidised to stable 
chromic salts more readily than ferrous salts. Manganous salts are stable, 
like cobaltous salts, while manganic ealts are extremely unstable. 

Their higher oxides are acidic, thus CrO is basic, Cr,0, amphoteric and 
CrO, acidic, while MuO and Mn^Oj are basic, MnO, amphoteric, MnO^ and 
Mn.O, acidic. Chromates are isomorphous with inungunates, e.g., K,CrO« and 
K,MnO^. 

Acidity of their higher oxides provides the only excuse for their classification 
with sulphur and chlorine. Thus both CrO_, and SOj are acidic, and the 
chrtmato, e.g., KjCrO , and sulphate, e.g., K^SO,, are Isomorphous. Mn,0^ is 
acidic and explosiyp like Cl^O,, and perchlorates and permanganates are i.so<aor- 
phous, e.g., KCIO^ and KMnO^. 

Chromimn Cr = 52-01 

OcdUTence. — The principal ore of chromium is chromite or chrome iron 
■loiM which iSs ferrous chromite FeCf.O^ or FeO, Cr,Oj. It is mined in South 
Africa, Bussia, India and other places' 

^ Chromite is highly refractory and is made into chrome bricks for furnace 
linings. Most chromium compounds and the alloy ferroehrome are made from it. 

Extraction.—Metallic chromium is made from chromic oxide 
Cr^Oj by the thermite process: Cra 03 + 2 Al= 2 Cr+Ala 0 , +120,000 cals. 

A mixture of dry chromic oxide and ahuniuium powder is taken in a refrac¬ 
tory crucible, and a cartridge of barium peroxide and magnesium powder, provided 
wi^ a fuse of magnesium ribbon, is inserted in the mixture. The reaction is 
started by igniting the magnesium ribbon. The ‘thermit’ reaction evolves so much 
heat that the chromium melts and collects as a liquid under the alumina. 

Properti^L— (i) Chromium is a hard but malleable bluish white 
metal that does not tarnish in oir, and hence its use in chrommm 
plating. 

(ii) It decomposes steam at red heat: 2Cr-i-3H,0 =£ CtjOj + SH*. 

^ii) It. dissolves slowly in dilute acids, giving hydrogen and a 
chromous salt: Cr;i-2HC1 = CiCla-i-Ha. 

Concentrated sulphuric acid attacks chromium, forming .the sul¬ 
phate and sulphur dioxide. Concentrated nitric acid renders chromium 
Passive (cf. iron). 

Uses of ghromi mw. —Chromium finds uses in (i) special steel industry, and is 
employed in the form of the alloy ‘ferro chrome’ of 60—70 p.c. chromium with 
iron, made by reducing chromite with coke in an electric furnace. 

FeCr,0^ + 4C = Fe + 2Cr + 4CO. 

Chromium steel is extremely hard and tough, and is used in making armour 
.{dales, catting tools, etc. StmiUesa steel is ordinary steel with 12<»14 p.c. of 





CHROMIUM AND MANGANESB 


487 


chromitun, extensively used in cutle^. Steels with 17—18 p.c. of chromium and 
7 p.c. or more of nickel have superior corrosive resistance. Chromium vanadium 
steel 48 extremely hard., and is used in locomotive wheels, axle shafts, etc. 
chromium tungsten steel is used for high speed tools. 

(ii) Making alloys. —^The alloy nichromo (Ni 60, Fe 25, Cr 15) has a high 

resistance, and is used fo» resistance heaters. • 

(iii) Chromium jdating. —(chromium is deposited electrolytically from a solu¬ 

tion of chromic acid in sulphuric acid—chromium plating resists wear aud corrosion 
extremely well, and is silver-white in colour. ^ 

Chromium Compounds. —Chromium forms the oxides : CrO, Cr,0,, and CrO,. 

(i) Chromous oxide, CrO, strongly basic, forms, unstable cbroinous salts, 
usually blue in colour, containing bivalent chromium, and resembling ferrous 
and manganous salts. Chrotnons mlts are reMdily oxidised to the chromic, state, 
and hence they are reducing agents. 

(ii) Chromic oxide, Cr,,0, green in colour, weakly basic and amphoteric, 
forms stable chromic salts, violet or green in colour, containing trivalent chromium 
and resembling ferric salts. 

(iii) Chromium trioxide, (’rO,, dark-red in colour, strongly acidic, forms 
yedlou) chramaies, and orange-red dichro-mates, containing hexavalenfc chromium. 

€3iromoiis chloride.— Anhydrous chromous chloride, CrCl,, is 
made as white crystals by passing HCl ga.s over metallic chromium. 
Chromous chloride in solution is obtained by reducing a chromium 
compound with zinc and hydrochloric acid in abseace of air; 

K^Crp, -f 8HC1 -f 6H == 2Ka -f 2CrCl, + 7H,0 
CrCn, (-H - CrClj-bHCI 

On adding zinc and concentrated hydrochloric acid to the orange-red solu¬ 
tion of potassium dichromate, the liquid first becomes green (CrCI,) and then 
blue (CrCl,). The blue solution thus prepared is added to a saturated solution 
of sodium acetate, when a red precipitate of chromous sioctato is produced. , 

The chromous acetate is dissolved in ice-cold concentrated HCl in a flask 
from which the air is expelled py hydrogen, and a current of IICI gas passed 
into the solution, when a blue precipitate of chromous chloride, CrCl,, 4 H 30 , is 
thrown down. 

It is a strong reducing agent, and is readily oxidised in air to 
chromic chloride. It liberates hydrogen from an acid solution: 

2CrCl j + 2HC1 ^ 2CrCl3 -b 

Chromous sulphate, CrSO^, TH^O, isomorphons with ferrous sulphate, is 
obtained in blue crystals by dissolving the ebromons acetate or the metal in 
dilute H,SO« and cooling. Like the chlojide, it is a reducing agent. 

Chromous oxide, CrO, is formed as a black powder by exposing chnimium 
amalgam in air. Chromous hydroxide formed as a brownish-yellow mass by 
adding caustic soda to a solution of chromous salt, yields chromic oxide on 
healing : 2Cr(OH), = Cr.O, -f H.O + H,. 

Chromic oxide, Cr,0.„ isomorplious with AljO, afld Fe^O, is formed as a 
green powder by igniting chromic hydroxide or ammonium dichromate. 

(NH^Xr^O, = N, H- 4H3O + Cr^O,. 

The ignited oxide^ is insoluble in acids, but it may be converted to sodium 
chromate by fusion, with sodium peroxide. 

Cr,0, + 3Na,0, -f 11,0 = 2Na,CrO, + 2NaOH 

^ Chromic oxide^ is used as green oil paint under the name chrome green. 
This is also used in tinting glass and porcelain. Ouignet's green, Cr,0g,2H,0, 
a pigment, is obtained by fusing potassium dichromate with .boric acid. 
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Chronic hsrdroxide, Or(OH)g, is formed as a pale green gelalinous precipitate 
by the action of alkali hydroxide or ammonia cn the solution of a chromic salt: 

CrCl, + 3NH*OH = Cr(OH), + 3NH*C1. 

It is readily converted to chromate on treatment with sodium peroxide or 
bromine in presence of alkali; 2Cr(OH),+3NajOj = 2Na,Cr04+2Na0H+2Hj,0. 

Chromic chloride, CrCl3, is made in the anhydrous state by pass¬ 
ing chlorine over a heated mixture of chromic oxide and coke: 

CrPs + SCla+SC = 3CO+2Cra, 

Hie crystals thus prepared are insoluble in water and even in boiling con¬ 
centrated sulphuric acid, but readily dissolve in water in presence of a trace 
of reducing agent such CrClj, SiiCl,, etc., giving a green solution, 

A green solution of chromic chloride may be made by boiling 
chromic acid, CrO^, with concentrated hydrochloric acid: 

2 Cr 03 + 12 HC 1 = 2 CrCl 3 +BC\^ + 6H3O. 

The solution deposits green crystals of the hydrate, CrCl3,6HjO, 
on aystallisation. T^e hydrate exists in three forms: (i) violet 
|Cr(H30)3]Cl3; (ii) light green [Cr(H30)3ClJCl3.H30; (iii) dark green 
[Cr(H30)4Cl3JCL2H30. 

Chromic sulphate, Crj.(SOJ„ 18HjO, is obtained in violet octahedral crystals 
by dissolving chromic hydroxide with concentrated sulphuric acid, and allowing 
the green solution to stand. 

Chrome alum, K3S04,Cr3(S0j3,24H20, made by reducing 
potassium dichromate acidified with sulphuric acid with sulphur 
dio^cideor alcohol; K^Cr^O^-fHaSO^+SSOa = K3S04-i-Cr3(S04),-l-H30. 

Potassium dichromate is dissolved in hot water, and then cooled 
and acidified with a little concentrated sulphuric acid. Sulphur 
dioxide is passed into the well-cooled solution until the colour changes 
from orange-red to green. Violet octahedral crystals of chrome alum 
deposit on standing. 

Chrome alum is used in dyeing, calico-printing, and in chrome-tanning. 

Chromium trioxide, CrO,, is made by adding concentrated sulphuric acid 
to saturated solution of potassium dichromate. The dark red crystals of chromium 
trioxide deposit, and are filtered through asbestos. 

K,Cr,0, + 2H,S04 = 2KHSO4 + 2CrO, + H,0. 

Chromium trioxide is sometimes called ‘chromic acid’ (of which it is the 
anhydride; HjCrO^ is unknown). Its aqueous solution is red and strongly acid. 
It decomposes by qtrong heat, giving off oxygen : 4CrO, = 2Cr,0, -t- 30,. 

An acidic oxide, it forms two scries of salts, the chromatid (e.g, K,CrO^) 
and dichromates (fe.g. KjCr^O,), analogous to sulphates and disulphates. 

Chromates and dichromat^ — These most important compounds 
of chromium are obtained directly from chromite. A mixture of 
finely powdered chromite, sodium carbonate and quicklime is heated 
to redness in a reverberatory furnace vAth free admission of air, when 
the chromium is oxidised to sodium chromate (yellow in colour) and 
the iron to ferric oxide—the addition of lime keeps the mass porous 
and prevents fusion. 

4FeGra03-i-8Na3C03-f70j, = 8 Na 3 Cr 03 -|- 2 Fea 0 ,-b 8 C 0 j. 
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The sodium chromate is extracted with water, and the solution 
is acidified with concentrated sulphuric add. The sodium sulphate 
separates and is removed. 

2NaaCrO^+H3SO^ = Na^SO^+NaaCrP. + Hp.^ 

Tlic solution is condfentrated, when deliquescent red crystals of 
sodium dichromate, NagCr30^,21420 are deposited. 

Potassium dichromate^ KjCr^O,, being les$ soluble than the sodium 
salt, is made by adding KCl to sodium dichromate solution—potassium 
dichromatc deposits first in red crystals. 

Na3Cr30, + 2KCl = K3Cr30,+2NaCl. 

Potassium chromate, KgCrO^, is made by adding calculated 
amount of potassium hydroxide or carlionate to a solution of potassium 
dichromatc—the solution on concentration yields lemon yeTIofW crystals 
of KgCrO^, isomorphous with K3SO4. 

KaCr^O, + 2 KOH = 2 K 3 CrO^+H3O. 

Both potassium chromate and potassium dichromatc are non- 
deliquescent and crystallise without water of crystallisation. Sodium 
chromate NaaCrO^.lOHjO and sodium dichromate, Na3Cr207,2H,0, 
arc both deliquescent. Potassium dichromatc is modbratcly soluble in 
cold water, and freely soluble in hot water. 

Chromates anrl dichromates are used as oxidising agents, as niordantg in 
dyeing, in chrome-tanning, and in making pigments. ^ 

Potassium dichromate is a valuable oxidismj agent in volumetric analysis.* 
In acid solution it yields 3 atoms of oxygen per molecule, thus : 

K,Cr,0, + 4H,S0* = K,SO* + Cr,{SO.), + 4H,0 + 30. 

K,Cr,0, + 7H,S0, + 6FeS0* = K,SO, + Cr,(SO,), + 3Fe,(S0J, + 7H,0. 

K,Cr,0, -f 7 H 3 S 0 ^ + 6 KI = 4 K 3 SO, + Or 3 (SOJ, + 31, + 7H,0. 

KXr,0, + H,SO* + 3S0, = K,SO^ + Cr,(SOJ, + H,0. 


Ammonium dlchromate, (NH,),Cr,0„ is made by adding ammonia to requisite 
quantity of chromium trioxide in solution. It forms orange crystals which 
decompose on heating : (NH,)',Cr,0, = N, -H 4H,0 + Cr,0,. 

Lead chromate, PbCrO^, is made by mixing a solution of a load salt with 
that of a chromate. It is insoluble in water; a bright yellow powder much 
used as a pigment under the name of 'chrome yellow'. Basic lead chromate 
PbCrO,, PbO is the red pigment 'chrome red '; mixed with lead chromate it 
forms chrome orange. • 


Qiromyl Chloride, CrO,Cl is obtained as a dark red liquid by distilling 
a mixture of potassium dichromate and sodium chloride with concentrated 
sulphuric acid, • 

K,Cr,0, + 4XaCl +6H,S0* = 2CrO,Cl, -f- 2KHS0, -l-,4NaHS0* + 3H,0. 

Bromides and iodides, however, do not form similar volatile chromium 
compounds but liberate free halogens, when heated with KjCrjO, and H 3 SO 4 . 

The reaction is, therefore, used to detect a chloride in presence of bromidw 
and iodides-the distillate (of CrO,Cl ) is collected in NaOH solution wh^ xt 
is hydrolysed to sodium chromate : 4 Na 0 H+Cr 02 Clj = NaaCT 04 + 2 NaCl+ 2 Hj| 0 . 

The sodium chromate solution acidified with acetic acid, gives a yellow preci¬ 
pitate of lead chromate with lead acetate solution. 

Chromyl chloride is readily hydrolysed by water: 

Cr0,Cl,4-H,0 = CrO,-f2HCl. It is an oxidising agent. 
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Chromic SDlpliUe^ is made b^r boating eulphnr 'with chromiiim or 

CrCl, in H^S. It is not formed by the action of ammonium sulphide on chromic 
salts, only chromic hydroxide is precipitated (e/. A1,S,). 

CrCl, + 3(NHJ,S + 6H,0 = 2Cr(OH), + 6NH.C1 + 3H,S. 

Defection of diiomiam. — (i) Bi?raz bead test.—'The presence of chromium is 
indicated by the preen colour of the bead. 

(ii) Fusion test. —mixture of a chromium compound with sodium carbonate- 
and a crystal of KNO, or with sodium peroxide, on being strongly heated on 
a piece of broken porcelain, /onns a yellow melt which contains sodium chromate^ 
The^ fused mass is extracted with water—the yellow solution of Na,CrO^ is 
acidiBcd with acetic acid and treated with lead acetate when a yellow precipitate 
of PbCrO^ is formed : Crj,Oj + SNa^O, + H,0 s= 2Na,CrO^ + 2NaOH. 

(iii) Perchromic acid test .—^A cold solution of a chromate acidified with 
dilute HjSO^ is covered with ether and hydrogen peroxide is added, and the 
mixture shaken, when the ether layer assumes a deep blue colour owing to tht- 
formation of perchromic acid, CrO„ which dissolves in ether. 

Manganese Mn = 54 93. 

Occorrence. —The princinal ore of manganese is pyrolatite, manganew* 
dioxide, MnO^. It is nsnally contaminated with ferric oxide. Next to Bnssia, 
India is the biggest producer of pyrolusite. Less important minerals are braunito. 
Mn,0,; manganite, Mn^Oj, HjO, and hansmannite, Mn^O*. 

Preparation^ Impure mantranese, containing carbon, is made by 
strongly heating the oxide with carbon: 

MnaO^+ 4 C= 3 Mn + 4 CO. 

A purer metal is obtained bv the thermite process. Manganese 
.dioxide is hc'ated to redness to yield .the oxide Mn^O^. This is mixed 
with aluminium powder and ignited in a crucible {cf. chromium. 
p. 486 ): SMUgO^ -h 8 A 1 =4AI2O3 + 9 Mn. 

Propcrties.r— (i) Manganese is a greyish-white, hard and brittle 
metal with a high m.p. of 1260 *. 

(ii) It is not easily oxidised in air unless it contains tarbon or 
is finely divided—^the finely divided metal burns in air. 

(iii) Unless quite pure, it decomposes cold water, giving off 

hydrogen: Mn+2HjO=Mn(OH)2+Hj. The pure metal is only 

slightly attacked by steam. 

(iv) It dis«dves in dilute acids (even in dilute nitric acid) giving 
off H. and yielding manganous salts: Mn+ 2 HC 1 = Mnaj + H,. 

(v) It combines with nitrogen above 1200 * forming nitride and 
with carbon in the electric furnace, yield the carbide Mn^C. 

Uses of manganese.-— The inctnl is mainly used in 8t«el industry in making 
alloy steels and as a deoxidiser. It is added to the steel in the form of ferrO' 
manganese and epiegehisn. 

Ferro-manganese, an alloy of Fe and Mn (70—80 p.c. Mn) is obtained by 
smelting a mixture of iron and manganese ores with carbon in the blast furnace 
Spiegeleisn, also an alloy of Fe and Mn, contains 20—30 p.c. Mn only. 

Manganese steel, ^ containing up to 13 p.c. Mn, is extremely hard and 
tough, and is used in making jaws of rock-crushers. Manganin is an alloy 
of^ copper 82—84, manganese 12—15, and nickel 2—4, and is used for resistance 
coils since its electrical resistance is very slightly affected by temperature. 
Manganese brome, an alloy of Ou 55—65, Zn 30—45, Fe O'S— 2, and Mn and 
A1 0‘2—4, is used for making propeller blades, because of its stability towards- 
sea-water. 
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Afangaacfle Compoonda.—^Maagsnese forms the oxides : MnO, Mn,0„ Mn,0;, 
MnO,, MnO, and Mn^O,. 

Manunom oxide, MnO, ttrongly basic, foms the stable manganous salts, 
s.g., MnUl, and MnSO^, in which the metal is bivalent, and which are similar 
to ferrous^ and chromous salts except that they are nob at all easily oxidised 
to manganic salts. Hydraied manganous salts are pink in colour. * 

Manganic oxide^ Mn^O,, _ basic, forma unstable manganic salts, e.g., 
Mn,(SOj 3 , in which the metal is trivalent, and which are similar to ferric and 
chromic salts. 

Mangano>nianganic oxide, is a mixed oxide of MnO and Mn^O,. 

Mai^nese dioxide, MnO,, weekly acidic, contains teiravalent manganese, 
and forms manganites, such as CaMnO,. 

Manganese trioxide, MnO,, acidic, contains hoxavalent manganese, and forms 
manganates, such as Na^MnO,, isomorphoos with sulphates. 

Manganese heptoxide, Mn,0,, acidic, contains heptavalent manganese and 
gives rise to peimanganates such as KMnO,, which are isoraorphous with per¬ 
chlorates. 

The basic character of the oxides of manganese progressively decreases with 
the increasing valency of the metal [vide p. 177). 

Manganous oxide, MnO, an olive-green powder, made by heating a higher 
oxide of manganese in hydrogen : MnO, -f H, MnO -f- H,0. It is basic and 
foiTOs manganous salts w'ith acids. 

Manganous hydroxide, Mn(OH),, is obtained as a >q(bite precipitate by the 
action of alkali on manganous chlorido or sulphate solution. It quickly absorbs 
atmospheric .oxygen to form brown manganic hydroxide. 

2Mn{OH), -f 0 = 2MnO(OH) + H,0. 

Manganous carbonate. MnCO,, is, formed as a white or pale buff-coloured 
precipitate by adding sodium carbonate to a manganous sail solution. It,de¬ 
composes on heating to manganous oxide ; MnCO, = MnO + CO,. It is sparingly 
soluble in water containing CO,, forming bicarbonate. 

MnCO, + H,0 + CO, = Mn(HCO,),. 

Manganous chloride, MnCl,, is made by boiling pyrolusite with 
strong hydrochloric acid till no more chlorine is evolved: 

Mn03+4HC1 = MnCl 2 -f- 2 H 30 -i-Clj. 

TTie solution usually contains ferric chloride which is precipitated 
as ferric hydroxide by adding precipitated manganous carlwnate: 

2FeCl3-i-3MnC03-f-3Hp = 2Fe(0H)3-}-3MnQ,-i-3C03. 

The filtrate is concentrated when pink monoclinic crystals of 
MnCl2,4H30 separate. It may alsd be made by heating pyrolusite 
with ammonium chloride, and extracting with hot water and 
crystallising. Manganous chloride is deliquescent and highly soluble 
in water. SMnOa-t-GNH^Cl = 3MnClj,-i-N2-i-4NH3 + 0HA 

Manganous sulphate, MnSO,, is made by *heating pyrolusite with 
concentrated sulphuric acid: 2Mn03-b2H3S03 = 2MnS04-f2H3O-1-O,. 

The solution is evaporated to dryness, and the residue is heated 
to decompose the ferric sulphate: Fe3(SOj3 = FcjOj-j-BSO,. The 
residue is extracted with water; the filtrate on concentration yields 
pink monoclinic efflorescent crystals of MnSO^, 4H3O. 

There are several hydrates. MnS0.,7H,0 is isomorphons with FeS0,,7H,0, 
and MnS0,,5H,0 is isomorphons with blua vitriol CuS 04 , 5 H, 0 . 
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Mane^oiisnitrate, Mn(NO,),, is formed by dissolving manganous carbonate 
in dilute nitric acid. On evaporation pink deliquescent crystals of Mn(N 03 ),, 6H,0 
separate. It decomposes on heating: Mn(NOs)a = MnOj + 2NO,. 

Manganous sulphide, MnS, is formed as a pale pink or buff precipitate by 
passing U^S into a neutral or alkaline solution of manganous salt. It dissolves 
in dilute f.cids, even acetic acid. 

Manganic oxide, Mn^Oj, is formed as a brown powder by heating MnO or 
MnO. to redness in air. It is a weakly basic oxide and dissolves in hydrochloric 
- ft sulphuric acids, forming maqganic salts. With hot dilute nitric acid it gives 
manganous nitrate and manganese dioxide : 

Mn,0, + 2 HNO 3 = Mn(NO ,)3 + H^O + MnO,. 

Manganic hydroxide, MnO (Oil), is formed as a brown powder by the action 
of chlorine on manganous carbonate suspended in water. 

3MnCO, + Cl, + H,0 = 2MnO(OH) + MnCl, + 3CO,. 

The excess of manganous carbonate is removed by treatment with dilute 
nitric acid. 

Mangano manganic oxide, Mn,0^, is made by strongly heating any oxide of 
manganese in air : 3AInO, = MHjO^ + O, ; AlnjO, is formed at a lower tempera¬ 
ture. It dissolves in cold concentrated sulphuric acid to a red solution of man¬ 
ganous and manganic salts : MojO, -f 4H,SO, = MnSO, -f Mn,(S 03 ), - 1 - 4H,0. 

Hot dilute UNO, forms manganous nitrate and manganese dioxide : 

MiijO, + 4HNO, = 2Mn(NO,), + MnO, - 1 - 2H,0. 

Manganic salts.— These salts are markedly unstable. The brown solution of 
MnO, in cold concentrated HCl contains magnanic chloride MnCl, which decom¬ 
poses on heating : 2MnO, -+- 8HC1 = 2 MnCl 3 •+- 411,0 -h Cl,. 

2MnCl, = 2MnCl, + Cl,. 

Manganic sulphate, Mn,(S 0^)3 is formed as a green solid by heating MnO, 
wit'u concentrated sulphuric acid at 138°C. It fonns alums isumorphous with 
common alums. 4MnO, + 6H,S0, = 2Mn,(S0,), -f 6 H 3 O -f O,. 

’ Manganese dioxide, MnOj,. It occurs in nature as pyrolusite. 
Pure manganese dioxide is obtained by heating manganous nitrate till 
brown fumes appear: Mn(N03)2 = Mn02-j-2N02. 

It is feebly acidic, forming manganites with strong bases, eg., 
CaMnOj: it may also be regarded as the basic oxide of very unstable 
salts MnCl^ and Mn(SO^)3. 

It is an oxidising agent and forms MnjO^ by strong heat: 
SMnOj = MnaO^-i-Oj. With hot and strong HCl, it yields chlorine: 

Mn02+4HC1 = MnCl 2 -f 2 H 20 -|.Cl 2 . 

With hot and strong H2SO^ it yields manganic sulphate and oxygen 
below 140 ®C, but at higher temperature, manganous sufohate is 
formed. 4Mn02 + 6H2SO, = 2Mn2(SO J, + OH2O+O2 

2Mn02-f-2H2SO, = 2MnS0^-l-2H20+*02. 

Pyrolusite usually coetains ferric oxide as an impurity. The manganese 
dioxide content of a sample of pyrolusite is estimated by heating it with strong 
HCl, and passing the chlorine that is liberated into pota.saium iodide eolation. 
2KI - 1 - Cl, = 2KC1 -f I,. The liberated iodine is subsequently titrated against 
standard sodium thiosiilphate solution. 

In presence of dilute HgSO,, MnO, oxidises ferrous sulphate to ferric sul¬ 
phate and oxalic acid HjCjO^, into carbon dioxide—both tht reactiqns are used 
for the valuation of pyrolusite. 

MnO, + 2FeS0, + 2H,S0, = MnSO, Fe,{SOJ, -f- 2H.0. 

MnO, + H,C,0* -f H,SO, = MnSO, -f 2C0, + 2H,0. 
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Besides its use as a decolouriser in glass, manganese dioxide is used as a 
depolariser in Leclanche cells, as a drier for paint. 

Manganese heptoxide, Mn^O,, a brown oily liquid which gives a violet 
vapour, is formed by careful addition of powdered KMnO. to ice-cold concentrated 
sulphuric acid. 2KMnO« + BH.SO* = 2KHS0^ + M,0, + H,0. 

It explodes violently oT» wanning ; it forms a violet solution of peraaanganic 
acid with water : Mn^O, H,0 = iZIIMnO^. Manganese trioxide, MaO„ is 
unknown. 

Potassnain j^rmanganate, KMnO,.—When manganese dioxide i 5 » 
fused with a mixture of caustic potash and an oxidising agent such 
as potassium chlorate, a green mass of potassium manganate is 
formed: 2Mn02 + 4 KOH+02 = 2K2Mn04 + 2H2O. 

The potassium manganate is hydrolysed with water, giving a 
purple solution of potassium permanganate. 

' 6 K,Mn 6 ^+ 2 Hfi ^ 2 KWo,+ 4 KOH+ Mn02. 

The hydrolysis occurs readily by passing CO3 into the solution 
when the potassium hydroxide is removed as potassium bicarbonate. 

3K2Mn0^+2H20+4C03 = 2 KMn 04 + 4 KHCO 3 + MnOa- 

Expt.-;-Finely powdered pyrolusite (2 parts) is stirred with an iron rod into 
a fused mixture of potassium hydroxide (2 parts) and potassium chlorate (1 part) 
on an iron saml-bath. The mixture is heated until the mass stiffens. The 
mass is then cooled, ground to powder, and extracted with water. The solution 
is boiled and carbon-dioxide is passed in until the solution assumes a deep-purple 
colour. The * purple solution of potassium permanganate is filtered through 
asbestos, concentrated, and allowed to crystallise, when potassium permanganate 
deposits in purple prisms. , 

On a technical scale finely ground pyrolusite is fused with caustic potash *in 
a muffle furnace with circulation of air—the resulting fused mass in leached 
with water and the alkaline leach of potassium manganate is converted to per¬ 
manganate : (i) by electrolvtic oxidation with a rotating anode of iron : 
2K3MnO, + H,0 + 0 = 2AMnO^ + 2K0H or (ii) by passing CO,^ into the solu¬ 
tion, as above, or (iii) by chlorine into the solution,—^KMnO,, being less soluble 
than KCl, separates first on fractional crystallisation : 

2K3MnO, + Cl, = 2KC1 + 2KMnO,. 

Potassium permanganate is isomorphous with potassium perchlorate, 
KCIO^. Potassium permanganate is moderately soluble in water, 
giving a deep purple solution. It evolves oxygen on heating: 
2KMhO^ = K^MnO^ + MnOa + Oj. It is a powerful oxidising agent — 
the oxidising action is different in acid or alkaline solution. 

(i) In acid solution.— In presence of dilute sulphuric acid potassium perman¬ 
ganate is reduced to manganous salt and 5 atoms of available oxygen are obtained 
from 2 molecules of permanganate: ' 

2KMnO, + 3H,S0, = K,SO, + 2MnS0, + 3H,0 + 50. , 

In acid solution it reacts qmntitatively with reducing agents, as follows : 
Ferrous salts are oxidised to ferric salts : 

2KMnO, + lOFeSO, + 8H,S0, = K,SO, + 2MnS0, + 5Fe,(S0,), + 811,0. 

Iodine is liberated from potassium iodide : 

2 KMn 04 + lOKI + 8H,S0, = 6K,S0, + 2MnS0, + 51, + 8H,0. 

Oxalic acid is oxidised to carbon dioxide : 

2KMnO, + 5H,C,0* + 3H,S0* = K,SO, + 2MnS0, + lOCO, + 8H,0. 

Oxygen is liberated from hydrogen peroxide: 

2KMnO, + 3H,S0, + 5H,0, = K,SO, + 2MnS0, + SO, + 8H,0. 
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Poiasaium pemaaganate reacts with stnuig hydrochloric acid giving off Cl,: 

2KMnO* + 16HCI = 2KC1 + 2MnCl, + 5C1, + 8H,0. 

(ii) In alkaUne nlution.— In alkaline solution 2 molecules of potassium 
permanganate give 3 atoms of available oxygen ; 

2KMnO, + H,0 = 2KOH + 2MnO, + 30. 

Alkaline potassium permanganate oxidises potassium iodide to iodate ; 

2KMuO, + H,0 + KI = 2MnO, + 2K0H + KIO,. 

Uses of potassium peraianganate : (i) as an oxidising agent, (ii) as a disin¬ 
fectant, (iii) in volumetric analysis, such as estimation of iron, oxalic acid, 
hydrogen peroxide, etc. 

Defection and estimation. —(i) Borax Had teat. —The colour of the bead is 
purple in oxidising flame, and colourleaa in reducing flame. 

(ii) A preen melt of manganate is formed by fusing a manganese compound 
with a mixture of caustic soda and potassium nitrate. The mass is extracted 
with water and acidified with acetic acid when a pink colour of permanganic 
acid develops. 

(iii) A pink colour develops on adding dilate HNO, and lead dioxide to a 
solution of manganous salt, and warming: 

2MnSO, + SPbO, + 6HN0, = 2HMnO, + 2Pb(N0,), + 2H,0. 

(iv) A pink colour appears when a manganous salt is oxidised in cold dilute 
HNO, by sodium bismuthate—the reaction is quantitative. 

2Mn(NO,), + SNaBiO; •+■ 16HNO, = 2HMnO, + SNaNO, + 5Bi(NO,), + 7H,0. 

(v) In neutral solution in presence of zinc oxide potassium permanganate 
oxidises a hot solution of a manganous salt into MnO,—the reaction is used for 
estimating manganese (Volhard's method). 

2KMnt), + 3MnSO, + 2H,0 = 5MnO, + K,SO, + 2H,SO,. 


Exercises 

1. Describe the preparation of potassium dichromate .from chrome iron-stone. 

Explain its action as an oxidising agent. From potassium dichromate how would 
you prepare (a) metallic chromium, (b) cltromous chloride, (c) chrome alum, 
(d) cnroinyl cnloride? Bombay 5J, 

2. Starting from pyrolusite how would you prepare (a) pure manganous 
chloride, (b) potassium pennonganate? Explain the action of potassium per¬ 
manganate as oxidising agent. 

3. Explain what happens when : (a) chlorine is passed into a heated mixture 
of chromic oxide and coke, (b) sulphur dioxide is led into potassium didiromate 
solution acidified with sulphuric acid, (c) concentrated HCl is added to a 
solution of potassium dichromate, containing granulated zinc, (d) KI is added 
to potassium dichromate solution acidified with cone. HCl. (e) common salt is 
distilled with potassium dichromate and sulphuric acid, (f) potassium per¬ 
manganate is added to a hot solution of oxalic acid acidiiied with sulphuric acid, 
(g) H,0, is addfd to an acidified solution of ferrous sulphate, (i) potassium 
dichromate solution is treated with hydrogen peroxide. 

Explain how the equivalent weights of KMnO, and K,Cr,0, are calculated. 

4. How is potassium permanganate made from pyrolusite? Describe its 

action W ferrous sulphate, oxalic acid, hydrochloric acid, hydrogen peroxide 
and potassium iodide. Punjab ’61. 
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. Hid Inert gases 

Heliam, neon, argon, kmton, xenon and radon are known aa the inerfi 
gasUf because of their chemical inertness. All the inert gases except thi radio¬ 
active radiation radon occur in the atmosphere. Though in traces only,—^their 
relative abundance in the atmosphere in percentage by volume is helium 0.000^ ; 
neon OOOlb ; argon 0'9<3&3 j krypton, O'uOOl ; xenon 0'000009 and hence their 
name the rare poses of the atmoephere, • 

Histofy of the discovefy^— *1110 discovery of the rare gases of the 
atmosphere was due to an observa¬ 
tion by Lord Rayleigh in 1802 that 
the atmospheric nitrogen was about 
0 * 5 % heavier than the nitrogen pre¬ 
pared chemically by heating ammo¬ 
nium nitrite or by reducing the 
oxides of nitrogen with heated iron 
—normal density: (a) ‘chemical' 
nitrogen =s 1 ' 2505 , (b) atmospheric 
nitrogen = 1 ‘ 2672 . The difference 
was too great to be attributed to 
experimental errors, and it was sus¬ 
pected to be due to the presence of 
some hecruier gas in the atmospheric 
nitrogen. Hence to account for tUii- 
discrepancy, experiments were jo'ntly 
undertaken by Lord Raleigh and Sir Fig. 192 

William Ramsay in order to isolate the heavier gas, if any, in the , 
atmospheric nitrogen. Two methods were employed: 

(i) Hayleigh himself reoeatod the experiment of Cavendish who noticed 
US early as 1785 that a little residual gaa (about 1/120 of the original volume) 
was left on sparking a mixture of air and oxygen over caustic potash and 
confirmed Cavendish’s result—the residual gaa did not give the spectrum of 
nitrogen. This residual gas was prepared in quantity and for this .a mixture 
of air (9 vols.) and oxygen (11 vols.) was sparked between platinum electrodes in 
a large glass globe over cau.stic soda solution— the excess oxygen was absorbed 
by alkaline pyrogallate and the residual gas collected (fig. 192). 



(it) At the suggestion of Ramsay the oxygen of air waa absothed by heated 
dopper, and the nitrogen was then repeatedly passed (fig. 193) over heated mag- 
neamm which absorbed nitrogen aa magnesium nitride, till there was left« tittle 
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residual gas (1/80 of the original volume) with a density of 19*94 (H = 1). The 
spectrum of this gas, as also that of the residue obtained by Cavendish’s ^ethod,. 
differed from that of nitrogen or of any known gas. Hence it was taken to be 
a new element and one of the normal constituents of the atmosphere. It was 
called aiEon (meaning lazy or inactive), because of its reluctance to form 
chemic«^ compounds. 

An attempt to obtain argon from the uranium mineral clevite resulted in 
the discovery of helium, another normal constituent of the atmosphere, by Ramsay 
—the mineral on heating with the dilute sulphuric acid or in a vacuum evolved 
a gas containing about 20% •nitrogen. The residual gas, left after the removal 
of nitrogen, was separated by fractional diffusion into argon and a new gas 
which gave the spectrum of helium which was discovered by Lockyer in the 
sun’s atmosphere during a total eclipse in 1868. It was in 1895 that helium 
was discovered by Ramsay from terrestrial sources. Helium is inert chemically 
as argon. 

The consideration of the position of argon and helium in the periodic table 
suggested that a whole family,of inert gases might exist. Ramsay and Travers 
(18%), therefore, began systematic examination of the residual atmospheric gas. 

The gas was partially liquefied by compression and cooling to—185* in 
liquid air and separated into gaseous and liquid fractions by rapid exhaustion. 
The gaseous fraction w*as cooled to— 2A0* in liquid hydrogen when a portion 
solidified, the remaining gas was helium—the solid was found to bo a new 
element, called neon. The liquid fraction on fractional distillation gave argon 
first, krypton next and xenon last. The investigation of the residues from the 
evaporation of 120 tdns of liquid air failed to indicate the presence of any other 
gases. 

Position in the Periodic Table. — It is quite 
in conformity with the rule of valexicy that the 
inert g.nses which form a family of .no-valency 
elements have been placed in the zero-group 
(p. 169). 

Atomic weight. — The atomic weight of the 
iniert gases cannot be determined by chemical 
means. The ratio of the specific heat at constant 
pressure to that at constant volume for the 
inert gases is 1*66, showing the monatomic nature 
of the gases, i.e., their molecules consist of one 
atom only. Hence the atomic weight of an inert 
gas is equal to twice the relative density (H=l)— 
the latter being determined experimentally. 

Inert enses from liouid air. — Air may be 

liquefied in Linde machine (p. 177) (cooling is 
due to expansion of air against molecular 
attractijon, i.e., duo to Joule-Thompson effect) or 
in Claude machine (cooling is due to external 
work done by the expanding air in an engine). 

Compressed air at about 40 atmospheres is 
cooled by doing external work by expansion in 
an engine, when it partly liquefies and enters 
the bottom of Claude’s rectifying column (fig. 
194) and rises up a set of vertical pipes 
immersed in a bath of liquid oxygon, and gets 
liquefied—^liquid rich in nitrogen collects in a 
Fig. 194 Dot C and is led to the top of the column uid 

liquid rich in oxygen drains in A and is taken 

to a lower compartment L. On rectifioAtion nitrogen passes at the top of the 
column and liquid oxygen collects in the bath S-^xygen gas passes out at G. 
The cold of nitrogen and oxygen is utilised in heat interchanges. The gases are 
stored .lender pressure in steel cylinders. 
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TJe inert gases are produced commercially by the fractionation of liquid air. 
The boiling points of the various constituents of liquid air in degrees absolute 
are : helium 4®, neon nitrogen 77®, argon 87®, oxygen 90®, krypton 122® 
and xenon 164®. During the fractionation of liquid air gaseous helium and 
neon collect above liquid nitrogen in the pot 0. The mixture of helium and 
neon is passed oyer heated calcium carbide to absorb the accompanying nitrogen 
and then cooled in liquid hydrogen when neon liquefies and helium passes *out. 

Argon collects in liquid oxygen and is separated from the latter by frac¬ 
tionation in a rectifying column provided writh a coil of liquid nitrogen—argon, 
being more volatile, passes out as a gas; the liquid oxygen fraction contains the « 
less volatile krypton and xenon ■which are fractionEfted. 

Helium. — It occurs in the occluded state in all radio-active minerals. 
Natural gases from petroleum wells in U.S.A. and Canada contain as much 
as 1% by volume of helium. It is produced from this source by compression and 
cooling when all other gases condense. The thorium mineral monazite mnd, 
found in Travancore in India, contains about 1 c.c. of helium per gram. Being 
non-inflammable and having a lifting power of about 92% of that of hydrogen 
it is used for filling airships and balloons. Helium is present in the Sun’s 
atmosphere. 

Neon. — It is produced commercially from liquid air. It finds use in filling 
neon-lamps (giving red light) used extensively as advertising signs. 

Ajigon.—Argon is obtained from liquid air. It was formerly made by 
passing dry a,ir over a mixture of _ 90 parts of calcium carbide and 10 parts of 
calcium chloride, heated to 800® in iron retorts—the nitrogen and oxygen are 
absorbed as calcium cyanamide and carbonate respectively. CaCj-t-Nj, = 
NCaCN-f-C. The residual gas is then passed over heated cdpper oxide to oxidise 
carbon monoxide to the dioxide and then through potash to absorb tho carbon 
dioxide and finally dried . 

Argon is used for filling metal filament electric lamps, and for creating an 
inert atmosphere in arc-wclding. • , 

Inert gases are used now-a-days in fluorescent lighting tubes. 

Exercises 

(1) What led to the discovery of the inert gases and how were they isolated? 
Discuss their position in the periodic table. 

(2) How is argon obtained from air? Describe its properties and uses. 
How is its atomic weight determined? 


XXVI 

Chemical calc^ulations 

On d^sity and specific gravity. —The density (absolute density) 
of a substance is its mass per unit volume, d = m/v, ^ 

where m is the mass, v the volume and d th,e density of a body. 

The unit of volume in C.G.S. system is 1 c.c.; hence the mass 
in grams, of 1 c.c. of a substance is its density; e.g., ‘the density of 
diamond is 3 * 52 ’ means that the mass of 1 cubic centimetre of diamond 
is 3'52 grams. 

The normal density of a gas is the mass in grams of one litre 
of the gas measured at N.T.P. 

The normal density of hydrogen is 0 * 05.99 gram. 

82 
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The rtlative density of a substance is tlie ratio of- its density to 
the density of a standard substance under identical conditions of tem¬ 
perature and pressure. 

In the case of gases and valours the ttandard substance is generally hydrogen 
and occasionally air or oxygen. The relative density is often called the vap)uT 
density* (p, 85). The vapour density may be converted from one standard to 
another in the following way : 


. Vapour density (H = 1 ) °t the ga j_ 

^ ^ ^ * density of hydrogen 

density of the gas density of oxygen 

” density of oxygen density of hydrogen 

.*. density of a gas (H = 1 ) = density of the gas ( 0 - 1 ) 

X density of oxygen (H = 1 ). 

Also, density of a gas (H = 1 ) = density of the gas (air = 1 ) 

X density of air (H 1 ). 

As already stated (p. 86), 

, . , , . . wt. of I litre of gas at N.T.P. 

(a) the density of a gas (H = 1 ) = - -- .. 

.'. wt. of 1 litre of a gas at N.T.P. = its density (H = 1 ) x 009 gm. 


wt. of 1 ‘litre of air at N.T.P. = 144 x 009 gm = 1296 gm, 
since the density of air (H=l) is 14 ‘ 4 . 

(b) Gram molar volume of a gas is 23*4 litres at N.T.’P. i.e., gram 
molecular vreight of a gas occupies 22*4 litres at N.T.P. 

9 * 

, In the case of liquids and solids, the standard substance is water at 4®C ; 
the relative density is then called the specific gravity. 

In C. O. S. system, the alwoluto density of water at 4'’C is unity. Hence 
the specific gravity of a substance is numerically equal in its density, o.g., the 
absolute den.sity of mercury is 13'6, the figure 13*6 also indicates its specific 
gravity. 


Percentl^.—By percent is meant parts in 100 parts. In the 
case of solids, percentage always refers to u eight; e.g., “a mineral 
of copper contains 2’5 per cent copper’ ’ means that 100 parts by 
weight of the mineral contain 2'5 parts by weight of copper. 

Ill the case of solutions, {percentage refers either (i) to the weight of a 
substance per 100 parts by weight of the solution, or (ii) to the weight in grams 
of a substance per 100 c.c, of the solution; e.g., *‘a W per cent sulphuric acid” 
may either mean (i) 20 gms. of sulphuric acid per lOO gms. of the solution, or 
(ii) 20 gms. of sulphuric acid per fOO c.c. of the solution. The context alone 
will decide whifh meaning is applicable. 

In the case of gases, percentage generally refers to volume, unless otherwise 
stated. 


Exercises 

(1) Calculate the weight of 10 litres of carbon dioxide measured at 0*C and 
722 mm. pressure. 

The molecular weight of CO, is 44, and its density (H = l) is 22. 

Let the volume of CO* at N.T.P. = v litres. 

. VX760/273 = 10x722/273, whence v=fl-6 litres. 

The problem may be worked out by either of the two methods: 
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(a) Th« molar volume of a gas is 22'4 litres at N.T.P. 

22'4 litres of carbon dioxide at N.T.P. weigh 44 gma. 

9’5 litres of 00, at N.T.P. weigh 44x9'5/22'4=18'66 gms. 

(b) 1 litre of hydrogen at N.T.P. weighs O'OBQ gm. 

1 litre of C.O, at N%T.P, weighs (0'089 x 22) gm. * 

9-6 litres of CO, at N.T.P. weigh (0-069 x 22 x9*5) or 18-60 gms. 


(2) Calculate the volume occupied by 6*4 gms. of sulphur dioxide measure<l : 
(i) at N.T.P., (ii) at 273®C and 950 mm. pressure.* 

I'ho molecular weight of SO, is 64, and hence the density (H=^l) is 32. 

(a) 64 gms. of SO, occupy 22*4 litres at N.T.P. 

,*. 6*4 gms. of SO, occupy 2*24 litres at N.T.P. 

(b) 0*089 gm. of hydrogen occupy 1 litre at N.T.P. 

/. 0*089x32 gm. of SO, occupy 1 litre at N.T.P. 

/. fr4 gm. of SO, occupy 6*4/0*089x32, i.e., approximately 2*24 litres at 


Let the volume at 273®C and 950 mm. be v litres. 

vx960/546=2*24x760/273, whence v=rl*792 litres. 

(3) 500 c.c. of a gas at 27“C and 750 mm. pressure weight 0*6414 gm. Cal- 
•'■ulato its (a) normal density, (b) relative density (ir=l), (c) relative density 
/{ijr=l). 

Let the volume of the gas at N.T.P. = v c.c. * 

.*, vx760^273'=: 500x750/300. whence v =•. 449 c.c. = 0*449 litre. 

(a) 0*449 litre at N.T.P. weighs 0*6414 gm. 

.*. 1 litre at N.T.P. weighs 0*6414/0*449 or 1*45 gm. , 

/. normal density of the gas = 1*43 gm. * 


(b) Density 


(H-1) = n ormal de n sity of the gas 
nomal density of H, 


i:fl=i6. 

0*u89 


(c) Density of the gas (H=l) = its density (air =1)X density of air (11 = 1) 
The density of air (H = l) is 14*4 

16 = density (air=l)x 14*4, density (a1r=l) = 16/14*4 = 1*11 


or density (air = l) = 

normal density ot air 


1*^3 

1*293 


= 1*11 


1 litre of air at N.T.P. weighs 1*293 gm, i.e., normal density of air is 1*293 gm. 

(4) A s.*imple of gas weighing 0*1100 gm. occupies a volume of 24 c.c. at 27*C 
3 nd 740 mm. pressure. Calculate the molecular weight of the gaJi. 

Lei the volume of the gas at N.T.P. = v c.c. 

VX7B0/273 = 24x740/300, whence v = 21*26 c.c. * 

Molar volume of a gas =» 22400 c.c. at N.T.P. • 

21*26 c.c. of the gas weigh 0*11 gm. ^ 

.*. 22400 c.c. of the gaa weigh 0*11x22400/21*26 or 115*9 gm. 

.*. gram molecular weight of the gaa = 116*9 gm. 

(5) Determine the density of air (H=l), supposing it to be a mixture of 
4 volumes of nitrogen and one volume of oxygen. Given the densities (H=l) 
of oiygen end nitrogen are, respectively, 16 and 14. 

Weight of 100 volnmes of air = weifirH of 80 volumes of nitrogen. 

+ weight of 20 volumes of oxygen. 

/. lOOx^enaity of air = 80x14 + 20x16, or density of air *s 14*4. 
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(6) How much pure nitric acid is present in a litre of a sample of nitric 
acid (sp. gr. 1‘42} ? The percentage strength of the acid is 70. 

1 c.c. of the sample of the acid weighs 1*42 gms. 

• • 1 litre ff „ ff ,, 1420 gms. 

Th^ percentage strength refers to weight. 

100 gms. of the sample contain 70 gms. of pure*nitric acid. 

/. 1420 gm. contain (1420x0*70} or 994 gm. of real nitric acid. 

994 gms. of pure nitric acid are present in a litre. 

(7) SO gms. of a one-pound sample of clay is rejected by repeated sedimenta¬ 
tion, as worthless for pottery. Calculate the requirement of raw clay of a pottery 
works, consuming 1000 tons of pure clay annually. 

1 ton s= 2240 lbs.; 1 lb. = 453*6 gm. 

1 lb. of raw clay contains 50 gms. or 0*11 lb. of rejection, 
i.e., 1 lb. of raw clay contains 0*89 lb. of pure clay. 

1000 tons of pure clay are present in {1000x2240)/0'89 lbs. of raw clay, 
the annual requirement = 1000x2240/0*89 lbs. of raw clay. 

.*. the annual requirement = 1000/0*89 = 1121*35 tons of raw clay. 


8. Find the weight of 6*229 litres of oxygen (density 16) measured at 27“0 
and 750 mm. pressure. Normal density of hyarogen is 0 089 gm. 7*9^ gm. 

9. 2*257 litres t,f a gas at 27®C and 740 mm. weigh 2*867 gm. Find its 
density. Normal density of hydrogen is 0*089 gm. 

Normal density = 1*428 gm. Density (H=l) = 16. 

10. The density of carbon dio^do relative to air is 1*528. Find its density 

relative to hydrogen. 22. 

' 11. Calculate the volume occupied by 1*7 gms. of ammonia : (i) at N.T.P., 

(ii) at 27"C and 740 mm. pressure. (i) 2*24/. (ii) 2*527/. 

12. A sample of gas weighing 0*8 gm. occupies 1247 c.c. at 27*C and 750mm. 

Calculate the molecular weight of the gas. 16 

13. A flask weighs. 130 gm. when full of air and 129*84 gm. when some 

air has been pumped out. When opened under water, 125 c.c. of water enter. 
Find the weight of 1 litre of air. 1.28 gm. 

14. The normal density of a sample of impure hydrogen sulphide is found 

to he 1*4628. If hydrogen alone be present as an impurity, calculate the per¬ 
centage of hydrogen by volume. Given that the densities of hydrogen and its 
sulphide are respectively 0*09 and 1*52 gm. per litre. 4 per cent. 

15. One hundred tons of a mineral containing 59% carnallite pass throngh 

a refinery and are made to yield potassium chloride. If the recovery is 70 per 
cent, calculate the amount of potassium chloride obtained from 1000 tons of 
the mineral. Carnallite contains 26*85% potassium chloride. 110*9 tons. 

16. The amount of fuel consumption per barrel (376 lbs.) of cement pro¬ 

duced is 120 lbs. of ash-free coal. How many tons of coal must be provided 
for a furnace ^producing 200 tons of cement per day—the sample of coal con¬ 
taining 10 per cent ash. 70*92 tons. 

17. One litre of a solution of sodium carbonate contained 5*20 gms. of the 

solid and 105*2 gm. of the same solution occupied 100 c.c. Find the percentage 
strength (per 100 gm.) of the solution. 0*4943%. 

18. A litre of sea water (sp. gr. 1*03) is evaporated to dryness and found 

to give as residue 36*4 gms. of salt; find the percentage of solid matter per 
100 gms. of sea water. 3*534% 

19. A sample of sulphuric acid contains 31*6 gm. of pure acid per 100 gm. 

of the acid solution and its specific gravity is 1*26. Calculate the weight of 
teal acid in every 100 c.c. of the solution. 39*8 gm. 
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20 . Calculate weight of pure HNO, in 10 c.c. of commercial nitric acid 
(sp. gr. 1*4) containing 65% HNO, by weight. 9'1 gm. 

On percentage composition.—(i) Composition from formula.^—The 

percentage composition of a compound states the weight <jf each 
constituent in 100 parts* by weight of the substance. In order to 
determine it: 

(a) find the molecular weight (i.e., the sum of the atomic weights of all 
.the constituent atoms) of a compound, represented 1 »y its formula, and then : 

(b) divide the total weight of each constituent by the molecular weight and 
multiply by 100 . 

(i) Calculate the percentage composition of anhydrous sodium sulphate. Its 
molecular formula is Na^SO^ : 

wt. of 2 atoms of sodium = 2 X 23 = 46 

wt. of 1 atom of sulphur = 1 X 32 = 32 

wt. of 4 atoms of oxygen = 4 X 16 = 64 

molecular weight of Na^SO^ = 46 + 32 + 64 = 142. 

Now, 142 parts by wt. of Na^SO. contain 46 parts by wt. of sodium. 

100 „ ,, ,, ,, 46 xlw/142 or 32'4 ,, f, 

% oi sodium = 32’40. 

Similarly, % of sulphur = 32 X 100/142 = 22-53; % of oxygen = 45*07. 

(ii) Calculate the percentage of iron, NH^ and SO^ rtoups, and water in 
ferric ammonium sulphate of the formula, (NIl 4 )jSO*,Foj,(S 04 ),, 24 HjO. 

Molecular weight from formula ; 

wt. of 2 atoms of Fe =2 x 56 = 112-0 
wt. of 3 SO 4 —groups =3 X 96 = 228*0 
wt. of 2 NH*— „ = 2 X 18 « 36-9 

wt. of 1 SO 4 — „ = lx 96 = 96-0 1 

wt. of 24 H.O „ = 24 X 18 = 432*0 

Total = 964-0 

In 064 gm. of the compound there are 112 gras, of iron. 

in 100 „ „ „ „ 112 X 100/964 or 11*62 gms. of iron 

% of Fe = 11-62 

Similarly, % of NH, = (36 x 100)/964 = 3*73 

% of SO, = (4 X 96 X 100)/964 = 30-83 
% of water .= (432 x 100) /964 = 44*82. 

(ii) Formula from percentage composition.— The formula of a 
compound is deduced by finding the number of atoms qf each consti¬ 
tuent element from its percentage composition. 

Suppose the formula of a compound containing the elements A 
(at w.t. a) and B (at. wt. b) is A^rBy, where x and y are the number 
of atoms of A and B respectively. 

% of A = ax. 100 /(ax+by}, and % of B = 6y. 100 l{ax+by). 
% of A ax % of A % of B 

% of B 6y a b ^ 

% of A %ofB , , ,, , 

i-c., i - x : ~ -: r ■ r w — number of atom qf A: number 

at. wt. or A at wt. or B 

of atom of B. 



502 


intebmeoUte chemistry 


i.e. the quotient of the percentage of each element divided by 
its atomic weight is a number which is proportional to the number 
of atoms in the compound. 

Hence to deduce the formula from percentage composition: 

(i) divide the percentage of each element by its atomic weight to obtain 
the ratio of number of atoms of each element; 

^ (ii) divide each niunber as obtained in (i), by the smallest of them and then 
multiply the quotients, if neeessary, by a smaU number, in order to express the 
ratio in the simple whole numbers, since fractional atoms are inadmissible. 

The formula of a compound direedy deduced from its percentage 
composition is called the ^plest or empirical formula. It simply 
shows the relative number of atoms of each element present in the 
compound. 

The molecular formula, on the other hand, gives the exact number 
of atoms of each element in a molecule. Hence the molecular for¬ 
mula is either equal to or some multiple of the empirical formula. 
Let .the empirical formula of a compound be ApBq then; 

{ApBq)n = molecular formula. 

or 5^)0 = molecular weight= 2 x vapour density (H = 1 ). 

n = ~ where a, b arc the atomic weights and 

ap+hq 

p and q are the atoms of A and B respectively in the empirical formula 
^p&q, and n'is a simple integer. 

Exorcises 

. 1. A compound of C, H and 0 contains C = 40% H = 6-67%. Us molecular 
ight is 180. Find its formula. Calcutta '38. 

G = 40%, H .= 6-67% /. 0 = 100-(40 + fr67) = 55-33%. 

Dividing the percentage of each element by its atomic weight 

C = 40/12 = 3-33, H = 6*67/1 = 6*67, 0 = 63*33/16 ^ 3*33. 

These numbers are proportional to the number of atoms of the element? 
present in one molecule of the compound. 

Dividing the numbers by the lowest number to transform them into whole 
numbers, since fractional atoms are inadmissible. 

0 = 3'33/3*33 = 1, H = 6*6f/3*33 = 2. 0 = 3*33/3-33 = 1 

the simplest formula is CH,0 and the molecular formula is (CH,0)n. 
Now, the molecular weight is 180. 

(CH.O^n = 180, or (12+2-Hl6)n = 180, whence n = 6. 

Hence the molecula'i* formula is (CH,0), or 

y/ 2. A compound containing Na, S, 0 and H gave on analysis the following 
,/i^ult; Nb s= 14*31% S =s 9-97% H = 6*25% 0 = 69*47%. Calculate the 

formula on the assumption that all the hydrogen in the compound is present 
in combination with oxygen as water, Calcutta '18. 

Dividing by atomic weights : Na = 14*31/25 = 0*62, S - 9*97/32 = 0*31, 

H = 6*25/1 = 6*25, 0 = 69*47/16 = 4*24. 

Dividing the quotients by the lowest number : 

Na = 0*62/0*31 = 2. S = 0*31/0*31 = 1, 

H = 6*26/0*31 = 20, 0 = 4*34/0*31 = 14. 
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Hence the formula is NajSHj^O,*. Bat all the hydronn is present in 
combination with oxygen as water, w atoms of hydrogen combine with 10 atoms 
of oxygen to form 10H,O. Hence the formula is Na,80*, 10H,0. 

Two oxides of a metal contain 27’6 and 30% oxygen respectively. If 

formula of the first oxide be MjO^, find that of the second. f!al. ’40. 

Let a be the atomic weitht of the metal M. The first oxide contain ^'6% 
oxygen, and (100-27-6) or 72-4% of the metal. 

% of j % of Oj No. of a toms of M 
at. wt. of M/at. wt.. ot Oj“~No.. of atci|in^of~0, 

or 72’4/a : 27-6/16 = 3:4; whence a = 55-97. 

The second oxide contains 30% 0, and 70% M.. 

No. of atoms of M _ 70 / 30 1-25 _ 1 2 

No. of atoms of Oj 65-97/ 16 ’^1-87 ~ Fs 3 

since atoms cannot be divided : the formula of the oxide is MjO,. 

4. Calculate the percentage of in NaJlPO,, 12Hj,0. Cal. 10. 

Mol. wt. of Na^HPO,, 12H,0 = 358. Mol. wt. of P,0, = 142. 
2Na,HPO„ 12H,0 = Na,P,0,(2Na,0. PA)+ 2511,0 by heat. 

.*. 2 x 358 or 716 gms, of the phosphate crystals contain 142 gins, cf P,0^ 

% of phosphoric anhydride, P^Oj = 142 X 100/716 = 19-83. 

5. One gram of phosphorus gave 2-29 gm. of an oxdie on burning. Find 
ont its simple formula. 

The wt. of 0, combining with phosphorus = 2'29 — 1 = 1-29, 

Let the formula of the oxide be PrO?/, where x and y are the atoms of 
P and 0, respectively, then in the formula-weight of the oxide : 

wt. of phosphorus : wt. of oxygen =,31x : 16y. , 

i.e., wt. of P : wt, of O, = at. wt. of PXx : at. wt. of 0,Xy- * 

or wt. o f P _ . wt. of 0, _1 . 1'29 = ^ :y 

at. wt. of P at. wt. (i, 31 16 

i.e., X : y = 0-032 :0-080. Dividing by the smallest number, x : y = 1 :2-5, 

Multiplying by 2, x : y = 2 :5. Hence the formula is PjO,. 

6. Find the formula from the following percentage composition ; 

MgO = 23-48% ; FeO = 41-74%; Sip, = 34-78%. 

Dividing the % of each of these compounds by respective mol. wts. 

MgO = = 0-587; FeO = = 0-58; SiO, = = 0-579. 

Dividing each by 0-68, MgO = 1; FeO = 1 : SiO, = 1. 

Hence the simplest formula is MgO,FeQ,SiO,, or MgFeSiO,. __ 

Assume' the following atomic weights : K = 39-1, Cl = 35-5, Mg = 24, 
H = 1, A1 = 27, Na = 25, Pb = 207, Cu = 63-5, P = 31, K = 391, 

7. Determine the percentage composition of: (ff) potassiufn chlorate, (h) 
Epsom salt (MgSO„ 7H,0), (c) cryolite (A1F„ 3NaF) , 

(fl) K 31-89; Cl 28-95 ; 0 39-16; (5) Mg 9-76; S IS'Ol; 0 26'01; 

H,0 51-22; (c) Na 32 86; A1 12 86; F 54-28 

8. Calculate the percentage of—(a) lead in while lead ( 2 PbC 03 , Pb(OH),), 

(6) chlorine in camalliie (KCl, MgCL, 6H,0), (c) nitric anhydride {N,0^) in 
potassium nitrate, (d) water of crystallisation in blue vitriol, (e) carbon dioxide 
in calcium carbonate. (a) 80-13; (b) 38-36; (c) 53*40; (d) 36*07; (e) 44. 

9. A mixture of cuprous and cupric oxide was found to contain 88% Cu. 

Calculate the proportion of the two compounds in the mixture, taking the 
atomic weight of copper to be 64. Ch, 0, 90% ; CuO, 10%. Nagpur 
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y 10. Water contains 11*11% hydrogen and 88*88% .oxygen. Calculate its 
^mula. H,0 

f A compound of 0, H and 0 contains 42*105% carbon, 6*432% hydrogen 

aM the rest oxygen. Its molecular weight is 342. Calculate the formula. 






12. A compound contains 82*74% carbon and 17*26% hydrogen. Its vapour 

density is 29. Find the formula. C 4 H 1 , 

13. A crystalline salt contains 18*55% sodium, 25*81% sulphur, 19*35% 

oxygen (which is not present as water) and 36*29% water of crystallisation. 
What is its formula? NajSjOj,.511,0. 

14. 12*325 gm. of Epsom salt lose 6*306 gms. of water on dehydration and 
leave behind MgSO^, Calculate the formula of Epsom salt. 

Bamraa ’27. MgSO^, 7H,0. 

15. A compound was found on analysis to have the following composition : 
K = 17*8; Ni 13*5, SO. = 44, H,0 = 24*7%. WJiat is its formula? Ni=58*7. 

Bombay ’18. KjSO*, NiSO^, 6H,0. 

16. A substance gives on analysis the following results : 

Na-13*4%; Sb-23*3%; S-24*9% and H,0-38*4%. 

It contains 7% hygroscopic moisture. Calculate the formula of the com¬ 
pound. (JJa = 23, Sb = 120, S = 32). Calcutta ’25. NOjSbS^, 9H,0. 

17. Work out the formula of a mineral from the following percentage 

composition: CaO 48; 41*3; and CaCl, 10*7. SCaalPOJ^CaCl,. 

18. Calculate the molecular formula from the results of analysis given *. 
8—23*7%, Cl—52*6% and the rest being oxygen. Vapour density=67*5. S0,C1,. 

19. A substance has the following percental composition; N—35, H—5, 
Q—60. On being heated it yields a gas containing N 63*63% and O 36*37%. 
Calculate the formula of each substance. Name the original suhstance and 
construct the equation representing the chemical change. Andhra University. 

NH 4 NO,, N,Oj NH 4 NO, = N,0+2H,0. 

20. Express the percentage composition of crystallised sodium carbonate, 

Na,CO,, 10 H,O, in terms of: (a) anhydrous sodium carbonate and water of 
crystallisation, and (b) Na,0. Calculate the percentage of Na.,0 in anhydrous 
sodium carbonate. (a) H,0 62*94; Na,CO, 37*06; (b) 21*68; 58*49. 

21. The percentage composition of chloride of silicon has been ascertained to 

ie Si=16*47%, Cl=^*55%. Its vapour density is 85 (H=l). Calculate the 
atomic weight of silicon. 28*0. 

10 gm. cf a substance when strongly heated gave 2*55 gm. of carbon 
dioxide and 0*525 grn. of water and left a residue of copper oxide. What is 
its simplest formula? 2CuCOj, Cu(OH)j. 

23. 6*29 gm. of crystallised aluminium sulphate lost 3*06 tnn. of water on 

heating. 2*59 gm. of the crystals with BaCl, gave 2*72 gm. of BaSOj. Calculate 
the formula of the crystals. Ba = 137. A 1 ,{S 04 )„ 18 H, 0 . 

24. A crystallised salt on being rendered anhydrous loses 45*6% of the 

weight. The anhydrous salt has the percentage composition: Al = 10*5, K=15*l, 
8=24*8. 0=49*6. Calculate the simplest formula of the anhydrous and the 

crystallised salt. Allahabad ’(^. KA1S,0„ and 1CA1S,0„ 12H,0. 

25. Carbon monoxide was passed over heated copper oxide which lost 

0*413 gm. and produced 1*137 gm. of CO,, Find the formula of carbon 
monoxide. Punjab ’44. CO. 

//** An element X, forms a hydride containing 25 per cent of hydrogen; 
^ also forms two oxides A and B, containing 57*1 and 72*7 per cent 'of oxygen 
A'eespi^livoly. The atomic weight of the element is 12. Find the formula of 
/tibto hydride and the two oxides. XH,; XO, and XO,. 
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27. 0'15 gm. of an organic substance containing C,H,0 and N on being 
h^ted with excess of copper oxide gave 0‘09 gm. water, 0*11 gm. CO,, and 56 c.c. 
nitrogen at N.T.P. Find its formma. CONgH,. 


28. 

ygen : 
ignition. 


A monobasic organic acid contains 6*66% H, 39*96% C and the rest 
0*167 gm. of the ^Iver salt of the acid gave 0*108 gm. of silver on 
Find the formula of the acid. Ag = 108. C,H,0,. 


'29. The vajjour density of the hydride of an element is 17. Its binary 
compound with silver contains 87*10% of the latter. Ag=108. Find the at. wt. 
vof the element. * 32. 


An element forms three chlorides containing 59*67, 68*93, and 74*73 per 
^nt of chlorine. The vapour density of the highest chloride is 95. Deduce the 
.valencies of the element. 2, 3, and 4. 


^31. 0*21 g. of a gaseous hydrocarbon on combustion gave 0*66 g. of CO, and 
g. of H.O; 304 c.c. of the hydrocarbon at 27“C and 750 mm. weighed 0*344 
gm. Find the formula. Punjab ’46. C,H,. 


/ 0*245 gm. of an inorganic acid having the percentage composition of 

JI/2*04, S 32*65, and O 65*3, neutralises 0*^ gm. of caustic soda. Calculate 
/the formula of the acid, and its basicity. H,SO,; basicity 2. 


On chemical equations. —A chemical equation has got a quanti¬ 
tative significance. It indicates the relative amounts hy weight (also, 
by volume in the case of gases) of different substances involved in a 
chemical reaction. It may, therefore, be used in wotking out chemical 
problems. The following informations will be found useful in the 
chemical caliulations: 


(i) All reactions represented bv chemical equations are assumed 
to take place at N.T.P., i.e., at 0°^ and 760 mm. pr&ssure. 


(ii) The weight of 1 litre of hydrogen at N.T.P. = 0'0899 gm. 

Density of air (relative to hydrogen) is 14*4. 

Weight of 1 litre of air at N.T.P. = 14*4 x 0*0899= 1*295 gras. 

(iii) Molecular weight of a gas=2 x its vapour density (H=l). 

Vapour density of a gas (H = 1) = its vapour density (O = 1). 

X vapour density of oxygen (H=l). 

(iv) Mass = volume x density 

(v) Atomic weight = Equivalent weight x valency^ 

(vi) PV/T = P'VVT' where P, V, T and P', V', T are the 
pressure, volume and temperature ‘of a gas under two sets of 
conditions.* 

For moist gases, the barometric pressure (P) = pressure of the 
gas (p)+aqueous tension (f) at the temperature at which the gas is 
collected: p=P-f. 

(vii) Atoms and molecules stand for gram-atoms and gram- 
molecules, i.e., atomic weight and molecular weight expre.3sed in 
grams. 

(viii) In the synthesis of water from its elements, two-thirds the 
contraction —the volume of hydrogen, and one-third the contrac¬ 
tion — the volume of oxygen. 

(ix) One gram molecule of a gas occupies 22*4 litres at N.T.P. 
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Exodtec 

(a) Gnurimetric analysis .—Caladafiomt involving chemical equations, but not 
introducing gas volumes. 

(1) How mnch carbon is required to reduce 165 gms. of CO, to CO? 

' CO, + C = 2CO 
44 12 

44 gm. CO, are reduced by 12 gm, carbon. 

165 gm. CO, are reduced by 45 gm. carbon. 

(2) What weight of chalk must be decomposed by HCl to yield sufficienl CO^ 
to convert 60 gm. of NaOH to sodium carbonate. 

2NaOH + CO, = Na.,CO, + H,0. 

2 x 40 44 

80 gm, of NaOH react with 44 gm. of CO, 

50 gm. of NaOH react with 55/2 gm. of CO, 

CaCO, + 2HC1 = CaCl, + H,0 + CO, 

100 44 


44 gm. of CO, are obtained from 100 gm. of CaCO, 

55/2 gm. of CO, are obtained from 62*5 gm. of CaCO, 
weight of chalk required = 62*5 gm. 

3. 8 gms. of pure manganese dioxide are heated with an excess of HCl 
and the gas evolved is passed into a solution of KI. Calculate the weight of 
iodine liberated. Molecular weight of MnO, = 55+2x16 = 87, Xagpvr '33. 

MnO, + 4HC1 = MnCl, + 2H,0 + Cl,; 2KI + Cl, - 2KCI + I, 

87 71 71 2 X 127 



87 gms^ of MnO, produce 71 •gms, of chlorine 
8 gms „ „ 71 X 8/87 or 6*528 gm. of chlorine. 

35*5 gm. chlorine liberate 127 gin. of iodine 
6*528 gm. ,, ,, 127 X 6*528/35*5 or 23*35 gm, of iodine 

the weight of iodine liberated = 23*35 gms, 

4. How much potassium chlorate must be strongly heated to yiehl as much 
gen as would be obtained from 200 gms. of raercurrio oxide? ’ Calcutta, *46 

Moleculer weight of KCIO, = 122*5, and that of HgO = 216. 

2HgO = 2Hg + 0,; 2KC10, -- 2KCI + 30, 

432 32 245 96 


432 gms. of HgO produce 32 gms. of oxygen, 

200 gms. ,, „ 32 X 200/432 or 14*8 gm. of oxygen. 

96 gms. of oxygen are obtained from 245 gms. of KCIO,. 

14*8 gms. „ „ „ ‘ „ 246 X 14*8/96 or 37*78 gm. of KCH).^ 

the* amount og KClO, required = 37*78 gms. 

6. 1*84 gms. of a mixture of CaCO, and MgCO, is strongly hea.ted till no 
further loss of weight takes place. The residue weighs 0*96 gm. Calculate the 
percentage composition Pf the mixture. P. Hoard '43. 

Let the weight of CaCO, = x gms., then the wt. of MgCO,, = (1*84—x) gms. 

CaCO, = CaO+CO, 

100 66 


i.e,, 100 gms. of CaCO, leave a residue of 66 gms. of CaO. 

»> „ 56ar/100 gm. of CaO, 

MgCO, = MgO + CO, 

84 40 


i.e,, 84 gms. of MgCO^ leave a residue of 40 gms. of MgO. 
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/. {l*84-») gnis. leave a residue of 40(l-84-x)/84 gm. of MgO. 

•. — =s 0*96, whence x = 1. 

/. % of CaCO.t=lX100/1-84 = 54-35; % of MgCO,=084X100/1'84=45*66. 

6, A sample of chalk contained as impurity a form of clay which tost 14*6 
My cent of its weight on^ prolonged heating. 6 gms. of the chalk were heated 

^Bd the total loss in weight (due to evolution of water and carbon dioiside) 
was 1*607 gm. Calculate the percentage of chalk in the sample. 

Suppose 5 gm. of the sanmle contain x gm. of pure chalk: then amount of 
clay = (5-x) gms. CaCO, = CaO+CO, 

lOO 44 

100 gms. of chalk lose 44 gm. on heating. 

.. ® fy 0*44x gm. 

100 gms. of clay lose 14*5 gins, on heating. 

.*. (5—x) gm. „ „ 0*145 (5—x) gm. on heating. 

.*. 0*44x+0*146 (6—x) = 1*607, whence x = 2*65. 

.*. the % of chalk in th© sample=2*65x100/5 =53. 

7. 0*5 gm. of a mixture of KOI and KI dissolved in water and precipitated 
with silver nitrate gave 0*809 gm. of silver chloride and iodide mixture. Cal¬ 
culate the weight of KOI in the 0*5 gm. of the mixture. 

Suppose the weight of KCl in the mixture is x gm., 
the weight of KI = (0*5—x) gm. 

KCl+AgNO, = KNO,+AgCl; KI+AgNO, = KNO,-l-AgI 
74*5 143*5 166 235 

'74*5 gms. of KCl produce 143*5 ^rns. of Agt'l 

8™- . »> »» >» 143*6x/74*5 gm. of AgCl 

166 gms. of KI produce 235 gms. of Agl. 

.*. (0*5-x) gms. of KI produce 235 (0‘5-x)/166 gins, of Agl. 

. 143*5x 235 (0*6—x) n-nno u ^ nn 

■ ’ ~Wb ~ ® whencce x = 0 20. 


(b) Calculations on equations uivolving gas Tolumes. 

8. Yon are given a balloon with a capacity of 1000 litres and vou are to 
^ It with hydrogen at 30“C and JfiOTrn.m. pressure. How much iron would 
ou require for the purpose? 75^0 Banaras ’22 


Let 1000 litres of H, at 30“C and 750 m.m. occupy v lilrejj at N.T.P. 

30+273 273 

(i) 3Fe+4H,0 = Fe,0,+4H, 

3 x 66 4 x 22*4 litres at N.T.P. 


».c., 4x22*4 litre of H, at N.T.P. require 3x66 gm. of hi® 

889*4 „ „ „ (3 x56 x 889*4)/4 x 22*4 or 1667 gm of Fe. 

(ii) Fe+H,SO, = FeSO,+H, * 

66 22*4 litres at N.T.P. 


t.c., 22*4 litres of H, at N.T.P. require 56 gm. of Fc. 

889*4 litres „ „ (56 X 889*4)/22*4 or 2224 gm. of Fc. 

iron required is 1667 gm. or 222A gm. according as Fe reacts with steam 

or acid. 


i09. Calculate the amount of KCIO, which on complete decomposition will 
ywd just sufficient oxygen for the complete combustion of 1520 c.c. of a 
g&s mixture, consisting of 20 per cent methane and 80 per cent carbon monoxide 
at 27**C and 760 m.m, pressure. Calcutta ’44. 
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Suppoae the volume of the gas mixture is r c.c. at N.T.P. 


«X760 

97X 


whence v = 1365 


Vol. of OH, = 1365x0-2 = 273 c.c.; vol. of CO = 1365x0-8 = 1092 c.c. 

(i> 0H,+20, = C0,+2H,0 

1 vol. 2 vols. 

i.e., 1 c.c. of methane at N.T.P. is burnt by 2 c.c. of 0, at N.T.P. 

273 „ „ „• are burnt by 546 c.c. of 0, at N.T.P. 

(ii) 2C0+0, = 2CO, 

2 vol. 1 vol. 


i.e., 2 c.c. of CO at N.T.P. are burnt by 1 c.c. of O, at N.T.P. 
1092 c.c. „ „ „ „ „ 546 c.c. of Oj at N.T.P. 

total volume of oxygen required = 546+646 1092 c.c. 

Now, 2KC10, = 2KC1+30, 

245 gm. 3x22-4 litres at N.T.P. 

i.e., 3 x 22400 c.c. of O, are obtained from 246 gm, of KCIO,. 


1092 c.c. 


ff 99 


2^5x1092 

3x22400 


or 3-98 gm. 


^^10. Assuming air contains 23 per cent by weight of oxygen find out the 
y^lume of air, at CT’C and 750 m.m. pressure that would be required for 
complete combustion' of one kilogram of coal, containing 90% C and 5% H. 
1 kilogram = 1000 gma. 

1 kilogram of coal contains 900 gms. of carbon and 50 gms. of hydrpgen. 
(i) C+0, = CO, ^ 


I.e., 12 gmS. of carbon require 32'’ gms. of O, 

900 gms. „ „ (32 x 900)/12 i.e., 2400 gms. of 0, 

(ii) 2II,+0, = 2H,0 
i.e., 4 gms. of hydrogen require 32 gms.. of 0, 

/, 50 gms. „ „ (32 x 50)/4 i.e., 400 gras, of 0, 

Hence total amount of o.xygen required = (2400+400) i.e., 2800 gms. 

2800 gms of O, are present in (2800xlOO)/23 gms. of air i.e., 
12170 gm., since air contains 23% O, by weight. 


Now, the density of air (relative to H) = 14-4. 

weight of 1 litre of air at N.T.P. = 14-4x0-09 i.e., 1*296 gm. 
i.e., 1*296 gms. of air occupy 1 litre at N.T.P. 

12170 gms. „ „ „ 12170/1-296 i.e., 9396 litres at N.T.P. 

Let it occupy v litres at 27"C and 750 m.m. pressure. 


ax 750 9396 x 760 

27+27iS'“ ■ 273 


whence v = 10460 litres. 


/ll. H,S outained by treating .i sample of ferrous sulphide with dilute 
sqlphuric acid contained 5% of hydrogen by volume. What percentage of free 
i/on did FeS contain? 

Let the % of free iron in FeS be x 

100 gms. of the sample contain (100-x) g. of FeS and x gm. cf free Pe. 
FeS+H,SO, = FeS0,+H3 

88 22-4 litres of H,S at N.T.P. 

(100-x) gm. of FeS produce 22-4X (100-x)/88 litres of H,S at N.T.P. 
Fe+H,SO, = FeSO,+H, 

56 22-4 litres at N.T.P. 

X gm. of iron produce 22-4x/66 litres of H, at N.T.P. 
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But the ratio of H,S to H, in the gas mixture is as 95 is to 5. 

^4(l^x) . 22;4j^ = 95 : 5 whence x = 3-24 • % of free Fe = 3-24. 

oo 56 

12. Hydrogen obtained by tho action of sulphuric acid on 10 gnis. of zinc, 
is passed oved 50 gras, of pure and dry copper oxide. Find the weight of the 
residue and the volume of gjiseous product at 100*(3 and 76 cm. preasjire. 

Calcutta '19. 


(i) Zn+H,SO^ = ZnSO^+H, 

65 2 gms, or 22-4 litres of H, at N.T.P. 

10 gms. of Zn produce (22'4xl0)/65 i.e., 945 litres of IT, at N.T.P. 
or (2xl0)/66 or 0'3 gm. of H, 

(ii) CuO+H, = Cu+H,0 (steam). 

22'4 litres of H, at N.T.P. produce 22‘4 litres of steam at N.T.P. 

3'45 litres of H, at N.T.P. produce 3'45 litres of steam at N.T.P. 
Let it occupy v litre at 100*0 and 76 c.m. pressure : 


VX76 

273+100' 


- whence v = 4*71 litres. 
275 


(iii> 2H,+0, = H,0 
4 32 

0'3 gm. of H, combines with (32x0‘3)/4 i.e., 2*4 gms. of 0, 

which is taken from the copper oxide. Hence the weight of the residue 
=.-60-2-4= 47-6 gms. 

_ /13. 1.3158 gms. of a sample of limestone was dissolved by heating in HCl 
in an air-free tapparatus. The gas liberated v^as freed from acid vapour and 
' dried, when its volume measured at 27*0 and 750 m.m. was found to bo 311*8 c.c. 
1*0^5^gms. of the same sample, when strongly heated till no more gas was given 
off, left a reside of 0*6126 gm. Oalculate the density (mass p(r unit volume) 
of the gas at N.T.P. and its molecular weight. Calcutta *40f 


Let 311*8 c.c. of the gas occupy v c.c. at N.T.P. 

311*8 x750 __ 760 XV . y = 280 c c 
273+27 ” 273 

Now 1*3158 gms. of limestone liberate 280 c.c. of the gas at N.T.P. 

1*0626 gms. of limestone liberate (280xl'0526)/1*3158 i.c,, 224 c.c. 

of the gas at N.T.P. 

1*0526 gm, of limestone, after liberating 224 c.c. of the gas leave a residue 
of 0*6126 gm. 

224 c.c. of the gas at N.T.P. weigh (1*0526—0*6126) i.e., 0*44 gm. 

Hence density of tho gas = 0*44/224 i.e., 0*001964 gm, per c.c. at N.T.P. 

.*. 1 litre of the gas at N.T.P weighs 1*964 gms. cr 22*4 litres (gram- 
molecular volume) weighs 1*964x22*4 i.e,, 4* gms. 

Hence tbe molecular weight of the gas is 44 gms. • 




14. A sample of 25 gms. of pure chalk were uniformly mixed with pure 
:ca; 0*75 gras, of the mixture when treated with hydrochloric acid liberated 


C.C. of CO„ measured at 27*0 and 756 m.m. pressui%. Find the amount of 
/"silica that was mixed with the sample of chalk. 


Suppose the volume of CO, at N.T.P. is v. c.c., then 
760 12^56 ^ ^^3.3 c.c. 

273 300 

CaCO,+2HCl = CaCl,+H,0+C0, 

100 23^ C.C. 


i.e., 22400 c.c. of CO, are liberated from 100 gms. of chalk. 
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113’2 o,c. „ „ 113'2/22‘4 or 0*6 gm. of chalk. 

‘ •*. 0'76 gm. of the mixture Gontained 0*5 gm, of chalk, aod hence 

0*75-0*5 = 0*25 gm. of silica. 

Hence, 0*5 gm. of chalk was mixed with 0*25 gm. of silica 
or 25 gm. „ „ 12*5 gms. 

* .*. the amount of silica J- 12*5 gms. 


ylS- 5 C.C. of a solution of HjO, liberated 0*508 gm. of iodine from 
Kl solution. Calculate the strength of the hydrogen iieroxide solution in 
^ornis of (a) grams per litre,,and (b) ‘volume’ strength. 


(a) 


H,0, + 2H01 + 2Kr = 2KC1 + 2H,0 + I, 
34 2k 


.*. 0*508 gm. of I, was liberated by (34x0*508)/254 or 0*068 g. of HjO,. 

Hence the strength of the eolution = (0*068X1000)/5 ~ 13*6 grams of 
hydrogen peroxide per litre, .*. the solution is 1*36% strong. 

(b) 1% solution is of “3*3 volume” strength 

.*. 1*36% solution is of “1*36x3’3 volume" strength. 

i.e., the strength is "4*48 volumes”. 


/16. 0*0321 gm. of an impure sample of aluminium gave on treatment with 
^ute hydrochloric acid 39*3 c.c. of moist hydrogen measured at 13”C and 
,761 m.m. pressure. The impurity in the sample was alumina. Calculate the 
'percentage of purity of the metal. Aqueous tension at 23*0 = 11 m.m. Cal. ’46. 

Let the volume of hydrogen at N.T.P. be v r.c, ,tlien 
2x760^ 39*3 X (761-11), 

273 (273+13) ■■ 


whence v = 37 c.c*. 


2A1+6HC1 = 2A1C1,+3H, 

. 2x67 gin. 3x22*4 litres at N.T.P, 

.*. 37 c.c. of hydrogen correspond to (2x27x37)/3x22400 gms. of 
aluminium, i.e., 0*02973 gm. of Al. 

Hence, the impurity = (0*0321—0*02973) = 0*00237 
.*. the % of impurity = (0*00237x100)/0*0321 = 7*38%. 


/ 17. Calculate the percentage of potassium chlorate in a commercial sample 
q/ the material, contaminated with potassium chloride, 1*555 gms. of which 
liberate, when fully decomposed, just sufficient oxygen for the complete com- 
/bustion of 152 c.c. of acetylene gas at 27*0 and 760 m.m. preasure. 

Calcutta 1949. 

Let the volume of acetylene at N.T.P. be v c.c., then 

_ ^12x750 whence v = 136*6 c.c. 

273 ~ 300 

B’rom the equation: 2CjH,+502 = 4COj+2HjO. 2 c.c, of acetylene are 
burnt by 5 c.c. of oxygen. Hence the volume of oxygen required : 

= (5 X 136*6)/2 = 341*5 c.c. 

Now, 2KCIO, =. 2KCI+30, 

245 3x22400 c.c. 

i.e., 3x22400 c.c. 0, are obtained from 245 gms. of KCIO, 

341*5 c.c. of O, „ „ (245 X341*6)/3X22400 or 1*246 

gm. of KClOj. 

.*.■ % of KCIO, in the sample = (1*246x100)/1*565 = 80*13%. 


18. How many c.c.’s of hydrogen and oxygen at 10*C and T70 mra. pressure 
can be obtained from 1 gram of water? H 1273 c.o.; 0 686*5 c.o. 
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19. What weight of potassium chlorate is required to yield oxygen sufficient 
to burn the hydrogen evolved by the action of water upon 230 gms. of sodium? MUk 

204*2 gm. 

How much marble and hydrochloric acid containing 22 per cent HCl are 
required to give 10 litres of CO, at 15*C and 760 m.m. pressure? '' 

42*32 gm. marble; 140*5 gm. HCl ablution. 

21. 2*5 litres of nitrous oxide are collected at 39® C and 741 mm. pressure. 
Wiiat weight of animoniunt nitrate are decomposed in order to supply the gas? 

7*6 gm. 

5 gms, of manganese dioxide are heated ^ith excess of HCl. The 
chlorine evolved is passed into potassium iodide solution. Calculate the weight 
of iodine liberated, Bombay '14. 14*60 gms. 

33. 0*2925 gni. of a specimen of common salt from Khewrah mines was 
dissolved in water and competely precipitated by a solution of silver nitrate. 
Tho precipitate after wasiiing and drying waa found to weigh 0*7075 gm. What 
was the percentage of sodium chloride in the specimen? Ag=108, Cl = 36*5. 

Bombay ’10. 98*63 p.c. 

24. What weight of sulphuric acid would be required to convert the sodium 

chloride, obtained from 2 litres of sea water, completely into sodium sulphate? 
8ea-water contains 3*43 per cent by weight of common salt. Density of sea¬ 
water 1*04. Allahabad ’20. 59*58 gms. 

25. 5 gms. of potassium chloride ware heated with enough cone. 11,80, 
and manganese dioxide. The evolved gas was led into 5 gms. of caustic soda 
in 50 c.c. of water. When the experiment is over what will bo the composition 
of tho alkali solution? NaCl, 1*963; NaOCl, 2*5; NaOH, 2*315 Calcutta ’40. 

26. Tlio temporary hardness of a sample of water can be removed by 

adding 10 milligrams of lime per litre; find the number of milligrams of calcium 
salt in the sample. Nag fur 28*9& mg. per litre. 

27. 6 gms. of a mixiuro of potassium, chlorate and chloride ^n ignition left 

4*0450 gni. of the chloride. Find out the'percentage of chloride m the original 
mixture. 16*88 


28, 20 c.c. of a solution of KCl containing some NaCl gave on evaporation 

1*873 gms. of the mixed salts which gave 3*731 gms. of silver chloride by 
reaction with silver nitrate. Calculate the quantity of NaCl in 10 c.c. of the 
solution. (K=39*l; Ag = 108; Cl=36*5; Na=23). 0*1218 gm. NaCl. 

29. Three grams of a mixture of anhydrous sodium carbonate and sodium 

bicarbonate lost 0*348 gm. on heating. Calculate the percentage of sodium 
carbonate in the mixture. 68*567. 


30. Calculate tho quantity of pyrolusite, containing 60% by weight of 
manganese dioxide, whicli would bo required to liberate sufficient chlorine from 
HCl to make 10 gms. of anhydrous ferric chloride from the metal. Assume 
that 10% of the available chlorine is wasted. 14*9 gms. 


/31. 30 gms. of KCIO, are heated to produce oxygen. What weight of zinc 
will bo required to generate sufficient hydrogen to completely combine w'ith the 
Oxygen liberated? Zn=65*4. 48*0 gms. 

32. Calculate the volume of hydrogen at 27® C and 750 mim pressure that 
would be produced in each of the following cases by the decomposition of 
5*4 gms, of water when (a) water is acted upon by sodium, (b| water reacts 
with calcium hydride, (c) steam is passed over red hot iron. 

(a) 3*74; (b) 7*48; (c) 7*48 litres, Calcutta ’41. 


33. How much sulphuric acid would be needed to neutralise the ammonia 
produced from 107 gm. of chemically pure ammonium chloride? What would 
We the volume of ammonia, if liberated and collected at 37® C when the baro¬ 
metric pressure was 760 mm. and the vapour tension of liquid over which 
ammonia was collected was 2*3 mm.? 86 gms,, 51.04 litres. Calcutta *37, 


A 


34. 

lUat 

hat 


gm. of a mixture of sodium carbonate and sodium bicarbonate, in 
proportions by weight, is ignited until there is no more loss in weight, 
volume of CO, is evolved at N.T.P.! 66*6 c.c. Nagpur ’34^ 


«« 
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A 36. Air contains 23 Mr cent oxygen by weight. Its density (Hs-l) ia 14'4. 

Jpfh&t volume of air at N.T.P. is required to convert 1 gram of carbon into 

H^roducer gas (CO and N,)? 4'474 i. 

36. A balloon of lOOO litres capacity is to be filled with hydrogen at 27“ C 

and 750 mm. pressure. Calculate the minimum quantity of iron required to 
liberate the necessary amount of hydrogen. Calcutta ’25. 

1684 gms.** of Fe by steam-iron process. 

37. What weights of zinc and sulphuric acid are required to produce enough 
hydrogen to reduce completely 8‘6 gms. of cupric oxide to copper? 

(Cu=63’5, Zn=65*4). Zn 6'99 gra.; acid 10‘47 gm. Punjab 1944. 

38. A sample of dolomite contained 64% CaCO, and 42% MgCO, and 
4% clay. Calculate volume of CO, measured at 10“ C and 750 mm. which would 
be evolved on heating 5 gm. of the sample with HCl. 

1*224 litres. Punjab 1934. 

39. Ferrous eulphide containing some free iron is decomposed by HCl 

to give a mixture of H, and H^S. The gas mixture on treatment with alkali 
decrease in volume to one-tenth. Calculate the percentage by weight of free 
iron in ferrous-sulphide. 6*60 per cent. 

40. Calculate the volnrae of a solution of sulphuric acid of density 1*8 and 
containing 89% of pure acid that would be required to make 2000 c.c. of SO,, 
measured at N.T.P., by acting on sodium sulphite. 

Andhra Univeraity, 5*46 c.c. 

41. A certain coal contains 2*20 per cent of sulphur by weight. What 
volume of sulphur dioxido at N.T.P. is evolved when 1 ton of this coal is burnt? 

15640 litres. 

42. Calculate the quantity of pure CaCO, from which one litre of CO, 

at 27 “C and normal pressure may be prepared. What weight of pure carbon 
would yield the same quantity of CO,? Calcutta '29. 

CaCO„ 4 gm.; Carbon 0*49 gm. 

' 43. Calculate the weight of copper and the volume of nitric acid required 

for the preparation of 5 litres of nitric oxide, measured at 20“ C and 755 nm. 
pressure assuming that no side reactions take place. The nitric acid supplied 
has a density of 1*42 and contains 61 per cent by weight of real nitric acid. 

Inter Board, V. P. 19*7 gms. Cu; 60*12 c.c. HNO, 

44. 25 c.c. of potassium permanganate solution containing 6 gms. per litre, 

were r^uired to react with ^ c.c. of a solution of HjO, in the presence of 
dilute H,SO^. Calculate the volume of oxyuen measured at 20“ C and 750 mm. 
pressure which would be liberated from 100 c.c. of the H.O, solution by the 
action of finely divided platinum. 144'6 c.c. 

45. 3*00 gm. of a mixture of zinc powder and zinc oxide wore attacked 

by an excess of dilute H,SO, to give 600 c.c. of hydrogen, measured over water 
at 17* C and 750 mm. What p.c. of pure zinc atoms in the mixture were combined 
with oxygen? Zn=65*4; aqueous vapour=14 mm. at 17*C. 41*4%. 

46. 1 gm. of zinc containing ZnO as impurity, gave on treatment with 

dilate acid 130 c.c. dry H, at 50“C and 755 mm. pressure. Calculate percentage 
of zinc in the impure specimen. Zn=:65‘3. London Mairic. 31*82%. 

47. What products would be obtained, and what weight of each, when 
10 grams of (a) potassium chlorate, and of (b) white marble are separately 
heated to redness untif no farther change occurs? 

6*1 gms. of KCl; 3*9 gms. of 0,; 5*6 gms. of CaO; 4*4 gms. of CO,. 

48. A solution was known to contain both nitric and hydrochloric acids. 
For complete neutralisation it was found that 50 c.c. of the acid solution 
required 42 c.c. of caustic soda solution containing 25 gms. per litre, whilst on 
precipitation with silver nitrate SO c.c. yielded 2*45 gms. of silver chloride. 
Calculate the weights of hydrochloric and nitric add, respectively contained 
in 1 litre of the solution. (Ag=lC®). 12*46 gms. HClj 11*57 gms. HNO,. 

London Matric. 
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weight of KClOj necessary to prepare 1 litre of oxygen at 
<57 C and 750 mm. pressure. 3‘275 gms. KCIO,. 

50, What volume of carbon dioxide could be obtained by dissolving 3 gms. 
pure marble in hydrochloric add? What v'olume would the gas 0 <’cupy air 
16*0 and 750 mm. ? , 672 Ic., W? c.c. 


61. In order to determine the .strength of a sample of HCl of sp. or. TSS, ‘ 

10 c.c. were taken and added to 7’5 gms. of marble; after all the action has 

veasc^i. ffoM gm. of marble was left undissoivcd Calculate the percentage by 
weight of hydrochloric acid in the sample of tlu aaid London niMric. 22-78 p.c, 

52. A diad metal forms several o.xides; it was found that when 411 gms. 
of ^ o.vide (eontainiiVg 9'34 per cent of oxygen) were heated with nitric acid 
597 2 gms. of the nitrate had been formed, whihsl 143'4 gms. of another oxide 
(containing 13-39 per cent of oxygen) were left undissolved. Calculate the 

formulm of the oxides and the atomic weight of the metal, and write out the 

equation represeting the reaction which took place. 

MjO^; MOj,; atomic weight 207. 

® mixture of the cailioiialcs of calcium and magnesium' 
gave 240 c.c. of CO^ at N.T.P. Calculate llio composition of the mixture. 

62-5% CaCOjj 37-6% MgCO,. 

54. 4-5 gms of water aro (a) decomposed by sodium; (b) passed us steam 
over road hot iron; (c) decomposed by an electric current. What volume of gas 
ai N.T.P. is produced in each ease? 2-8 iitre."; 5'6 litres; 8 4 litres. CcdcuUa ’27. 


55. How much ammonia would you get from 1 gm. of NH.Cl at IS-C and 
740 m m. ? Oahutta ’16. 453-5 c.c. 


56. What volume of Hj,S at 20°C and 720 min. is required to convert 1 gm. 
of copper sulphate, CuS0^.5Hj0, into copper sulphide ? How much fen-ous 
sulphide would be required to yield the reipiisito volume HjS? 

. 0-1017/. of H,S; 0-355 gm. of FeS. 

57. When steam is passed over heated carbon a mixture of hydrogen and 

carbon monoxide is formed. What volumo of the gas would be obtained from 
1 kilogram of carbon? 3753 litres. 


58. An impure specime.n of magnesium carbonate was found to lose 16% 

by weight on heating. What was the percentage purity of the sample if the 
only other substance was sand? 30-6% MgCO,. 

59. A solution of sodinm carbonate containing 21-2 gms. of the anhydrous 
salt and 100 gms. of water is treated with a slow current of CO, until no Inrther 
action takes place. Write an equation for the reaction that takes place, and 
(-alculato what amount of sodium bicarbonate will be thrown out of the solution 
daring the passage of the gas, the solubility of the hicarbouate being 9 gm.s. in 
100 gms, of water at the temperature of the experiment. 24-6 gms. deposited. 

60. When 1-226 gms. of potassium chlorate was strongly healed, 336 c.c. 
of oxygen were evolved at N.T.P., and the residue weighed 0-745 gm. What 
is the density of oxygen, and its molecular weight? 1-43 gms, per litre; 32. 

61. 25 0 . 0 . of ‘20 volume’ hydrogen peroxide are added to a solution of 

potassium iodide. What weight of iodine is liberated? 11-32 pm.s. 

• 

62. What volume of oxygen at 12*C and 780 mm. will be required (o burn 
all the hydrogen evolved by the action of dilute HCl on 25 gms, of zinc? 

Zn = 65-5 Calcutta ’08. 4-35 litres. 


// 63. A quantity of carbon monoxide is passed through red-hot tube con- 
i^miing ferric oxide. The resulting gas is absorbed in caustic potash. The gain 
weight of caustic potash was 0-86 gm. What w-as the volume of CO atN.T.P. ? 

437'8 c.c. 


64, What volume of air at 27*0 and 760 mm. would be required for tbe 
o«nplete combustion of 100 volumes of a gaseous mixture containing 46% H„ 40% 
CH^, 14% CO by volume? Air contains 79% N, and 21% O, by volume. 

Calcutta '21. .583-3 vela. 
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^66. How much H^SO^ is required to decompose 103 gms. of chalk and how 
ch CaSO, is produced? What is Uie volume of the gas produced at N.T.P.? 

98gms. HjSO,; 136 gms. GaSO,; 22 4 i. tX>,'. 

66 . How many tons of H^SO^ can theoretically be obtained from 500 tfais 
^pyrites containing 43% of sulphur? 735 tone. 




67. How much pyrolusiie (82% MnOj), and how much hydrochloric add 
(33% HCl) will be required to furnish the chlorine necessary to convert 40 gma. 
of potassium hydroxide completely into chlorate and chloride? 

, 38 grams; 153 grama. 


68 . A mixture of Ktd iind KT is converted into potassium sulphate; s'ltd / 
the weight of the sulpliate is found to be the same as that of the original mixture. J 
In what pioportions' were the salts present in the mixture? 

74% KC'l; 26% KI. 


68 . Give equations rejjresonting the formatitm of hydrogen by the action 

of (a) steam, (b) dilute on iron. What weight of iron would bo necessary 

in each case for the preparation of 300 litres of hydrogen measured at 27°t! 
and 740 mm. pressure ? 498'6 gm.; 664'8 f m. 

69. (Calculate the volume of nitrous oxide, measured at N.T.i*., obLaintvble 
from 20 gms. of ammonium nitrate, and the volume of nitrogen it would contain. 

5'6 litres in each case. 


70, What weight of common salt would bo required to furnish suflicient 

hydrogen chloride to nentraiiso 100 gms. of a 30% solution of caustic soda? 
What would be the volume of the gas at N.T.P.? 43‘9 gms.; 16'8 litresi 

71, It was found that 224 c.c. of SO, at N.T.P. just decolourised ICO c.o. 

of a solution of KMnO^ in dilute sulphuric acid. Calculate the strength of the 
potassium permanganate solution in grams per litre. 6'32 gms. per litre. 

72. In order to determine the strength of dilute sulphuric acid having the 

density 1*091, 2 gms. of jnire inagnesito were treated with 10 c.c, of the ^id. 
.After all action had ceased it v\as found that 0*8743 gm. of magnc.sile remained 
undissolvcd. (\alciilate the nuiribcr of gms. of H,SO^ in (a) a litre, (b) a kilo¬ 
gram, of the dilute acid. What volume of CO, at 13*C and 740 mm. pressure 
would be produced in the above reaction ? 131*3 gms. ;120'3 gms; 322*8 c.c. 

73. Calculate the volume of air at 30”C and 750 mm. pressure liiat will V® 

required for the complete combustion of 5 gms. of a sample of pyrites containing 
40 per cent of sulphur assuming that air contains 20 per cent of oxygen by 
volume. Ooicuttd 1950. 7*8 litr®®. 


Eudiometry 

Etidiometry refers to reactions taking place in the gas phase only 
and hence is concerned with the analysis of gases and volumetric 
composition of gaseous compounds. The equation: 

2 H, + 0 „ 2 H 2 O (steam) 

signifies that "2 gram molecules of hydrogen combine witli 1 gram 
molecule of oxygen to form 2 gram molecules of steam, or 2 x 22*4 
litres of hydrogen combine with 22*4 litres of oxygen to form 2x22*4 
litres of steam —the volumes being all measured at N.T.P. 

.*. the relative volumes of hydrogen, oxygen and steam in the 
above reaction is Hj: O 3 : steam is 2:1‘.2 by volume. 

In eudiometry, for comparison of volumes of gases involved in 
a reaction, the knowledge of their relative volumes (and not of-uhe 
actual volumes) is required, and for convenience 1 ^aw-malecule' of 
.a gas is supposed to occupy one volutne (which, howevcf, stands* for 
j22*4 litres at N.T.P.). Hence the equation 2 H 3 +O 3 =s 2 H 3 O (steam) 
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shows that volumes of hydrogen unite with one volume of oxygen 
to give 2 xolumcs'cf steam. ' 

Illustrations.- (i) 211, + 0, =-- 2H,0 (steam) Contraction 

2 v,!s. 1 vol. 2 vols. ■ I volume 

When tile temperature o£ the eudiometer is below lOO’C, steam condansee into 
water of ne^iiglbio volume, cand hence the contraction becomes S voluiiHi. 

^/Srds the contraction = the volume of hydrogen; 

7lord the contraction = the volume of oxygen. 


(ii) 

CTl, 

+ 20, = 

CO, 4 

2H,0 (liquid) (Jontractina 


1 vol. 

2 vohs. 

1 vol. 

0 vol. 2 volumes. 

(iii) 

2C,H, 

+ W, = 

4C0, 4 

2H,0 (liquid) 


2 vol< 

i. 5 vols. 

4 vols. 

0 vol, 3 volumes. 

(iv) 

C,H. 

4 30, = 

2C0, 4 

2H,0 (liquid) 


1 vol. 

3 vols. 

2 vols. 

0 vol. 2 volumes. 

(v) 

C0_ 

+ C (solid) 

- 2C10 

Expansion. 


1 vol. 

0 vol. 

2 vols. 1 volume 

(vi) 

N, + 0, = 2N0 

No change in volume. 


'I’lio voluniu occupied liy a lignid or a solid' is negligibly small compared witk 
that of a gas; they are, therefore, supposed to occupy zoo volume in 
eufliomotry. 

In fjos unolysis the volumes of gases, may be found out by absorption with 
.viiitable absorbents,—(i) canstic potash for CO, tind other (fi’ul gases, (ii) alkaline 
pyiogallatr for oxygen, (iii) ani?noniacal nitrous chloride for 00 and acetylene, 
and (iv) finnipg h ,S0^ or bronnue water for ethylene. Volume of methane ia 
found out hy explosion with oxygen. 

The formula of gaseous hydrocarbons. — rho formula of a 
gaseous liydrocarbon is determined by exploding a known volume of 
it with excess oxygen—tlie immediate contraction on explosion and ^ 
also the contraction that occurs when caustic potash is admitted (thus 
absorbing the carbon dioxide formed) are being noted. . . 

Contraction on explosion = (volume of gases before explosion) 

— (volume of gases after explosion) 

i.e., contraction —(vol. of hydrocarbon-i-vol, of oxygen taken )— 
(vol. of carbon dioxide formed b vol. of oxygen left unused). 

or contraction— vol. of hydrocarbon + (vol. of oxygen taken—\o\. 
of oxygen Jefl .unused)—vol. of carbon dioxide formed;_* 

contraefion Cm ’explosion = vol. of hydrocarbon + vol. of 
oxygen actually used up-vol. *of carbon dioxide formed. ' 

or Suppose the hydrocarbon is CxHy when * and' stand' for Atoms of 
carbon and hydrogen respectively. , 

Let the volume of hydrocarbon exploded = m c.c. 
the contraction on explosion == p c.c. * 

the volume of CO, formed = n c.c. 

The equation for the reaction which occurs on explosion ia : 

OxHy 4- (x+y/4) 0, = x CO, + y/2 HiO. 

1 volume of CxHy uses up (x+y/4) volumes of oxygen and pro¬ 
duces X volumes of' CO^ after combiistion—there being an "atcora- 
jxmying contraction‘dhrihg explosion; < 



INTERMEDIATE CHEMISTRY 


5ie 


i.e., 1 vol. of Qx¥iy + {x+yl^) vol. of 0,=x vpl, of CO 2 + 
contraction. 

m vol, of OH 3 ? + t»(jr+y/4) vol. of 0^=nix vol. of CO 2 + 
contraction (p cc.). m+m{x+y/4)^mx+p 

or m {l+yl4) = p; y=4 (p/m-1); also‘n = »nA: .’.x—njin. 

Substituting the values of m, p and n from actual experimental 
data, the formula is deduced. 

Exercises 


y 1. 20 c.c. of a gaseous hydrocarbon were exploded with excess of O,. 'fhe 
yMAiraction observed was 30 c.c. There is a further contraction of 40 c.c. 011 
'joeeitment with KOH. What is the molecular formula of the hydrocarbon? 
f Calcutta '48. 


Contraction = vol. of the hydrocarbon + vol. of 0, used up—vol. of (X)., 
formed. 

3D = 20 + vol. of O, used up —40. vol. of 0, used up = 50 c.c. 

Now. CO, contains its own volume of O,. C + 0, = CO,. 

40 c.c. CO, formed contain 40 c.c. 0„^i.e., 40 c.c. of 0,^ were ivsed to 
oxidise the carbon in the hydrocarbon. 

the oxygen ..used in oxidising tho hydrogen of the hydrocarbon 
= (50-40) = 10 c.c. 

.•. vol. of hydrogen = twice the volume of O, = 2x10 = 20 c.c. 

20 c.c. of tho hydrocarbon contain this 20 c.c. of hydrogen. 

H ence, 20 'C.c. of the hydrocarbon contain 20 c.c. of H, and give 40 c.c. 

of CO,. 

1 c.c. of the hydrocarbon contains 1 c.c. of H, and gives 2 c.c. of CO,. 

Or, 1 molecule of the hydrocarbon contains 1 molecule of hydrogen and 
give 2 molecules of CO,. 1 

Now, 1 molecule of hydrogen consists of 2 atoms of hydrogen and 1 molecule 
of CO, contains 1 atom of carbon. the formula is C,H,. 

or, suppose tho hydrocarbon is CxHy, then a:=n/ra; y=4(j»/m—1). 
m = vol. of CxHy = 20 c.c.; p ■= contraction = 30 c.c. ; and 
n s= volume of CO, = 40 c.c. 

X = 40/20 = 2; y = 4(30/20—1) = 2. Hence the formula is C,H,. 

, 2. Nitric oxide alone does not explode with hydrogen, but does so when 
ixed with an equal volume of nitrous oxide. 20 c.c. of each of these oxides 

mixed with 40 c.c. of hydrogen werq^ exploded. All the hydrogen was used up 

and 30 c.c. of nitrogen produced. Find the formula of nitric oxide, if that 
of nitrous oxide be N,0. 

Nitrons ojftie reacts with hydrogen as N,0 + H, = H,0 + N, 

1 C.C. 1 c.c. 1 c.c. 

/. 20 C.C. of N,0 consume 20 c.c. of H, and produce 20 c.c, of N,. 
the nitrogen produced from nitric oxide = (30— 20) = 10 c.c. 

20 C.C. of H, were used by nitrous oxide, and hence vol. of H, used by 

nitric oxide = (40—20) = 20 c.c. But 20 c.c. of H, can react with 10 c.c. of 

O, only. 

Hence 20 c.c. of nitric oxide contain 10 c.c. of 0, and 10 c.c, of N,. 

Or, 1 c.c. of nitric contains i molecule of 0, and i c.c. of N,. 

/, 1 molecule of nitric oxide contains jt molecule of 0, and jr molecule 
otjN,. the formula is NO. 
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3. 25 c.c. of oxygen are subjected to silent electric discharge and the 
ume of ozonised oxygen becomes 20 c.c. Wbat is the compositicm of the 


ozonised oxygen? 

Let the vol. of O, be * c.c. vol. of in tbe mixture = (20-*) c.c 
Ozonisation of oxygen lakes place as : 30j ^ 20^ ^ 

2 c.c. 


'i — 

3 c.c. 


* c.c. of ozone' yield 3*/2 c.c. of oxygen. 

3*/2+(20—®) = 25, whence * = 10, 
vol. of U, .= 10 c.c.; vol. of 0, — 10 c.c. * 

25 c.c. of marsh gas at N.T.P. are mixed with 300 c.c. of air at 27*C 
_ 750 mm. pressure and the mixture is exploded by electric sparks. Find out 
'^le volume of the residual gas at |pF*C and 750 mm. pressure. Air containa 
20% Oj and 80% N, by volume. IT C(dcutta '16. 

at N.T.P. 




Let 300 c.c, of air at 27°C and 750 mm. occupy v c.c. 
■i’X760 30x750 

"273' “ 300 

20 x 269-4 


whence = 269‘4 c.c. 


269'4 c.c. of ait contains 


100 


or 53'88 c.c. 


80 x 269-4 


0. and 


100 


or 215-52 c.c. of nitrogen at N.T.P. 

'I'hc reaction involved is CK^+20j = 2HjO+CO, 

I c.c. 2 c.c. 

25 c.c. CH^ consumes 50 c.c. of O, 

Ihc volume of the oxygen left unused = (53-88 


1 c.c. 

, and yield 25 cfc. of CO,. 


vvjliinie of tlnf gas mixture •— 215*52 c.c. of N, 4- 3-88 
CO, 244-4 C.C.; at N.T.P. 

Let the mixture occupy v c.c. at 17*C and 750 mm. 


50) = 3-88 c.c. Pinal 
C.C. of 0, 4- 25 c.c. of 


-- whence « — 265 c.c. 


V X 7^ _ ^4-4 X 760 
-*- "2W ~ "*273 

5. One litre of a mixture of CO and CO, is found to give 1600 c c. of CO, 
on being passed through a tube containing red-hot charcoal, both measured under 
the same conditions. Calculate the composition of the mixture. Calcutta T4. 

Lot Ihe vol. of CO, in the mixture be x c.c., .*. vol. of CO is (1000—*) c.c. 


The reduction of CO. 


takes place as follows 

CO, 4- C = 2CO 
1 c.c. 2 c.c. 


c.c. of CO. 

-») = 1600, where 


CO produced from C0,4-00 
* = 600 c.c. 


* c.c. of CO, yield 2x 
originally present = 2* 4- (1000- 

vol. of CO, = 600 c.c., and the vol. of CO = 400 c.c. 

^6. 10 C.C. of a mixture of CO, CH, and N, exploded T#ith excess of oxygen, 
g^'c a contraction of 6*5 c.c.; there was a further coutraction of 7 c.c. when 
fne residuaf gas was treated with KOH. What was the composition of the 


gas mixture? 

Let the vol. of CO be * c.c. and that of CH^ y c.c. 
— (10—*—y) c.c. The reactions are : 


. Allahabad *11. 
•the vol. of K, 


(i) 

2CO 


0, = 

2CO, contraction 


2 c.c. 


1 c.c. 

2 C.C. 1 C.C. 


or 

X C.C. 



X c.c. »/2 C.C. 


(ii) 

CH, 

+ 

20. = 

CO, 4- 2H,0 

contraction 

1 c.c. 


2 C.C. 

1 c.c. 

2 c.c. 

or 

y C.C. 



y c.c. 

2y c.c. 


the total contraction = */24-2y =6‘5, and total vol, of 
= ai-fV as 7. Solving the equations, * = 5 and y = 2. 

vol. of CH, cs 2 C.C.; vol. of CO s= 6 c.c.; vol. of N, = 3 c.c; 


CO, formed 
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intermediate chemistry 


'•t 7.' 100 C.C. of a mixlare of nitrous and nitric oxide are slowly passed over 
red-hot copper. The resulting gas occupied a volume of 85 c.c., both measured 
snder the same conditions; W c.c. of oxygen were added to another 100 c.c. 
of the same mixture and the volume contnictcd in this case from 120 c.c. to 
lOS c.c. ' Assuming that the NO is converted into* NO,, find the composition 
of this 105 c.c. of gas mixture. 

Let the volume of NO be x c.c., that of N,0, therefore, = (100—a;) c.c. 

The reactions are : (i) 2^0 -f 2Cu = 2CuO + N, 

2 c.c. 1 c.c. 

or X c.c. xj2 c.c. 


(ii) N,0 + Cu =^CnO + N, 

1 c.c. 1 c.c. 

or (100—x) c.c. (100—x) c.c. 

total volume of nitrogen — x/2-|-(100—x) = 85, whence x = 30. 
the mixture contains 30% NO and 70% N,0. 

The reaction in the second stage, 2NO + 0, = 2NOj 

2 c.c. I c.c. 2 c.c. 

or 30 c.c. 15 c.c. 30 c.c. 


i.e., 30 c.c. of NO react with 15 c.c. of 0^, producing 30 c.c. of NO^. 

/. O, left unused = (20-15) -■= 5 c.c., the final 105 c.c. of the gas 
mixture = 70 c.c. N,O-l-30 c.c. NO,-1-5 c.c. 0,. 


, . 8, A gaseous mixture contains 50% H,. 40% CH, and 10% O-. C.-ilculatc 
tbo volume of additional oxygen at N.T.P. that will be re<|uirc«l for the 
-' complete combustion of 200 c.c. of tfle above gas mixture measured at 27'C ami 
7S0 mm. pressure. (lalcvtta 1942. 


^ Let the volulho of the gas mixture lie v c.c. at N.T.P. 
i-*x760 200 x 750 

^ Then, ' 27.5-4-27^ ' ~ lt9‘5 c.c. at N.T.P. 

vols. of gases at N.T.P. : H, = 179-5 x 50/100 = 89-75 c.c.; 

OH, = 179-5 x 40/100 = 71-80 c.c.; O, tr 179.-6x10/100 = 17-95 c.c. 

Now,, 2H, •+• O, 4- 2H,0, i.e., 1 c.c. H, needs I c.c. 0^ for combustion. 
89-75 c.c. H, need 44-875 c.c. oxygen for combustion. 

CH^-|"20, = C'0,H-2H,0, i.e., 1 c.c. Oil, needs 2 c.c. 0, for combustion. 

71-8 c.c. CH^ needs 143-6 c.c. oxygen for combustion, 
total oxygen required =44-875 + 143-60 = 188-475 c.c. at N.T.P. 
Additional oxygen required = (188-475-17-95) = 170-525 c.c. at N.T.P. 


. 9. To a mixture of acetylene, hydrogen, and carbon monoxide, occupying 
^ c.c., SO c.c. of oxygen were added and a spark passed. After cooling, the 
/residual gases contained 16 c.c. of carbon dioxide and 36 c.c. of unburnt oxygen. 
What was the composition of the mixture? 

Let the vol.* of C,H, be x c.c. and that of H. « c.c. the volume of 
CO = 20-x-y. 

The reactions involved arc ; (i) 0,H, + 5/2 O, = 2CO, + H,0. 

1 c.c. 6/2 c.c. 2 c.c. 

or X c.c. 5x/2 c.c. i 2x c.c. 

(ii) H, + iO, = H,0 (iii) 00 + iO, = CO, 

1 c.c. i c.c. I c.c. I c.c. I c.c. 

f C.C. y/2 c.c. or (20—x—y) c.c. i(20—x—y) c.c. (20—x-y) c.c. 

/. carbon dioxide formed ,= 2x + (20-x-y) = 16 or y-x = 4 
5x 1 / 20—X—y 

Qxjrgea used «P = 2~ +-2- “ or 4x = 8, x = 2 

f m 2, composition is 2 c.c. C,H,; 6 c.c. H, ; 12 c.c. CO 
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■ylO. A mixture of oxygen and carbon monoxide is cx])osed to the action of 
nii»aviolet light. Ozone and carbon dioxide are the Tiew j>ase.s formed in the 
/'Reaction. If lOO’OOO c.o. of gas were taken in which the ratio Oj/CO was 1‘015, 
how many c.c, of each will be found in tlie residue which measures 85'87 c.c. and 
has the ration COj/00 = Cjj2419? • 

Let 100 c.c. of the gas mixture contain x c.c. of oxygen. 


Then 




CO lOO-x 


— = I'OIS, whence x — 50'36. 

—X ' • 


vol. of 0, = 50‘36 c.c.; vol. of CO ~ 49'64 c.c. 

Let m and n be vols. of Oj and CO converted into 0, and COj, respectively, 
(i) 30j -—s, 20, contraction 

3 vtds. • 2 vols. 1 volume 

Of m vol. 2»j/3 vol. '«/3 volumes 

(ii) CO + iO, = CO, contraction 

1 vol. i vol. 1 vol, i volume 

or n vol. II/2 vol. n vol. ”72 volume 

total contraction = m/3+7i/2 = 100 -85-87 = 14-13; or 2m+3n = 84-78 


vol. Ilf CO, formed 


=:- 0-2419, 


n = 9-663. 


' Voi. of Co left 49-54-Ai 

Again, 2m+3n = 84-78, or 2m+3 x 9-663 ^ 84-78, whence m = 27'895. 

The rcsidfie contains : 0. -- (50'36—in —n/2) = 17'634 c.c.’s; 0, “ 

=t 18'59o c.c. 


fX), -- n 


9-663 c.c.; CO = 49',64-tt= 39*977 c.c.; Total &^-87 c.c. 


yU^ 12 c.c. of a gaseous hydrocarbon were mixed wilh 90 c.c. of 0, and ^ 
tlife mixture exploded in iin cufdlometcr; after explosion the volume 
fcas 72 c.c. and on adding KOH 36 c.c. of it disappeared, leaving Wtmb 

was the gas? 29. C,H.. 

,>12. 20 vols. of a hydrocarbon, mixed with 80 vols. of 0„ gave 60 vols. after 
expl^ion and 20 vols. after shaking with KOH solution. * 

13^ 20 c.c. of a hydrocarbon were exploded with 250 c.c. of air. The imme* 
iliato contraction was 40 c.c. and the volume of CO, found by KOH absorption 
was 20 c.c. What is the composition of the hydrocarbon? Oale-utta ’32. CH,. 

14. Find the composition of ammonia from the following data—volume of 
ammonia taken = 22-5 c.c.; volume after sparking for sometime = 46 c.c.; volume 
after addition of oxygen = 188-5 c.c.; voliimo after explosion = 137'88 c.c, 

✓ 15- Fiod the composition of nitrous oxide from the following data (the 
volumes are reduced to N.T.P.)—volume of gas taken = 10 'c.c.; vol. after 
^ addition of H, = 28 c.c.; vol. after explosion = 18 c.c,; volun^ after addition 
ef 0, = 27 c.c.; volume after second explosion = 15 c.c. Calcutta '19. 

16. 40 c.c. of a mixture of CO and C,H, gases wiere mixed with 100 c.c. 
0/in an eudiometer and fired. After cooling the residual gas occupied 104 c.c.; 
and after treatment with KOH the residual gas o ccup ied 48 c.c. Find the 
composition of the original mixture. AUahahad CO 60% ; C,H, 40%, 

/IV'100 c.c. of a mixture of CO, CH„ and H, are mixed with 300 c.c. of 
0, and fired. After cooling the resulting gas occupied 285 c.c. and after 
'a^rption by potash 2(® c.c. of 0, xemained. Find tMfcporaposition of the 
mixture. GO 60 c.c.; CH, 30 c.c.; H, w e.c. Calcutta 4L 

18. When 160 c.c. of ozonised oxygen were passed through a reid-hot tube, 160 c.c. 
of gas remained. Calculate the composition of the original mixture. 

13-33% ozone. 
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When 60 c.c. of a mixture of N,0 and NO were mixed with equal 
\^iuinc of pure hydrogen and exploded, 38 c.c. of pure N, were left. Calculate 
the quantity of each gas in the original mixture. 

Allahabad ’06. N.O 16 c.c. 


NO 44 n.c. 


>30. 36 c.c. of a mixture of methane, ethylene and acetylene were mixed 
witli^ 100' c.c. of oxygen and sparked. The volume 'after explosion was 70 c.c. 
AfW'r absorption of COj by KOlt the volume was 10 c.c. Calculate the volume 
of each gas present. OH^ 12 c.c. j 12 c.c. ; 12 c.c. C,H,. 


' 15 c.c. of carbon inqpoxide were mixed with 5 c.c. of oxygen aad 

c.xplodcd. What is the volume and composition of the residual gas? 

CO 5 c.c.; CO, 10 c.c. 

J 22. What volume of air at 27“C and 760 mm, would be required for the 
^nplete combustion of 100 c.c. of a gaseous mixture containing 46% 40% 

marsh gas and 14% CO by volume. Air ('ontains 79% N, and 21 per cent 0, 
by volume. Calcutta '21. 583'2 c.c. 

23. 50 c.c. of a mixture uf chlorine monoxide and chlorine dioxide are 
ilecompo.sed by a cjircful Iieating. The chlorine produced vs absorbed by KOH 
solution and a diminution in volume of 40 c.c. resulted. Calculate the compo.^i- 
tion of the gaseous mixture of the oxides of chlorine. 

C1,0 30 c.c.; CIO, 20 c.c. 

24. A mixture of 30 c.c. of nitrous oxide and another oxide of nitrogen 
was exploded witli 60 c.c. of H.. After explosion 45 c.c. of N, remained. The 
formula of nitrous oxide is NjO; the second oxide of N, is 15 times heavier 
than hydrogen. Determine the formula of the oxide of nitrogen. 

Nitric oxide, NO. Patna '37. 


26. Two volumes of a certain gas when exploded with five volumes of 
oxygen yield exactly 4 volumes of fX)., and 2 volumes of steam. 104 gms. of 
the gas occupy the same volume as 176, gras, of CO, measured under the same 
conditions. What is the gas? Acetylene, C,H,. 

26. A fuel contains 90 p.c. carbon and 10 p.c. incombustible matter. What 
^vol, of air at N.T.P. (containing 21% O, by vol.) will bo required to completely 
burn one kilogram of this fuel? Punjab *39. 8000 litres. 


27. A mixture of chlorine with an oxide of chlorine gave on explosion an 

expansion from 100 c.c. to 130 c.c. The exploded gas was found to contain 
70 c.c. of chlorine and 60 c.c. of oxygen. What was the oxide, how much of 
it was there in the mixture’ CIO,; 60 c.c. 

28, Assuming air contains 21% by volume of oxygen, what volume of air 
at 27*C and 760 mm. pressure will be required for (ho complete combustion 
of 60 gms. of a paraffin candle of 80% carbon and 20% hydrogen ? 

Calcutta '35. 831’2 litres. 


/ 29. Calculate the percentage composition by volume of a mixture of CO 
^ind GH,, 105*5 c.c. of which required 90*4 c.c, of oxygen for complete com¬ 
bustion. * Calcutta ’49. CO 76;2%; CH, 23*8%. 

c.c. off a mixture of methane and ethylene need 13'2 c.c. of oxygen. 
Find the volume of each present, 1*8 c.c. CH«; 3*2 c.c. C,H,. 

31. The gas^us product evolved on heating a mixture of oxalic and formic 
acids with cone. 11,80,, Jis led into caustic potash solution when the volume is 
decreased by one-sixth. Calculate the mols ratio of the organic acids in the 
mixtures X : 4 

9*3 c.c. of a gaseous hydrocarbon need for complete combustion 46*5 c.c. 
of oxygen, and gave ^*9 c.c. of carbon dioxide. What is the gas? C,H,. 


33. A gaseous mixture of methane 40 c.c., carbon dioxide 25 c^c., hydro^M 
35 c.c. is at N.T.P. Calculate the volume of oxygen at N.T.P. needed for its 
combustion. What would be the volume and composition of the final product 
at 0*C and 76 cm.? If the oxygen be obtained from potassiuni chlorate, what 
weight of this suWance will be needed to produce it? 

97-5 c.c. 0,; 66 c.c. CO,; 0*36 gm. 
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34. On partly ozonising 100 c.c. of oxygen a decrease of 10 c.c. in volume 
resulted. What volume of ozone had been produced? The resulting gas was 
treated with an excess of potassium iodide solution. Calculate (a) what volume 
of gas would remain, (b) what weight of iodine would be liberated. 

20 c.c. Oj; (a) 90 c.c.; (b) 0'2268 g. of I,. 

45 C.C. of a hydrocarbon were mixed with 280 c.c. of oxygon and 
'O^loded ill a cool eudiometer. The volume of tho residual gas was 190 c.c. 

^Vhen caustic potash was added the volume decreased to 55 c.c. What is the 
hydrocarbon ? C.Hy 


t 36^'What volume of air containing 21 jier cent eff oxygon would be required 
lyf complete combustion of 15 litres of acetylene? 178*6 litres. 

37. A metallic carbide was decomposed by water, evolving methane and 
h^rogen only. 1,000 c.c. of the gas evolved weighed 0*405 g.; 20 c.c. of the 
*% were exploded with 40 c.c. of oxygen. The residue on cooling occupied a 
roliune of 25 c.c.; and of this 10 c.c. were absorbed by caustic potash. The 
remainder was absorbed by alkaline pyrogallate. W'hat was the composition of 
the gas? CH^ and Hj in equal volumes. 


38. A sample of water gas has the following composition 50% Hj, 48% CO, 

and 2% COj by volume. 100 c.c. of water gas is mixed with 150 c.c, oxygen 
and the mi.xturc sparked. Calculate the change in volume of gas mixt-ire on 
■cooling, 250 c.c. become 151 c.c, 

39, What volume of oxygen would be required for the complete combtis- 

iioii of 250 c.c. of each of the follo\ving gases : (a) ethylene, (b) methane? 

(a) 75Q C.C.; (b) 500 c.c. 

5 c.c. of ethylene are mixed with 20 c,c. of oxygen and sparked. What 
is the comjiositiofl by volume of the products of the reaction, all measurements are 
made above 100°C? 40% CO,; 40% steam; 20 p.c. O,. 

41. A mixture of marsli gas end olefiant gas occupying 6*3 c.c. 

icquires for its complete combustion 15*4 c.c. 0^ and* [irndnccs 9*1 c.c. CO,, Find 
ihe volume of each gas, ClI* 3*5 c.c.; CjH^ 2*8 c.c. 

42. A sample of coal gas contains 40 H_., 35 Clt^, 15 CO and 10 ; 

KK) vols. of tliis gas were exploded with 600 vols. of air (containing 21 p.c. O,) 
;u a fiidiometcr. Calculate the composition of the resulting mixture on cooling. 

Punjab *49. N^86*.% p.c.; Oj 0*64 p.c,; CO, 12*78 p.c. 

43. 1 litre of a 3:2 mixture of water gas (H, 50, CO 47, CO, 3) and 

pK.duecr gas (N, 60, CO 35, CO, 5) -s mixed with excess steam and passed 
over an iron oxide-catalyst. Find the nitrogcu-hydrogen ratio in the resulting 
uases. 1:3. 

44. b„30'^c.c. of a gaseous hydrocarbon were exploded with 66 c.c. of 0,. 

Ttcsidual gases after cooling occupied 56 c.c. On treatment with KOH the 
volume decreased to 16 c.c. The remaining gas was oxygen only. What is the 
gas? Itajputana '53. C,H,, 


Volumetric analysis—^Acidime^ and Alkalimetry 

Neutralisation. — In neutralisation reactions, acids and bases react 
with each other in etjuivalent amounts producing salt and water 
(p. 181). In the following illustration a measured volume, say 25 c.c., 
of caustic soda solution is taken in a beaker—a drop of phenolphtlialein 
solution is added to the solu.don, which is turned pink (phenolphtlialein 
is pink in alkaline solution,* and colourless both in neutral and acid 
solutions). Dilute hydrochloric acid is run into the solution drop by 
drop from a burette. As each drop of acid mixes with the alkali, the 
hydrogen ion of the acid reacts with the hydroxyl ion of the alkali, 
forming water. With the gradual addition of the acid, the hydroxyl 
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ions, therefore, l>egin decreasing, until at a certain stage all the 
hydroxyl ions are Used up. The solu.tion is then said to the neutral 
and die process is .known as neutralisation. The solution becomes just 
colourless at the neutral point. I’hc volume of acid is then read from 
the burette; let it be 20 c.c. 

25 c.c. of caustic so^a .solution — 20 c.c. of HCl solution. 

Now, knowing the weight of (*austic .sodti per c.c. of the solatioii, it is 
possible to calculate the weight of hydrochloric acid per c.c. of its solution 
from the relation ; 

HCl{36-5) + NaOH(40) -- NaCl + H^O. 

i.e,, 36'5 gins, of hydrochloric acid are c<]iiivalent to 40 gn's. of caustic soda in 
their power of neutralisation 

Titration. — It is a process of voliinictrkally determining the un¬ 
known .strength of a solution by reaction with a .solution of known 
concentration (or what is called a standard solution) in presence ^ of 
an indicator. , In acidimetry .the unknown strength of an acid solution 
is estimated by titration with a standard alkali .solution. Alkalimetry 
is just the reverse process. 

Let us take au^exainple —25 c.v. of a 5 per cent causti*’ soda solution just 
neutralise 20 c.c. of a solution of hydrochloric acid. To Hnd the stiength of 
the acid : * 

25 c.c. of 5% NaOH .solution contain 5,/4 gms. of NaOII. 

Na/^ir + HCl NaCl + 11,0. 

« 40 36*5 

i.e., 40 gms. of NaOll neutralise 36'5 gins, of HCl 

5/4 gms. of NaOH neutralise (3b’6/40)x5/4 or 1’14 gms. of llCl. 

20 c.c. of HCl solution contain I'H gins, of HCl. 
or 100 c.c. of HCl solution contain 5'7 gms. of HCl. 

The strength of the acid is 5‘7 per cent This is an e.xdiuple of «oi<Un:etry. 


Neutralisation indicator. — \n iiulkator Ls a sultstancc (a weak 
organic acid or base) that has the property of changing colour when 
acid or base is added to it. When added to a liquid, it indicates by 
change! of colour, if., die liquid is acidic, neutral or alkaline; it is 
invariably used to indicate the end point of neutralisation of acids and 
alkalis during their titration. A good indicator should show sfiarp 
contrast of colours ins solutions just acidic or alkaline. litmus, methyl 
orange, mctKyl red, phcnolphthalcin, etc., are the indicators usually 
used. Utmifs is a dye obtained from certain lichens. 


Indicator 


! 


Colour in acid 


Colour in alkali 


Litmun ' 

Methyl orange 
Methyl' 'ted 
Pheonlphihalein 
red 


' reil 

pink or red 
red 

colourless 

blue 


blue 
yellow 
yellow 
pink or red 
red 
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of Indicators for neutialisation reactions depends on the strength 
of acids and bases (p. 131). HCl. H,SO„ HNO, are strong acids; oxalic'acid 
and acetic acid are weak acids. NaOH and KOH aro strong alkalis—NH^OH 
is a weak base, Na,CO, is the salt of weak carbonic acid. 


• • 


Titration of j 

1 Indicator 

(i) Strong acid—strong base 
(ii Strong acid—wewvk base 
(iii) Weak acid—strong base , 

• 

Any indicator 

Methyl orange** 
Phenolphlhalein** • 


A weak acid is not titrated with a weak base, as no shiirp end point is 
obtained. 

* Methyl orange changes colour in fairly acid solntion. 'The ealt formed 
during neutralisation, e.g., NH^Cl + HjO ^ NH,OH + HCl, is hydrolysed 
giving a slightly acidic solution .it the equivalence point (p. 134), 

** Phcnolphthalein becomes pink in fairly alkaline solution, as the salt 
formed during neutralisation, e.g.. OH,COONa+HjO -—^ CH,COOH+NaOH, 
is hydro]y.sed giving an alkaline solution at the end point. Methyl orange is the 
indicator in the titration of sodium carbonate with a strong acid, since the 
solution is acidic at tlie end point due to the displacement oi carbonic acid. 

. Na^COj 4- 2HCI = 2NaCl + H,0 + CO, 


But libcnolplithalein becomes colourless (i c.. pink colour of Na,CO., solution 
•lisappears) when only half of Na,CO, i.s.neutralised—at this stage Na.CO, is 
converted into NaHCO, which is not alkaline to phcnolphthalein. 

Na^CO, + UCl - NaHC 03 + NaCl. ... 

Ml- flSi 1 . 1 . 

v.>^(andard solution.—A .sraiicTard solution of a substance contains 
a known weight of it in a definite volume of the solution. Hence 
a standard solution is a solution of known strength, i.e., known con¬ 
centration. The standard solution usually employed in titrations is 
the normal solution. 


\,^^oniial solutions.— A vornuil solution of a substance contains one 
gram-equivalent of it per litre of the solmion- 

V4S^mvaIent weights. —The ctpiivalcnt weight of an element has 
already been considered (p. 90). (jThc equivalent weight of a com- 
jioiind is that weight of it which contains one gram equivalent weight 
of the component taking part in a reaction.) With acids, the chief 
component is the • replaceable hydroge n : with'oases, it is'the hydrox yl 
g roup , and with s alts, it is generally the cation . "' * — 

V.(i)rTrhe gram equivalent of an acid is that ^weiglu of it which 
contains 1008 grams of replaceable hydrogen i.e., which contains 
1 atom of replaceable hydrogen. 

A normal solution' is written as N solution, e.g., {N)HC1 solution. - Strengths 
of other solutions are expressed in terms of N solution; thus, solution.4 com 
taining 1/2, 1/lOth, 1/lOOth, twice or thrice the equivalent of a substance per 
litre are written as N/2 (semi-normal), N/10 (deci-normal), N/XOO (cenli-normal), 
2N (twice normal) or 3N (thrice normal) respectively. . 

The number of replaceable hydrogen atoms iyi the molecule of 
an acid is ijs basicity (p. 132). ^ 
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Gram-equivalent of an add = its gram-molecular wd^4- 
baridty. 


Acid 

Mol. wt. 

J^asicity ! 

1 Gram-equivalent 

[ 

Hydrochloric, HCl 

36-46 

1 

36-46 

Nitric, HNO, 

63 

1 

63-0 

Sulphuric, H^SO^ 

98 

2 

49 

Oxalic acid, C,H,0^.2H,0 

126 

2 

63 

Phosphoric, HjPO* I 

98 

3 

1 

33-67 


Since 36'46 gms. of HCI — 22'4 litres of HCl gas at N.T.P., 22*4 litres of 
HCl at N.T.P. is also the equivalent of HCl, 

gram-equivalent of a base fS that weight of it which cam 
neutralise one gram-equivalent of an acid, i.e., which reacts with 
h008 gms of replaceaUe hydrogen of an acid. 

One hydroxyl group reacts with one replaceable hydrogen atom, 
and hence the equivalent ot a hydroxide = its molecular weight divided 
'■ by the number of hydroxyl groups contained in its molecule, 

NaOH+HCl NaCl+Hp ; CapH)^ + 2HC1 - CaCh+2H,0, 

One oxygen atom reacts with two hydrogen atoms, and hence the equivalent 
of a basic oxide = its molecular weight divideil bv twice the number of oxygen 
atoms contained in its molecule, 

MgO 4- 2HC1 MgCL + H/); A1,0., + 6H01 2A1C1, + 3H,0 

The number of gram-equivalents of an acid which neutralises 
^one gram-molecular weight of a base is the acidity (p. Iil2) of the base. 

\j6f^-equivalent of a base <= its gram-molecular weight -4- acidity. 


Base 


Caustic soda, NaOH 
Caustic potash, KOH 
Calcium hydroxide, Ca(OH)a 
Ammonia, NHj 
Ferric oxide, Fe^O, 

Ferric hydroxide, Fe(OH), 


Mol. wt. 1 

Acidity 

Gram -equivalent 

40 i 

1 

40 

56 1 

1 

56 

74 

2 

37 

17 ! 

1 

17 

160 i 

6 

26-67 

^ 107 1 

3 

35-67 

NH, at N.T 

'.P, = equivalent of NH,. 


V^) The gram-equivalent of a normal salt is that weight of it 
which contains one gram-equivalent of a metal {which is eqmvalent to 
1'008 grams of hydrogen). Since the gram-equivalent of a metal is the 
atomic weight divided by the valency, the equivalent of salt = its 
molecular weight divided by the total valency of the metal atoms 
contained in a molecule, i.e., 

Gram-equivalent of a salt =- . g^m molecular weigju_ 

• V, ’ . number of metal atomsxits v^ency 
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Salt 


Sodium carbonate, NajCO^, 
Calcium carbonate, CaOOj 
Ferric chloride, FeCI,,6HjO 
Silver nitrate, AgNO, 

Silver chloride, AgCl 
Copper Bulphate, CuSO,,6HjO 


Mol. wt. 

Total valency of metal 

Eq. wt. 

106 

2 

53 

100 

2 

50 

270-5 

3 

» 90-17 

170 

1 

170 

143-34 

1 

143*34 

249-5 

2 

124*75 


In the case of salts which react with acids, such as carbonate, equivalents 
may also be determined with reference to the acids. Tho equivalent of the salt = 
its molccnlar weight divided by the number of equivalents of an acid with which 
one molecule of the salt reacts : thus, 

Na,CO, + 2HC] = 2NaCl + H,0 + CO, 

Ono molecule of Na,CO, reacts with 2 equivalents of HCl, and hence the 
equivalent of Na,CO, = its mol. wt. -j- 2 — 106 2 = 53. 

Tho equivalent weight of sodium bicarbonate, NallCO,, is its molecular 
weiglit which is 84, since it reacts with ono equivalent of an acid : 


f 


NaHCO, + HCl = NaCl + 11,0 + CO, 

Tho equivalent of a compound, in general, is that weight of it which reacts 
with ono equivalent of an element or compound whose equivalent is known; 
ihu.s in 2NaOH + CO, = Na,CO, + H,0. 

2 equivalents of* NaOH react with one molecule of CO,. 

1 equivalent of NaOH reacts with ^ molecule of CO,, 
the equivalent of CO, = mol. wt./S = 44/2 = 22. „ 

It must be clearly understood that the equivalent weight of a substance will 
depend u^on the particular reaction In which it takes part. 

molar solution of a substance contains one gram-molecular 
(or one mole) of it per litre of the solution^ thus a molar 
solution of HjSO^ contains 98 gms. of it per litre, but its normal 
solution contains only 49 gms. per litre. 

V^portant princi[rfes in volumetric analysis.—-(i) Normality of a 
solution is equal to the number of gram equivalents of a solute per 
litre, c.g., the normality of 0-4N NaOH solution is 0'4. 

r ^ ^®*8*** per lite 

(a) Normalit y =-^ e^uiviienr 

(b) Weight of solute in gram per litre = normality x gram 
* eqnivdent. 

Thus, the weight of NaOH per litre of a 1*6N .caustic soda 
solution = 1*5 X 40 = 60 gms. 

Strength of a solution is usually expressed in* terms of .normality 
or weight in grains pffr litre, and sometimes in percent strength, e.g., 
a 2 p.c. NaOH solution means 2 gms. of NaOH per 100 c.c., or 
10x2 gms., i.e. 10x* per cent strength per litre, and hence: 

.. 10 X per cent strength 

(c) NOII^ 

Thus the normality of a 8 p.c. NaOH solution = 10x8/40 = 1!N. 
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(ii) Volume of a given solution is inversely proportional to its 
strength, i.e., if the volume he increased the strength must be pro¬ 
portionately decreased, and vice versa. 

Let the equivalent weight of a solute be p gms. 

lUOO c.c. of N solution of the solute contains p gms. of it. 

dr 1 C.C. of the N solution of the solute contain 0‘00 p gm. 

or x.y c.c. of the N solution of the solute contains 0 00 px-icy gms. 
Also, 1 c.c, of y (N) solution of Uic solu.te contains 0*00 py gms. 

X c.c. of y (N) solution of the solute contains 000 pxxy gms. 

X c.c. of y (N) solution = xy c.c. of (N) solution = O'OO pxxy 
gm. of solute. 



c. of a y (N) solution = xy c.c. of a (N) solution. 

r equ ivalent of any acid can neutralise one equivalent of 
2 . ^peaice, solu tions of aci ds and bases of the same slrength 


any ease __ 

must neut ralise iti equal volumes^ 

Let X c.c. of a y (N) acid solution 
base solution. ^ 


neutralise p c.c. of a q (N) 


Now, X c.c. y (N) acid solution = xy c.c. of (N) acid soluiion 
p c.c. of q (.^) base solution = pq c.c. of (N) base solution. 

Since solutions of the same strength react in equal '.olumes 
.ry c.c. must be equal to pq c.c. 

i.e,, volume qf an acid x its i^rength - vol. of a base x its strength. 


For two solutiong which are equivalent : 

volume X strength (solution I) = volume X strength (solution II), 


(iv) Reduction of strength by dilation. —When a solution is 
stronger than the desired strength, it may be reduced to required 
strength by proper dilution. 

Reduce to N/10 two hundred fifty (250) c.c. of 1*048 N/10 NaOH solution. 
250 c.c. of r048 N/10 solution = 250xl'048 c.c. of N/10 solution. 

--262 c.c. of N/10 solution. 

to reduce the strength to exactly N/10 (262—260) or 12 c.c. of water are 
to be ^dded to 250 c.c. of the soluiion. 


Preparation of standard solution.—(i) To pfe^re 250 c.c. of N/10 
sodidm cttbtmate'^Solutlate.-^The gram ewivalem.of Na,CX>, is 53 gms., 
hence the requirement for 1 litre of N/10 Solution = 6*3 gms., and 
that for 250 c.e, of N/10 solution = 5*3 4 = 1*325 gms. 

t 

Some pure and dry sodium carbonate is taken in a weighing 
Ixjttte; and about 1*325' gms. of it are accurately weighed out into a 
measuring flask of 250 c.c. capacity with the help ofa chemical 
balance, and dissolved with distilled water—the volume' of the solu¬ 
tion is then made! up to just 250 c.c. by gradual addition of water. 
The contents of the flask is well shaken to get^ a uniform solution. 

I^et the amount of sodium carbonate' actually weighed ^'1*3568 'gmsV ^ 

■ |ilow.. 1*325 gpfis. per 250 c.c. of solution make just N/10 solution. 
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per 250 c.c, make (l-3568/r326) N/10, i,e., 1-024 N/10 solu. 

1'024 is called the factot of the solution.' ' ^ ' '' 

Now, 260 C.C. of 1-024 N/10 Na,CO, solution = 250xV024 or 256 c.c. N/10 
Na^jCOj solution. ‘ ■ 


Hence (256— 250) or 6 c.c. of water are to be added to the solution to 
make it exactly N/10. ^ ^ 

Factor. — Factor of a solution — weight actually dissolced -f- the theoretical 
weiyhl^ required to be dissolved to prepare a solution of given strength. 

In the above example, 1'024 is the factor of the N/10 Naj,COj, solutioni.» 
and hence the strength of tho solution --- 1'024 N/10, vi'X 

The strength of a given solution is usually I'xpressed with a factor.'^ 

(i) To prepare approximately N/10 solution of sulphuric Acid.— 

The equivalent of sulphuric acid is 49 gms. and hence 1 litre of the 
N/10 solution will contain 4^9 gnis. of the acid. 'But sulphuric acid 
is not weighed, since is it highly hygroscopic and is also not cent per 
cent pure. From the specific gravity and the purity of a sample of 
add. the volume of it that will contain 49 gms. of real and pure 
.sulphuric acid is calculated. 


Ijct the specific gravity of a sample of sulfihuiic acid bo 1-84 and its purity 
96'6 per cent. 

95-6 gms. of.tMiro II^SO* are present in ICO gms. ot the,sample of the acid. 

4‘9 gms^ ,, „ ,. ,, (1C0 x 4'9)/95-6 gm. of (bo acid. 

Now, mass = volumeXdensity; an<l hence Die \olume of the sample of acid 
reqiiiml -- weight of the acid divided by its density =- (100 X 4'9/95-6) -5- 1-84 
2‘8 c.c. nearly. Hence, about 2-8 c.c. bf the sample of the aflid is measured 
out by a pipette into a litre-measuring flask and diluted with water up to ' 
1000 c.c. This is approximately N /lO sulphuric acid soliiLion. Similarly, 
approximately standard solutions of HCl and HNO, can be prepared. 

1 

I 

To prepare 1 litre of approximately (N) acid solution. 


Ia;! e — equivalent •ofeight of acid. 

p = purity, Lc., per cent strength by weight. 

.9 = sp. gr. of a sample of add. 

V — volume of the acid to he diluted to 1 litre. 

Then, v 100 ejps. 

Some typical volumetric analysis.«-<i) To find the strength of an 
acid solutidn i.e.-. standardisation of an acid soldtt&li.— The krength 
of'hn add solution is determined by titration'againSt a standard 
solution of sotlium carbonate which is directly • prepared, since the 
sodium carbonate can be obtained very pure (p. ,405) and accurately 
wcighc'l easily. N/10 solutions are usually used in volvimetric ati'ulysis. 

' -It t f* i ' 

A burette (fig. 195) is filled with the approximately N/IJ sulphuric acid 
solution up to the zero mark. 125 c.c. of N/W sodipn^ carbonate solution ia 
taken in a basin by nmans of a |)ipette and diluted to about SO c.c. with water—a 
drop of methyl orange solution (indicator) being added to the solution, which 
turns the eolation yrflow. Tho add solution is gradually added drop hy drop 
from the burette to the sodium carbonate eojution until .^he^ pin* qoleur. js just 
obtained—the solution being cwefully stirred -with a glasf tspd dji»iag titration. 
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The volume of the acid used up is read ftom the burette. Three titrations are- 
usually done and the mean of three readings taken. Suppose 
M c.c. l’(}24 N/10 Na^CO, solution *= ^ c.c. acid solution. 

Let X = the strength of the acid solution. 

24Xx ^ 25x1-024 (N/IO), whence a; = 1-067 (N/10). 

(ii) To (Nrepare approxi- 


(£> 



mate N/10 caustic 
solution and determine its 
strength. Since caustic suda 
is hygroscopic, its standard 
solution cannot be prepared 
by weighing only. Equiva¬ 
lent weight of caustic soda 
is 40 gras.; and hence a 
deci-normal solution will 
contain 4 gras, of caustic 
soda per litre. 

Approximately N/10 solu¬ 
tion is prepared by dissolv¬ 
ing about 4 gras, of caustic 
soda (usually a slight excess 
is used, since caustic soda is 
not generally of cent j>er 
cent purity), obtained by 
weighing in a rough balance, 
in a litre of water. Tlic 
solution is then titrated 
against a standard acid solu¬ 
tion and its strength determined. 

25 c.c. of the alkali solution is taken in a basin by means of a pipette and 
diluted to about 100^ c.c.—a drop of 'phenolphthaltin is added to the solution; 
the solution turms pink. Standard acid solution is run dropwise from a burcHe. 
stirring the solution all the time till the solution is jtiat colovrhsa. Suppose : 

25 c.c. NaOH solution = 20 c.c. 1-067 (N/10) acid solution. 

strength of NaOlI solution = (20X1-067/25).N/10 = 0-8636 (N/10). 


(iii) To detonnine the amount of total alkali in soda ash (calcu> 
lated as Na^O). — About 1-5 gra. of the sample of soda ash is weighed 
out accurately and dissolved in distilled water in a measuring flask 
of 260 c.c. capacity, and the volume of the solution is made up to 
the mark —the contents of the flask is well shaken to get a uniform 
solution. 25 c.c. of the solution is taken and titrated with a standard 
(strength 1-067 N/10) sulphuric acid solution using methyl orange as 
an indicator. ^ 


Let the weight of soda ash taken = 1-5130 gm. 

. volume of the soda ash solution — 250 c.c. 

Suppose 25 C.C. of soda ash soln, s 20 c.c. of 1*067 N/10 acid soln. 

=a 20x0-1067 C.C. of N acid soln. 

- s 2*134 C.C. of N soda ash soln. 

Now, I c.c. of (N) Na,COi, aolntioii contains 0-065 gm. of sodium carbonate. 
aTOi^C' weight of Na,0 : weight of Ns,00, a, 62 :106. 
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wt. of Na,0 in 1 c.c. of (N)Xa,CO, - (0-055 x 62)/106 = 0-031 gm. 

25 c.c. of soda ash soln. =: 2’134x0'031 or 0-066 gm. of NajO. 

250 c.c. of soda ash soln = 0-66 gm. of Na^O. 
of Na,0 in the sample of soda ash .= (0-66x100)/1-613 or 43-61%. 

(iv) To determine the percentage of pure H.^SO^ in a sample of 
brown oil of vitriol. • • 

About 20 to 25 drops of the brown oil of vitriol (tommercial sul¬ 
phuric acid) arc taken by means of a pipette into a clean weij^hin;:? 
bottle which has been weighed previously. tThe bottle is weighed 
again. The acid is transferred completely into a 250 c.c. measuring 
flask by repeatedly washing the bottle with water. The volume of the 
solution is made up to the mark, and the flask is shaken to get a 
uniform solution. 

Tlic strength of the acid solution is then determined against a 
standard solution of sfxlium carbonate, vide supra. 

Let the weight of the acid = 1*6497 gm. 

Volume of acid solution 250 c.c. 

Let the strength of sodium carbonate = 1-024 (N/10). 

Suppose 25 c.c. of NujCO, solution — 20-5 c.c. of the acid .solution. 

.*. 20*5 c.c. of the acid solution - 25 c.c. of 1-024 (N/10) NujCO, solution. 

- (25 x 0-1024) c.c. of (N) Na^COj solution. 

= 2-56 c.c. of (N ) .-icid <iolutioji. 

But 1 C.c. (N) H,SO, solution = 0-049 gm. of H.SO,. 

of the acid solution - 2*56x0‘049 gm. of II^SO^. 

250 c.c. of the .ncid — (2-56 x 0*049 x 250)/20-5 or 1*495 gm. of H.jSO«. 

This amount of ir,.SO, is contaiiird in A*6497 gin. of oil of vitaiol taken, 
of H,SO^ in the sample - (1-495x100)/1*6497 =--90*65. 

Exercises 


1. What weight of sodium carbon.ito is required (o neutralise 50 c.c. of 
normal HjSO^? Calcutta ’13. 

50 c.c. of N.HjSOj will be neutralised by 50 c.c. of N.Na,CO, solution. 

Now, 1000 c.c. of (N) Na,CO., solution contain 63 gm. of Na^CO,. 

50 c.c. „ „ „ „ 2-65 gm. of NajCO,. 

Ji2. 25 c.c. of N/10 hydrochloric acid neutralised 21 c.c. of solution of sodium 
^rlionate. ITow much water must be added to 1 litre of tho latter in order to 
_,mako it exactly decinormal? 

21 c.c. of Na^COj solution = 25 c.c. of N/10 ITCl solution. 

strength of Na^COj .solution = (25/21) N/10-= 1*1905 (N/10). 

1000 c.c. of 1-1905 (N/10) NAjCO, Solution = lOOOxMSOS or 1190*5 c.c. 
of (N/10) NdjCOj solution. ^ 

(1190*5—1000) or 190*5 c.c. of water are to be added to 1000 c.c. of the 
solution. • 


/3. 20 c.c. of a N/10 solution of HNO, is neutralised,by 22*5 c.c. of NajCO, 
scilution. Caiculato the strength of tho carbonate solution in terms of normality 
tho weight of the carbonate per litre of tho solution. Calcutta ’!€►. 


22*5 c.c. of Na.CO, solution = 20 


c.c. of 0*1 (N) HNOj solution, 
vol. of ncid X strength of acid 


Strength of Na,CO. solution =-=-^-vf— t r-- 

• * ® * * volume of Na^CO, solution 

= (20xQ’lN)/22-5 = 0-089 N 

Now, 1000 c.c. (N) NajCOj solution contain 53 gm. of NajCO,. 
1000 c.c. of 0-089 (N) Na,CO, contain 0-089x53 or 4'72 gm. 


Na,CO,. 


84 
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^4. To 50 c.c. of solution of HCl 25 c.c. of 0^82 N.NaOH solution were 
^ded. The excess of acid in the solution required 30 c.c. of 0'09 N-Na^CO, 
/Solution for neutralisation. Bequired the normality of the acid solution, and 
the number of grams of HCl per litre of the solution. Calcutta ’21. 

25 c.c.^of 0-82- (N) NaOH solution = 25x0-82 or 20-5 c.c. of (N) NaOH 
solution. 

M c.c. of 0T39 (N) Na,CO., solution - 30x0'09 or 2*7 c.c. of (N) Na-CO, 
solution. 


Hence the mixtui-e of alkalis = (20-5 + 2*7) or 23-2 c.c. of (N) solution. 

Let the strength of Hpl solution be x, and since 
Volume of acid X its strength = vol. of alkali X its strength 
/. 50xx = 23-2 N /. x= 0-464 N 
Now, (N) HCl solution contains 36-5 gm, of HCl per litre. 

0-464 (N) HCl solution contains 36-5 x 0-464 or 16-93 gms. of HCl 
per litre. 


y 5. 2‘95 gm. of a dibasic acid was dissolved in water and J.he solution diluted 
w 250 c.c. ; 25 c.c. of this solution was neutralised by 25 c.c. of N/5 Na^CO, 
Solution. Calculate the eq. v.t. and niol. wt. of the acid. 


25.c.c. of diluted acid =25 c.c. N/5 Na,CO, solution. 

250 c.c. of diluted acid = 50 c.c. N NujCO., .solution = 50 c.c. of N acid. 
50 c.c. N acid contain 2-95 gm. of acid, 
or 1000 c.c. N acid contain 69 gm. of acid. 

.*. eq. wt. of the acid = 5^ gm. and mol. wt, = 59x2 = 118 gm. 


y^ 6. A specimen of limestone contains 60% CaCO,. Calculate the amount of 
Alione which will be required to generate just sufficient CO^ to convert 1 litre 
/of N.NaOH solution into sodium carbonate. Calcutta '31. 


1 litre of N.NaOH solution contains 40 gms. of NaOH. * 

2NaOn + CO, = Na,C0, + H,0 
60 44 ‘ 


i.e., 30 grms. of NaOH react with 44 gms. of CO, 
40 ,, ,, I, 22 ,, ,, 

No^v, CaCO, = CaO + CO, 

100 44 


i.e., 44 grms. of CO, are obtained from 100 grms. of CaCO,. 

22 gms. „ „ „ „ SO gms. „ „ 

But limestone contains only 60o/, CaCO,; hence 50 gms. of CaCO, are vu-esent 
in (100xSO)/60 or 83-3 gms. of limestone. linie.stone required = 83-3 gms. 

7. 100 gms. of hydrochloric acid solution of sp. gr. 1-17 contain 33-4 gm. 
HCl. How many litres of acid solution of this strength would bo required to 
neutralise 5 litres of a solution of caustic soda containing 0-042 gm. of NaOH 
per c.c.? 

1 c.c. of NaOH solution contains 0-042 gm. NaOH. 

5 litres ,, ,, 0-042x5000 or 210 gm. NaOH. 

Now, NaOH + HCl = NaCl + H,.0 
4o 36-5 


i.e., 40 gnis. NaOH neutralise 36-5 gms. of HCl. 

210 gms. ,fc ,, 191-625 gm, of HCl 

But only 33-4 gm. of HCl are present in 100 gm. of HCl solution. 

191-626 gm. HCl ,, „ 573-7 gm. HCl solution. 

Now, since mass = volume X density, the volume of HCl solution required 
= 573-7 + 1-17 = 490 c.c. or 0*49 litre. 


8. A weighed amount of ammonium chloride was boiled with an excess of 
strong caustic soda solution and the liberated gas was absorbed by 100 c.c. of 
a solution containing 4*9 gm. of H^SO^; part of the acid was thus neutralised, 
^iil^te^excess acid could be neutralised by 50 c.c. of sodium carbonate solution 
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contaminp; 2*65 gm. of Na,CO,. Calculate the amount of ammonium chloride 
originally taken. 

Normality of a solution = wt. of the solute per litre/tlie eq. wt. 
strength of the H^SO^ solution = 4*9x10/49 - IN. 

Strength of the NujCO, solution = 2*65 x 20/53 = IN. 

50 c.c. N.Na,COj solution ^ 50 c.c. N.H„SOj solution. 

.*. (100 -50)' or 50 c.c. N.acid were used in absorbing NH,. 

Now, 50 c.c. N.acid solution = 50 c.c. N.NH, solution. 

= 50 c.c. N.NH,t!l solution. 

NH,C1 + NaOH -•= NaCl + 11,0 NH,. 

The eq. wt. of Nlt^Cl — its mol. wt. -- 53*5 gm. 

.*. wt. of NIIjCl originally taken -== 50 x 0*0535 gin. -- 2*675 gra. 

9. 1*08 g. of NHjCl was boiled with 62 c.c. of (N/2) NaOII till free from 
ammonia. 44 c.c. of N/4 HCl were required for neutralising the e.vccss of alkali 
in the mixture. Calculate percentage of ammonia in the salt. Calcutta 1936. 

62 c.c. (N/2) NaOH solution -= 31 c.c. (N) NaOII solution. 

Excess alkali =44 c.c. (N/4) IICl = 11 c.c. (N) IlCl. 

= 11 c.c. (N) NaOII solution. 

.*. (31 — 11) or 20 c.c. (N) NaOH wore used to displace NH,. 

20 C.C, (N) NaOH = 20 c.c. (N) NH, = 20x0*017 gm. NH,. 
p.c. of NH, in NH,C1 = 20x0*017x100^ 3 ^.^q 

10. One gram of impure sodium carbonate is dissolved in water and the 
solution is made up to 250 c.c. To 50 c.c. of this solution 30*4 c.c. of 0*15 (N) 
HCl is added afid the mixture requires for neutralisation 10 c.c. of 0*12 (N) 
NaOH .solution. Determine the strength of impure Na,CO, solution in terms 
of normality and also tho % of pure sodiugi carbonate in the imppro sample. 

Calcutta '23. « 

30*4 c.c. of 0*15 (N)HCl solution = 30*4x0*15 or 4*56 c.c. of (N)HC!. 

10 c.c. of 0*12 (N) NaOII solution = 1*2 c.c. of (N) NaOH solution. 

= 1*2 c.c. of (N) IICl solution. 

Hence (4*56—1*2) or 3*36 c.c. of (N) HCl solution neutralise 50 c.c. of the 
sodium carbonate solution. 

J^et X be the strength of the Na,CO, solution, then 
50x “= 3*36N whoiice x = 0*0672N. 

1 c.c, of (N) Na„CO, solution contains 0*055 gm. Na.CO,. 

.*. 1 c;c. of 0-0672N „ „ 0*053x0*0672 gm. Na,C0,, 

.*, 250 c.c. of 0*0672N solution contains 0*053 x 0*0672 x 250 or 0*8904 gm. Na,CO,. 

250 c.c. of the carbonate eolulion contains 1 gni. impure NsjCO.,. 

Hence, 1 gm. impure Na,C0, contains 0*8904 gm. pure Na.,rO,. 

. • iOO ,, ,, ,, ,, 89*04 gni. , ,, 

.*. % of Na,CO, in the impure sample = 89*04. 

11. 584 c.c. of gaseous hydrochloric acid measured at N.T.P. were passed 
into a solution of KOH. After tho reaction the solution still reqjained alkaline. 
To this was added 58 c.c. of 1*2 N H,SO, when the solution was completely 
neutralised. Calculate the kotal quantity of alkali in tho, solution. Calcutta ’40. 

22400 c.c. of HCl gas at N.T.P. = 1000 c.c. of (N) HCl solution. 

Hence, the KOH soln. c.c. of (N) HCl+58 c.c. of 1*2 (N) H SO 

= 26 c.c. of (N) HCl+69 6 c.c. of (N) H,S0*.*‘ 

= (2^+69*6) or 95*6 c.c. of (N) acid solution. 

= 95*6 c.c. of (M) KOH solution. 

Now, 1 c.c. of (N) KOH solution contains 0*056 gm. KOH. 

05*6 c.c. „ 95*6 x 0*066 or 5*3536 gm. KOH. 

/. total alkali in the solution = 5*3536 gm. 
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A 12 . 2 gms. of a mixturo of carbonate, bioai’bonatc and chlorido of sodium 
on genile beating till no further evolution of gas occurred, 62 c.c. of 
COj at 26°C j^nd 752 m.m. pressure. 1‘6 gin. of the same nii.\ture required 
26 c.c. of (NTliCl for complete ucutralisation. Calculate the percentage of 
carbonate, bicOTbonate and chlorido in the mixture. Calcutta '43. 

Lcu the volume of CO, be v c.c. at N.T.P. ■ 

.-. (i.’X760/273 = (62 x 752)/299. 0 = 660 . 0 . 

2xVaIICO, - Na/'Oj + 11,0 + CO, 

166 * 224C0 c.c. at N.T.P. 

i.e., 22400 c.c. CO^ evolrt cd on beating 168 gms. NallCO, 

56 c.c. ,, ,, 0*42 gm. „ 

1‘6 gm. of the mixture = 26 c.c. (N) IICl solution. 

2 gm. ,, ,, ,. --- 32’5 c.c. (N) fICl solution. 

HCl neutralises both Na„C0., and NallCO, present in tho mixture. 

NallCO, 4 - HCl ■= NaCl t- 11,0 + CO,. 

84 36-5 

84 gms. NallCOj = 36'5 gms. HCl, i.e., 1000 c.c. (N) HCl solntiosi. 

0-42 gm. NaHCO, = 5 c.c. of (N) HCl solution. 

the aanouni of Na^CO, in tlic mixture = (32'5—5) or 27'5 c.c. (N) HCl. 

--- 27'5 I'.e. (N'l Na.CO, .solution. 

= 27-5 X 0-055 or 1-457 grn. of Na,CO,. 

tho amount of NaC) in tho mixtuie = (2 -0-42-1-457) = 0-123 gm, 

Hcncc, ill the mixture carbonate = (1-457x100) 2 — 72-85%; 

bicarbonate = (C-42xl00) 2 = 21-0% ; chlorido = (0-123x100) -i- 2 = 6-15%. 

15. 5 grams of sulphur wore completely burnt in pure oxygen. Calculate 
tho volumo of the product measured at 25°0 and 756 m.m. Thfe amount of the 
gaseous product was led into 75 e.c. of a solution of caustic soda, which then 
required anothc.r 75 c.c. of the same solution to show a neutral roactioi>. Cal¬ 
culate the strength of caustic soda sotulion in terms of normality and also find 
tho total quantity of solid present in tho neutral solution. Calcutta *45. 

S-f O, = SO, 

52 22-4 litres at N.T.P. 

SO, produced = (22-4x5)/32 = o’S litres at N.T.P. 

Let tho volume at 25‘’C and 756 m.in, be v litres. 

.'. (vx756)/298 = (3-5 x 760)/273. whence v — 3-34 litres. 

SO, -t- 2NaOH = Na,SO, + H.,0 

22-4/ 2 x 40 '126 

22-4/ of SO, at N.T.P. = 80 gm. NaOH = 20C0 c.c. (N) NaOH soln. 

3‘5 litres of SO, at N.T.P. = 312-5 c.c. (N) NaOH solution. 

* .'. (75-f-75) or 150 c.c. of the alkali solution = 312-5 c.c. (N) NaOH solution, 

the strength of the alkali solution = (312-5/150) N = 2-08N 

Total solid in tho solution = (126 x 3-5)/22-4 = 19-68 gms. of Na,SO,. 

14. 1-5 gms. of a mixture of sodium carbonate and bicarbonate were dis¬ 
solved in 250 c.c. of wfiter. 25 c.c. of tho solution required 27 c c. of (N/10) 
HCl for neutralisation. Find tho composition of the mixture. 

Lot the amount of sodium bicarbonate be x gms. 

• 10(X) c.c, of the solution contain 4x gms. NaHCO, and 4 (PS—x) grams 

Na,C6,. 

the normality of NaTICO., in tho soliilion=4r '^4, the equivalent of 
NaHCO, being 84; the nomality of Na^CO, in tho .solut'' x)/53. 

normality of tho mixture = 4x/84-l-4(l-5-x)/53. 

Now, 25 c,c. of the mixture = 27 c.c. of N /lO HCl solution. 

. /. normalitv of the mixture = (2'7/25)N. 

Hence 4x/84+4(l-5-x)/53 = 2-7/25, whence x =0-187. 

/. amount of NaHCO, = 0-187 gm. and that of Naj,CO, = 1*313 gm. 
Alternatively : 
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25 c.c. of the mixture = 27 c.c. N/IO HOI solution. » 

250 c.c. of the mixture = 27 c.c. NHCl .solution. 

Lot tho NaHCO, be x gm. the NujCOa = (1*5—x) gm. 

NaHCO, + HCl = NaCl + H,0 + CO,. 

84 gm. 36*5 grn. or lOOO c.c. NHCl solution. 

.*. X gm. of NaHt'lO, = IOOO.t/84 c.c. NHCl solution. 

Na,CO, + 2IIC1 2Na01 + H,0 + CO^. 

106 gm. 2x36-5 or 2000 c.c. NHCl solution. 

.*. (l-S-x) gm. of Nfut^O. = 1000 (l-5-.r)/5.^ c.c.. NHCl solulion. 

.*. total !uid required = lUOO.e/84+lQOO {l-6-x)/53. 

lOOOx/84+1000 (1*5 - x)/53 — 27; wliencc x ~ 0-187, etc. 

15. 0-02 gm. of a metal after solution in water produced an alkali which 
was neutraliserl by 10 c.c. of N/10 HCl solution, hni the cq. wt. of the metal. 

10 c.c. N/10 HCl solution =0-02 gm. of metal. 

i.o., 1 C.c. NHtd solution. = 002 gm. of metal. 

.*. 1000 c.c. NHCl ^20 gm. of metal. 

• .*. equivalent weight of the metal = 20. 

^^16. 0-1232 gm. of .a metal was di.'^.solvcd in 50 c.c. N/2 If Cl and the 
^iition diluted to 100 c.c.; 20 c.c. of tlii.s solution was neutralised by 30 c.c. 
*51/10 caustic soda. Calculate the eq. wt. of the metal. 

20 c.c. diluted acid = 30 c.c,. N /lO caustic soda. 

100 < .c. diluted acid = 15 c.c. N caustic soda. 

16 c.c. NHCl which was left unu-sed. 

Vol. of acid taken = 60 c.c. N/2 HCl. -25 c.?-. NHCl. 

Vol. of icid reacting with the metal = (25—15) or 10 c.c. NHCl. 

i.o., 10 c.c. NHCl react with 0-1232 gin. of metal. 

.*. 1000 c.c. ,, ., ,, 12-32 gm. of metal. 

.*. eq. wt. of metal = 12*32. * * 

I'lxcn'iises 15 (ind 76* illustrate methods of finding ‘.q. wts. of metnls by 
titration. 

17. Determination of mixed alkalis. — To 20 c.c. of a mixture of NaOH 
and Na^CO, arc added a few drops of phcnolphthalein and then on audition of 
30 c.c. of N/IO MCI tho pink colour just <iisappears. The same mixture i.s 
again titrated with tho same acid after addition of methyl orange. 10 c.c. of 
the acid turns it pink. Calculate tho amounts of NaOH and Na,CO, per litre 
of the solulion. 

In the 1st titration phcnolphthalein indicates tho end point when all the 
NaOH and half of NajCO, only .aro neutralised—at this stage NujCO, Iwing 
convci‘Lc<l into NallCO, which is not alkaline to phcnolphthalein. 

NajCO,+HCl = NallCOj-bNaGl. 

In the 2nd litration methyl orango changes colour when all the NaHCO, 
(which is equal to half tho sodium cr.rbonaj.c) is neutralised. 

NairCO,+HCI = NaCl+H^O+CO,. 

Hcncc volume of acid added in 1st titration = 30 c.c. of (N/10) HCl. 

= all the NaOH + half the Na^CO, of the mixture. • 

Volume of .tcifl added in 2nd titration = 10 c.c. of (N /lO) IICl. 

= half the Na^CO, in tho mixture. • 

,* the amount nf NaOH in 20 cc. of the inixtui^. 

= (3^ ’ 7 C.C. of (N/IO) HCl. 

= 2 c.c. of (N) NaOH solution = 2x0*04 or 0*08 gm. of NaOH. 

The amount of NagCO, in VQ c.c. of the mixture. 

= twice the acid added in 2nd titration, 

= 2x10 C.C. of N/10 HCl = 2 c.c. of (N) Na,CO, solution. 

= 2x0*053 or 0*106 gm. of NajCOj. 

the amount of NUgCOj per litre = 0*106x50 = 5*3 gm. 
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18. To find the temporary hardness of water. —100 c.e. of tap water was 
titrated w'ith N/50 HCl with methyl orange as an indicator. If 30 c.c. of HCl 
were required, calculate the hardness as parts of CaCOg per 100,000 parts of 
water. 

The reaction between calcium bicarbonate (temporary hardness) and HCl is : 

Ca(IIC 03 )g+ 2 HCi = CaCl3+2IIgO+2COg 

2 equivalents of HCl = Ca(HC 03)3 = CaCO,, einco 

CaC 03 (100 parts)+n 30 +C 03 = Ca{HC 03)3 

1 equivalent of acid = 50 parts of CaCO, 

i.e., 1000 c.c. (N) acid = 50 gm. of CaCO*. 

or 1 c.c. (N) acid = 0'05 grn. of CaCOg. 

100 c.c. tap water = 30 c.c. N/50 HCl - 30/50 c.c. (N) HCl. 

= (30/50) x0‘05 or 0'03 gm. of CaCO,. 

100,000 c.c. taj) water contain 30 gm. of CaCO*. 

19. Precipitation method. —solution of silver nitrate may he used to 
determine the strength of chloride, bromide and iodide solutions. 

25 c.c. of a solution containing KCl and NaCl were found to require 
27'25 c.c. of 1‘15 (N/iO) AgNO, solution to precipitate all the chloride. Another 
25 c.c. of the solution yieidc<l a residue of 0"2C88gm. Calculate the weight of 
KCl and NaCl pi-escnt in a litre of the solution. 

Let X gms. of NaCl be present in a litre of the sclution, then 
(40x0'2088—x) = (8’3S2—x) gms. of KCl are present per litre. 

Normality of .solution with respect to NaCl —x/eq. Avt. of NaCl—x/58‘5. 

Normality with respect of KCl — (8'352—x)/74*5. 

total normality witli respect to NaCl and KCl - -- 

.A 

Now, 25 c.c. of solution of tlie mi.ved chloride — 27'25 c.c. of 
1‘15 (N/10) AgNf), solution. 

Iho noiTTiality of the solution = (27'25x9'115)/25N = O’1254 N. 

Hence _2L_4. 0-1254. whence x - -5’590 

58-0 ^ 74-5 

Weight of NaCl per litre — 3'590 gm.; weight of KCl per litre == 4’7'62 gm. 

DO. 65 c.c. of NaOH seWutiou require 41 e.c. normal HaSO^ to neutralise it. 
Calculate tlie stivngtli of alkali solution in tenns of (a) normality, (h) percentage. 

Andhra 1934. (a) 0’7454 N. (b) 2’98%. 

21. 1’3456 gm. of Na^CO, arc dis.^olvcJ in water and the volume of the 
solution made up to 250 e.c. 25 c.c. of this .solution cNacfly neutralised 24’85 c.c. 
of a solution of II^SO^. CalcnJatc the normality of (a) Na,CO, solution, (b) acid 
solution, and the amount of Na^SO, formed on neutralisation. 

Calcutta ’55. (a) 'O’lOlS N. (b) 01022 N ; Na.SO^ O’1803 gm. 

22. What yveight of anhj'drous sodium carbonate would bo needed to prepare 

500 c.c. of N/lO sodium carbonate solution. 2’66 gm. 

23. In preparing a N/30 caustic soda solution about 4’4 gm. were weighed 

out and made up to 1 lilre. 20 c.c. of this solution were neutralised by 22’2 c.c. 
N/lO HCl. How much water must bo added to 250 c.c. of this cau.st.ic soda 
solution to make it exactly N/10? 27’5 c.c. 

24. 6’3 gms. of moist sodium carbonate require 90 c.c. of a normal solution 

of acid to neutralise it. What is the percentage of water? 10 per cent. 

25. The specific gravity of pure nitric acid Is 1’522. What volume of such 

acid would be required to just neutralise 100 gms. of KOH ? 73’9 c.c. 

26. 22 c.c. of N/2 H^SO^ neutralised 20’6 c.c. of KOH solution. How 
much water must be added to 1 litre of the latter to make it exactly N/2? 

68 c.c. 
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27. 0’4 g. of pure calcium carbonate was found to require 45 c.c. of dilute 

IICl for neutralisation. Calculate the normality of the acid. _ 

Pvn]ah 1942. 0-1778 N. 

28. 2‘25 gm. of a dibasic acid was dissolved in water and tho solution 
diluted to 250 c.c. 25 c.c. of this .solution required 40 c.c. of 1-25 N/lO alkali 
for neutralisation. Calculate the equivalent and molecular weights of the acid. 

Eq. wt. 45; mol. wt. 90. 

28a. What volume of normal sulphuric acid would be required to neutralise 
5 litres of ammonia at 27'’G and 760 ram. pressure? 2 litres. 

29. 1-125 gm. of an acid (mol. wt. 90) was dissolved in 250 c.c. water; 26 

c.c. of the solution were neutralised by 25 c.c, N/iO NUjCO,, solution. Find 
the eq. wt, and basicity of the acid. Eq, wt. 45; basicity 2. 

30. What do you understand by a standard solution? How can you prepare 
a deci-normal solution of sulphuric acid? 

Equal weights of NaOH and KOH arc taken. Explain which would neutralise 
the larger quantity of an acid. Caustic soda. 

A specimen of brown oil of vitriol had a density of I'Sl gm. per c.c. 
10 c.c, of the .icict- was made to 1 litre with water. 10 c.c. of the solution 
required 28-8 c.c. of N/10 NaOH for ncutr.nlisation. Calculate the % of^H,SO^ 
(by weight) in ifae commercial oil of vitriol. 77'94%. 

31. What i.s meant by neutralisation? Why is a solution of sodium co.r- 
bnnato alkaline? Why mu§t phcnolphthalcin not be used ns an indicator for 
titration with sodium carbonate? 

10 gnis. of soda crystrds (NajCO,,10HjO) are required to neutralise SO c.c. 
of a sample of HCI solution. How many c c. of this acid must bo diluted and 
made up to one litre so that we may get a N solution of HCI ? 

Calcutta 715 c.c. 

32. What volume of pare NH, at 27° and 750 mm. would be obtained from 

10 gms. op Nlf^Ci? What volume of N/10 HjSO, would bo neutralised by this 
ammonia. Oair.utta '19. 4-661.; 1*87 litres. 

33. RO3 prepared by the action of cxces.s strong 11*160, upon 10 gms. of 

copper is passed through a litre of N/2 Na._,C0, .solution. Find the weight of 
unchanged Na*CO,. (Cu=63). CalcuHa '24. 9-7 gm. 

34. 0'2815 gm. of GaCO, is dissolved in 30 c.c. (N) UNO,. The excess 

of arid requires 24.43 c.c. of (N) NaOH. Calculate the percentage of CO* 
in the sample of CaCO,. AUaJidbad ’28. 43*55%. 

.15. 25 c.c. of an alkali solution is mixed with 8 c.c. of a 0*75 (N) acid 
solution and for complete neutralisation it further required 15 c.c. of a O’SN 
arid solution. Find the strength of tho given alkali solution. 

Calcutta MO. 0'72 N. 

36. A sample of dilute H*SO,. me.a.snring 25 r.c. when treated with 1 gm. 

of CaCO, evolved 100 c.c. CO* measured at 20°C an»l 700 nitu. Colculalo the 
strength of the .acid in gms. per litre .md the fimount of CaCO, remaining 
unclmnged. Wahahatl '27. 15 gm.; 0-6J7 gm. 

37. 1-624 gms. of ammonium chloride were dissolved in water and 50 c.c. 

of (N) KOH solution were added to it. The toial solution was boiled till 
ammonia ceased to be evolved, .and was then neutralised with 30-95 c.c. 
(N) H,S04 solution. Calculate the porcontfige of ammonia in the .sample of 
ammonium chlqrido. Calcutta '31. 21-25%. 

38. A solution contained sodium hydroxide and carbonate. Using 

phcnolphlhalein as indicator 25 c.c. of the solution required IT'S r.c. N/10 
HCI for neutralisation. Methyl orange was then added, when a further 15.7 c.c. 
of acid was required. Calculate the peroentiigc of each constituent present in 
the mi.xture. Na*CO, 95*2%; NaOH 4-8%. 

39. When a solution containing nitric and hydrochloric acids was treated 
with excess of silver nitrate, silver chloride was precipitated. It was found 
that 10 c.c. of the solution yielded 0-5 gm. silver chloride. 40 c.c. of this solu¬ 
tion required 21 c.c. of (N) NaPH solution for neutralisation. Calculate the 
weights of nitric and hydrochloric acids present in a litre of the sdution. 

[Ag=:108; Cl=35-5]. HNO, 11*12 gm.. HCI 12-73 gm. 

40 0*3363 gm. of a metal when added to 73 c.c. of distilled water produced 
190 c.c, of hydrogen at 27*0 and 720 m.m. and the solution became alkaline. 
Calculate the equivalent weight of the metal and the strength of the alkaline 
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aolutiun in t«rins of normality. Gaess what the metal is. If. of hydrogen at 
N.T.P. weighs 0’089 gm. Eq. wt. 23; 0’2 N; sodium. OUcutta '62. 

41. What volumo of N/10 HCl would completely dissolve 50 gms. of cal* 

cium carbonate. 10 litres. 

42. Concentrated hydrochloric acid has a specific gravity 1‘16 and_ contains 
32 per cent of hydrogen chloride. Calculate tqe volume of this liquid which 
would be required to make ^en litres of a normal solution of this acid. 

Gauhati '52; 983'3 c.c. 

43. 25 c.c. of KaOH solution exactly neutralises 22*5 c.c. of solution 
(containing 1'4175 gm. in 250 c.c.) of a dibasic acid the molecular weight of 
which is 126, and 10 c.c. of the same NaOH solution also exactly neutralises 
8 c.c. of a solution of H.SO.. Calculate the strength of the HjSO* solution. 

Calcutta '29. 0;1013N. 

^ 44. 1 gm. of a mixture of sodium carbonate and bicarbonate was dissolved 

in 250 c.c. water. 25 c.c. of the solution required 15 c.c. of N/10 HCl for 
neutralisation. P'ind the percentage compositioii. of the mixture. 

Ans. NajCO., 44-45%; NaHOO, 55-55%. 

45. 3-4914 gm. of a mixture of NaOH and KOH were made up to 250 c.c. 

10 c.c. of this required for neutralisation 13-6 c.c, of 0-25 (N) HCl. Calculate 

the percentage of NaOH in the mixture. 90“£f3%. 

46. 25 c.c. of a solution containing HCl and HjSO^ required for neutralisa¬ 

tion 24"10 c.c. of N/2 NaOH solution. 25 c.c. of the solution on precipitation 
with barium chloride yield 0-5218 gm. of barium sulphate. What weight of each 
acid is contained in a litre of the solution. 

[Ba = 137-6]. H,SO* 8-76 gm.; HCl 11-07 gm. 

47. A specimen of chalk contained calcium sulphate as impurity. One 

^ gram of the solid was allowed to be in contact w-ith 230 c.c. of N/10 HCl 

solution. The excess of acid in the mixture was completely neutralised by 
8-0 c.c. of 0-46N NaOH solution. Calculate the percentage' of chalk in the 
sample. Calcutta '43; 97%. 

48 A solution contained sodium chloride and hydrochloric acid. 25 c.c. 
of the solution gave 1.792 gm. of silver chloride; if the molecular proportion 
of NaCl to the HCl is 3 to 1, calculate the normality of acid in the solution. 

fAg-108; 01=35.5]. 0-125N. 

49. 75 c.c. of 0-2 N Na^CO, were added to 50 c.c. of a solution of 

Ba (NO,)j, containing 0-034 gm. per c.c. The filtrate and washwater were made 
up to 250 c.c. 25 c.c. of this required for neutralisation IQ'S c.c. of 0-01 N HCl 
(factor I'Ol). Find the percentage of barium in the compound. 52-523. 

50. A standard potassium chloride solution is made by dissolving 8 gms. 

of the salt in a litre of solution. 25 c.c. of solution require 23-26 c.c. of a 

solution of silver nitrate to precipitate all the cliloride as silver chloride. 
Calculate the normality of the silver nitrate solution. 0-1153 N. 

61. 1-216 gm. of ammonium sulphate were boiled with an excess of caustic 
soda and the ammonia collected in 100 c.c. N.HjSO^. 'The partly neutralised 
acid was then titrated with N.NaOH solution and it required 81-6 c.c. of this 
solution to reach the end point. Calculate the percentage of_ ammonia in 
ammonium sulphate. Punjab '35; 25-72. 

52. A solution contained sodiiim carbonate and .bicarbonate. 25 c.c. of the 
solution required 6 c.c. of N/10 HCl for neutralisation, using phenolphthalein 
as indicator;* methyl orange was then added, when a further 15 c.c. of acid 
was required.^ Calculate the amount of each salt in the given solution per litre. 

' Na,CO, 2-12 gm; NaHCO, 3*36 gm. 

53, A sample oi KCl contains 1% NaCl. A solution of this salt ia made 

containing 7-55 gm. of tlie impure chloride in a litre. Calculate the volume oi 
N/10 AgNO, solution which is required to precipitate all the chloride contained 
in 26 c.c. of the solution. _ 25-4 c.c. 

64. 16 gm. of a mixture of sodium sulphate and bisulphate waa made up 
to 250 C.C. 10 c.c. of this require- for neutrhlisation 8*4 c.c. of N/2 NaOH. 
Caleulate tl;e amount of sodium bisolphate. 12*6 gm. 

55. 3‘12 gm. of washing soda crystals were dissolved in 200 c.c. of water 

20 c.c. of the resulting solution required 21*8 c.c. of N/10 H.SO^ for exact 
^neutralisation. Calculate the percentage weight of anhydrous sodium carbonate 
hi the crystals. 37*02. 
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66. 4*35 gms. of a mixture of NaCl and anhydrous Na,CO, were dissolved 
m water Md “e solution made up to 100 c.c. 20 c.c. of the solution required 
10 o c.c. of N/2 HjSO* to react completely with the sodium carbonate. Calculate 
the percentage composition of the original mixture. 

, ... NaCl, 62*8%; Na.CO, 47*2%. 

,*• l.g™* of a sample of dolomite containing MgCO, and CaCO. only was 
dissolved in 50 c.c. N/2 HCl solntionj the excess acid was just neutralised by 
18 c.c. N/10 NaOH solution. Find the percentage of MgCO, in the sample. 84 p.c. 

58. 0*12 gm. of a metal dissolved completely in 2& c.c. N/2 HCl solution; 
the excess acid required 25 c.c. N/10 NaOII solution for neutralisation. Find 
the eq. wt. of the metal. , 12 

1*054 gm. of a carbonate of a bivalent metal is dissolved in 50 c.c. 

N HCl and tlio excess of acid is neutralised by 25 c.c. N caustic soda. Find 
the cq. wt. and at. wt. of the metal. Eq. wt. 12*16; at. wt. 24*32. 

60. 2*5 gms. of a mixture of NH^Cl and NaCl arc weighed out in a flask 

and 50 c.c. of solution of caustic soda (containing 24 gms. per litre) are added. 
The solution is boiled until all the ammonia ha.s been expelled, and the excess 
of caustic soda is then titrated with 20*6 c.c. of a solution of sulphuric acid 
containing 38 gras, per litre. Calculate the % of NH*C1 in the original 
mixture. 30% NH^Cl. 

61. 1 gm. of a mixture of sodium and potassium carbonate needs 19*7 c.c. 

of HOI containing 0*05 gm. of acid per c.c. What is the weight of each 
carbonate present? 0*612 gm. K,CO,; 0*388 gm. NajCO,. 

62. 0*21 gm. of a metal was treated with 100 c.c. N/2 HjSO^ till the metal 
dissolved completely. The residue required 32*5 c.c. of (N) NaOH solution for 
neutralisation. Calculate the equivalent of the metal. Rajputana *52. 12. 

63. 600 c.c. of river water required 24 c.c, of N^IO H^SO^ using methyl 

orange. Oalcula^ the temporary^ hardness in terms of CaCO., per 100,000 "e.G. 
of water. • 24 parts/100,000. 

64. To find the permanent hardness in water; 20 c.c. were treated with 
25 c.c. N/10 Na,CO,. The unused sodium carbonate was found to require 
22*3 c.c. N/10 HCl, Find the hatdncSs iu terms of CaCO, per 100,000 c.c. 

6*75/100,^30. .• 

65. 20 c.c. of a solution of H,SO., neutralises 21*2 c.c. of a 3 per cent solution 
of Na,CO,. How would you reduce the strength of the acid to decinormal?^ 

Strength - 0*6N. To every 1 c.c. of solution 5 c.c. of water. 

£6. Explain what do you understand by the normality of an, acid or base. 
What is meant by neutralisation? 

25 c.c. of solution of sulphuric acid neutralise 22*5 c.c.’s of a 4 per cent 
solution of sodium carbonate. How would you reduce the strength of the 
acid to dccinormal? Calcvtta ’48. 1 iitro to be diluted to 6*79 litres. 

67. 7*5 g. of a dibasic acid are dissolved in water and the volume made 

up to 250 c.c. 25 c.c. of this acid solution require 16*1 c.c. of N NaOH for 
neutralisation. Find the molecular weight of the acid. 93*17. 

68. To neutralise 10 c.c. of dilute hydrochloric acid 40 c.c. of norimal 
sodium hydroxide were required. In another 10 c.c. of the same acid, 1 gram 
of precipitated chalk (CaCO,) was dissolved, and it was then found that 20*5 c.c. 
of normifl sodium hydroxide were required to neutralise the excess acid. Calculate 
the percentage of pure calcium carbonate in the precipitated chalk. 97*5%. 

69. If I gm. of anhydrous sodium carbonate were add«d to 30 c.c. of a 
normal solution of sulphuric acid, what volume of CO, would* be set free at 
N.T.P. ? Would the resulting solution bo acid or •alkaline? What volume of 
N/i 6 acid or alkali would bo required to neutralise it? Am. widic; alkali 
required = 11*3 c.c. of N/10 alkali; CO, formed 211*3 c.c. 

70. When one litre of a solution of silver nitrate was electrolysed for someUme 
0*1259 gm. of the metal mas deposited on the cathode. 20 c.c. of the solution 
gave 1*667 gms. of silver chloride after electrolysis. Find the strength of the 
solution in terms of normality before and after electrolysis. Ag—108; Cl—-35*5. 

Calcutta, ’67. 0*toN before electrolysis; 0*6809N after electrolysis. 

71. Explain what is meant by a normal solution. How does it differ fwm 
a ‘molar’ solution of a substance? What weight of sodium carbonate, sodium 
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bicarbonate and sulphuric acid will be required to prepare a normal solution 
of each? 

Calculate the quantity of a sample of sodium carbonate, which contains 90 peir 
cent carbonate and 10 per cent bicarbonate, that should be dissolved in water 
to make one litre solution, so that it will require an equal volume of N/5 
sulphuric acid solution for complete neutralisation^ Calcutta ’50. 11*01 gm. 

72. .dhi excess of ferrous sulphide is added to *125 c.c. of dilute sulphuric 
acid and the volume of hydrogen sulphido set free measured 560 c.c. at 0*C 
and 760 m.m. Calculate the normality of the acid Calcutta *49. 0*4 N. 

73. 2 gms. of the carbonate of a metal were dissolved in M c.c, {N)HC1 
solution. The resulting liquid required 100 c.c. N/10 NaOH solution to neutralise 
it completely. Calculate the equivalent weight of the carbonate, 

Raj-putana, ’53. Ana. 50. 

^ 74. 10 c.c, of N sodium carbonate was required to neutralise 20 c.c. of a 
solution of sulphuric acid. What volume of gas would be obtained at N.T.P. by 
the action of lOO c.c. of this acid on zinc? Calcutta 1959'; 0*56 litre. 

Oxidation reactions. —A normal solution oj an oxidising agent, such 
as potassium permanganate or protassium dtchromate, contains in 1 
litre 1 gram-equivalent (8 gm.j of oxygen, available for oxidation. 

2 moles of potassium permanganate in acid .solution give 5 
atoms of available oxygen: 2 KMn 04 + 3 H 2 S 04 = K..SO 4 + 3 H 2 O+ 5 O. 
i.e., 2KMnO^ = 60 = lOH, .-. KMnOJS = H = equivalent weight. 

.*. equivalent weight of KMnO^ '= mol. wt./5 = 158/5 — 31*6. 

A normal solution of KMnO^ contains 31‘6 gms. of potassium 
permanganate per Hire of the solution. ^ 

The equivalent of a substance depends upon the particular reaction 
in which it takes part, thus: ferrous salts arc oxidised to ferric salts: 
2KMnO.j + 10FeSO,+8H2SO, = 5Fc3(SO,)3+K2SO, + 2MnSO,+8HA 
‘ ** .'. 2 KMn 04 = lOFeSO^, i.e., KMnO^/o — FeSO^ = eq. wt. 

^ Hence the equivalent weight of ferrous sulphate is its molecular 
,weight which contains 56 gms. of iron. 

.*. 1 litre of N.KMfiO^ solution = 56 gm. of iron. 

Oxalic acid, CjHgO^, is oxidised to carlx)n dioxide and water by 
KMnO, in hot dilute H-^SO^ solution. 

2KMnO, + 5C2HA + 3H2SO^ = K^SO, + 2 MnS 02 + 10 C 03 + 8H20. 

.'. 2 KMn 04 = 5 C 2 H 20 ^. 2 H „0 (oxalic acid crystals contain 2 mole¬ 
cules of water of crystallisation). 

.'. KMnO^/5 — CoH.O^, 2 H 2 O /2 = equivalent weight. 

.*. the equivalent weight of oxalic acid crystals = 126/2 = 63. 

Also, 1 litre of N.KMnO^ solution = 63 gm. of oxalic add crystals. 

Potassium dichromate in acid solution yields 3 atoms of available 
oxygen: K„Cr,Q, + 4 H 2 SO^ = KjSO ^ -f- 013 ( 804)3 + 4 H 3 O 4-30. , 

K 3 Cr 30 ; = 30 = 6 H, or K^Cr^Oje = H = eq. wt. 

.'. equivalent weight of — mol. wt ./6 = 294/6 = 49. 

A normal solution of KjCr O. contains 49 gm. of potassium dichro¬ 
mate per litre. 

lodometry.^ — Iodine solution reacts with sodium thiosulphate 
NajSjOg; 2 Na 2 S 203 4 -12 = NagS^O^ (sodium tetrathionate) 4 -2NaI. 

.*. NujSgOg = I = H = equivalent weight. 

The equivalent weight of iodine is the same as its atomic weight, i.e., 
127 mfc of iodine. From the reaction the equivalent weight of sodium 
thid^lj^^te is equal to its molecular weight. 
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A normal solution of iodine contains 127 gm, iodine per litre. 

A normal solution of sodium thiosulphate contains 248 gm, of 
SH/) crystals per litre. 

Ck)nsider the reaction: 2CuSO^+4KI = 2 CuI+l 2 + 2 KaS 04 . 

CuSO^ = I = H = equivalent weight. The equivalent weight 
of copper sulphate in tliis* reaction is its molecular weight which con¬ 
tains 63-54 gms. of copper. 

1 litre of N. sodium thiosulphate solution = 63-54 gms. of 
copper. , 

Exercises 

1. O'? gm. of oxfilic acid crystals was dissolved in water, emd the solution 

made up to 50 c.c. This solution required ITl c.c, of potassium permanganate 
solution for oxidatio’n at Calmdate the strength of the latter. 

Equivalent weight of oxalic acid = 63 pros. 0‘7 gm. of oxalic acid was 
dissolved in 50 c.c. 1000 c.c. of oxalic acid contained 14 gms. of the solid. 

,*, the strength of oxalic acid = 14/63 N oxalic acid solution. 

Now, ll’l c.c. of KMnO^ = 50 c.c. of the 14/65 IS oxalic acid solution, 
strength of KMnO, = (50/11-1)x(14/63) N = TOl N. 

2. A solution of potassium diehromate toas found to be 1-035 N/10. 
Calculate the volume, of this solution which must be. taken to make an exactly 
N/10 solution. 23'35 c.c. of this 1-035 N/10 IvCrjO, solution oxidised 25 c.c. 
of a ferrous sulphate, solution. Calculate the number of egms. of ferrous iron 
per litre of the solutio\ 

1 c.c. of f'035 N/10 solution ?= r035 c.c. of N/10 solution. 

.-. 1000 c.c. N/10 solution = 1000/1-035 or 966 c.c. of 1-035 N/10 solution, 
i.e., 966 c.c. of r035 N/10 solution arc. to be diluted to 1000«c.c. to make it 
exactly N/10. *• 

25 c.c. of ferrous sulphate solution = 23-25 c.c. 1-035 N/10 K,CrjO,. 

strength of ferrous sulphate solution = (23-25/25) X(1'036/10)N =0-096N. 
1000 c.c. of 0'096 N ferrous sulphate -- 0-096x56 or 5*4 gms. of iron. 

3. 10 c.c. of a solution of hydrogen p(roxide, decolorised 50 c.c, of NflO 
solution of acidified KMnO^. What is the strength per litre of hydrogen 
peroxide ? 

10 c.c. of HjOj solution = 60 c.c. N/10 KMnO< solution 
strength of = (50/10)xN/l0 = N/2 
2KMnO, + 3II*SO, + 6H,0, = K,SO, + 2MnSO, + 8H,0 + SO, 
equivalent wreiglit = KMnO^/5 = H,0,/2 
i.e., half the molecular weight of H,0, is its equivalent weight = 17 gms. 

1000 c.c. of N HjO, solution = 17 gms. of H,0, 

1000 c.c. of N/2 H,Oj solution = 8-5 gms. HjO,. 

4. A "solution of a copper sulphate contains S5 gms. of the. salt per litn 
of solution. 25 c.c. of a solution of T10 NflO iodine solution reacts wilt 
2T15 c.c. of a sodium thiosulphate solution. If ■21f? c.c. of this thiosulphate 
solution are required to reduce the iodine set free from 25 c.c. of the copper 
sulphate solution with potassium iodide, calculate the percentage of copper in 
the salt used, 

27*15 C.C. of thiosulphate solution = 25 c.c. of Tl N/IO iodine 

.*. strength of thiosulphate = (25x1*1) / 27-15.N/10 = 1-013 N/IO. 

Now, 2CuSO, + 4KI = 2CuI -h 2K,SO* + I, 

.*. 1 equivalent of I, = 63-57 gms. of Cu = I equivalent of thiosulphate 

1 c.c. of N/lO thiosulphate = 0-006367 gm. of copper 
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1 C.C. of 1*013 N/10 thiosulphate = l'013x'006357 gm. of Gu 

24*7 c.c. of „ „ = 1013 X *006357x24*7 gm. of Cu. 

= O’lSOl gm. of Cu. 

25 c.c, of copper salt contains 0*1591 gm. of Cu, 

,1000 c.c. of „ „ 0*1591x40 or J)*364 gms. of Cu. 

i.e., 25 gms. of the copper salt contains 6*364 gms. of Cu 
the percentage of Cu = 6*364x4 = 25*456 gms. 

5. What volume of a ferrous sulphate (FeSO,,) solution containing 16 g. 

per litre could be oxidised by 50 c.c. of N/10 permanganate? 47*5 c.c. 

6. What weight of KMnO, would be needed to make 1 litre of the normal 

reagent (a) in acid solution, (b) in alkaline solution? 31*6; 52*7. 

7. 25 c.c. of a solution of iodine of normality factor 0*115 requires 24*35 c.c. 
of a sodium thiosulphate solution for. tt-s leduction. Calculate the volume of 
this solution that must be taken to make ono litre of just N/10 Na,SjOj solution. 

847 c.c. 

8. 11*380 gras, of bleaching powder were suspended in a litre of water, 
25 c.c. of this suspension, on treatment with dilute HCl and potassium iodide 
liberated iodine, which required 24*37 c.c. of 0*1007 N sodium thiosulphate. 
What is the pei'centage of available chlorine in the bleaching powder? 30*61. 

9. 0*29 gm. of a sample of pyrolusite, when warmed with strong hydro¬ 

chloric acid, liberated chlorine which was equivalent to iodine contained in 
61 c.c. of N/10 iodine solution. Calculate the percentage of manganese dioxide 
in the pyrolusite, 91*5 per cent. 

^ 10. 9*8 gras, of a ferrous compound were dissolved in sulphuric acid and 

diluted to 1000 c.c.; 4*5 c.c. of N/10 KjCr^O, (factor 0*8158) were required to 
completely oxidise 10 c.c. of the iron solution. Calculate the iron in the corn- 
found. [Fe~56]. 2 gm. 

11. 0*806 gm. of a mixture of KMnO^ and KjCrjO, when dissolved in 

.water and acidified was found to oxidise 50 c.c. of a solution of a ferrous salt 
containing 22*4 gms. of ferrous iron per litre. What is the composition of the 
mixture? 0*316 gm. of KMnO^; 0*49 gm. of KjCrjO,. 

12. What weight of chlorine would liberate a quantity of iodint; from 

potassium iodide which would be exactly equivalent to 0*4 gm. of sodium 
thiosulphate crystals? 0*06725 gm. of chlorine. 

13. What volume of N/20 KMnO« would oxidise 0*2 gm. of ferrous 

ammonium sulphate crystals ? . 10*2 c.c. 

14. 1*12 gra. of a specimen of iron were dissolved in dilute IT..SOj and 
the solution made up to 200 c.c. 25 c.c. of this solution were oxidised by 
24*8 c.c. of N/10 permanganate. Calculate the purity of the iron per cent. 

99*2 per cent. 

15. 1*2 gm. of commercial oxalic acid, CjIIjO^, 2H,0 were dissolved in 
200 c.c. water. 10 c.c. of this solution required 8*5 c.c. N/10 KMnO,, solution 
for complete oxidation. Calculate percentage purity of the sample. 

Punjab 1949. 89*25 p.c. 


. APPENDIX 

Balancings redox equations. — Redox equations involve simul¬ 
taneous increase in valence (oxidation) of one clement and decrease 
in valence (reduction) of another element. Such ctjuations may be 
balanced 1^ the valence jiunaber (also called oxidation number) 
method. The valence number of an clement in a particular compound 
is a number which denotes the extent of oxidation or reduction neces¬ 
sary to change the element from the free i^ate into that in the com¬ 
pound. The valence number is given a plus sign if oxidation is 
required to effect the change and a minus sign if reduction is neces- 
, <|iry. The following rules apply in fixing valence numbers: — 
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(i) The valence number of an element in the free or uncombined 
state is zero. 

(ii) In the combined state the valence number of: 

(a) a hydrogen atom is +1, except in hydrides like NaH ia 
which it is -J. • 

(/;) an oxygen atom is ~ 2 , except in peroxides such as Na^O, 
and H 3 O 2 where it is — 1 . 

(c) a mcial atom is usually positive, except in certain hydrides, 
e.g., SbHg, where it is negative. • 

(iii) The* valence number of a radical or ion is that of its electro- 
valency. 

(iv) Tile algebraic sum of the vaicnce numbers of all tlic atoms 
in a compound is zero. 

Illustrations.—The valence number of an atom of : 

(а) carbon is +4 in CO,(20 =---4) and -4 in CHd4II = +4). 

(б) iiitrofren is +5 in HN0,(30=-6j H=+l) and -3 in NH,(3n-+5). 

(c) sulphur is +6 in H,S0^(40= -8; 2H = +2) and -2 in H,S(2H = +2). 

(O) chlorine Is +7 in H010,(40--8; H= +1) and -1 in HC1(H= +1). 

(r) manganese is +7 in KMn0^(40=—8; K=+l) and +4 in Mn0,(20 = —4). 

For balancing redox equations : (i) write the formnliE correctly and indicate 
the valence numbers of those elements which change their valence in, the 
reaction, e.g., FeCl, + SnCl, —FeCl, + SnCl,. ^ 

Valence numbers: +3 -1-2 +2 -h4 * 

(ii) Make the incrdise in valence number for one element equal to the* 
decrca.se in vdlcnce number for another, since oxidation must exactly com¬ 
pensate reduction, e.g., 

-^loss of 1 unit- , 

I r 

FeCl, + SnCl, -->-FcCl, + SnCl,. 

I . .1 

—gain of 2 unite— 

To make the loss equal to the gain, the ratio of the oxidiser FoCl, to the 
reducer SnCl, must be 2 to 1. 

(iii) Finally, balance the equation by inspection : 

2FeCb + SnCl, ='2FeCl, + SnCi,. 

Illustrations.— (•) Action of hot concentrated sulphuric acid on carbon. 

gain of 4 units- 

I I 

C + H,S0« —CO, + SO., + H,0. (i) 

0 -+-6 +4 -(-4 

1 . I 

loss of 2 units- 

/. proportion of C and H,.S0! mo.st be 1 to 2. 

. C + 2H,S0, = CO, + 2S0, + 2H,0. ^ (ii) 

(ii) Action, of nitric acid (1:1) on copper. 

-gain of 2 units- • 

Cu + HNO, + HNO, Cu(N0,), -f NO -i- H,©. (i) 

0 -bS -l-2 +2 

I I 

-^loss of 3 units—— 

proportion of oxidiser^HNO, to reducer Cu must be 2 to 3. 

-salt former— - -- 

3Cu + 6HN0, + 2HN0, SCulNO,), + 2N0 + 4H,0. (U) 


ixidiser 
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or 3Cu + 8HN0, = SCulNO,), + 2NO + 4H,0. (iii) 

(iii) Reduction of acidified potassium permanganate by nascent hydrogen. 

—loss of 5 units per 1 Mn atom— 


KMnO, + H,SO, + H 

+7 0 


K,SO, + + HjO + H,0. 

+2 ' +1 


1 


-gain of 1 unit per H atom- 

/. ratio of KMnO* to H atom must be 1 to 5. 

KMnO^ + H,SO« + 5H -4- K,SO, + MnSO* + H^O + H,0. 
Multiplying by 2 and balancing the equation becomes 

2KMnO, + 3H,SO, + 1011 - K,SO, +2MnSO, + 8H,0. 

(iv) Action of hot concentrated sulphuric acid on potassium iodide. 
-gain of 1 unit per atom of I—— 


Ki + H,SO, + H,SO, 
-1 +6 


KHSO^ + I + lIjO + SO, 

0 +4 


—loss of 2 units per atom of S— 

/. ratio of KI to oxidiser H„SO^ must be 2 to 1 
-salt former-—- 

2KI + '2II,Se, + II,SO,->2KHSO. + I, + 2H,0 + SO, 


-oxidiser- 


or 2K1 + 3HjSO^ = 2KHSO^ + Ij + ZHjO + SO,. 

(v) Oxidation of ferrous .sulphate by KMnO* in sulphuric acid medium. 
-loss of 6 units per Mn atom- 


KilnO*-|- H,SO^ + FeSO*. 
+7 +2 


. K,SO, + MnSO^ + H,0 + Fe,(SOJ,. 

+2 +3 


I 


-gain of 1 unit per atom of Fe- 


o- — 

• ratio of KMnO. to FeSO. must bo 1 to 5. 

KMnO. + H,SO. + 6FeSO,—>. k.SO, + MbSO. + H.O + F(!,(SO.).. 

Multiplying by_2 wd baling, thc^ u^uatbn becomo|_^. 

3* 


Multinlvinff by 2 and balancing, the equation becomes 
2 KMn 04 + 8iF,SO, + lOFeSO^ .= K,SO^ + 2MnSO^ + 8H,0 + 5Fe„(SOJ 

h; 

gs 

i 


(vil Action of hydrogen sulphide on sulphur dioxide, 
gain ot 2 units ' 


H,S + SO,. 
-2 +4 


, S + H,0 + S. 
0 0 


I , » 

—loss of 4 units— t_ rt 1 

• ratio of reducer HjS to oxidiser SOj must be 2 to 1. 
or’iH,S + SO, = 2S + 2H,0 + S. 

(vii) Action of dilute nitric acid upon tin. 

-gain of 2 unit s — 

sJ+ HNO, + HNO, 8n(N0,), + H,0 NH NO,. 

0 +5 +2 -5 

salt former 1 , , « ' 

-^loss of 8 units- 

/. ratio of Sn to oxidiser HNO, must be 4 to 1. 

or 4S» + 9HNO, +HNO, = 4Sn(N0,), + 3H,0 + NH,N0,. 

' salt former oxidiser. 


(i) 

(ii) 

(iii) 

(i) 


(ii) 

(iii) 

(i) 

(ii) 

(iii) 

(i) 

(ii) 

(i) 

(ii) 
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Measoiemaits 

Hie C. G. S. S 3 r 8 tein.~Th 6 metric system is commonly adopted as the system 
of weights and measures in all scientific work. In. this system, (i) the unit of 
length is the centimetre, (ii) the unit of mass is the gramme, and (iii) the unit 
of time is the second* Hei^e it is called C.G.S. or centimetre-gnunilie-second 
system. 

The unit of length. — The centimetre (cm.) is one hundredth of a metro which 
is the exact distance between 2 marks on a standard bar of platinum at 0®C, 
preserved in Paris. ^ 

The unit of area. — The sqticsre centimetre (sq. cm.) is the area of a square 
of one centimetre side. 

The unit of volume. — The c%ibic centimetre (c.c.) is the volume of a cube of 
one centimetre side. But the unit of volume or capacity often used is the litre 
which is the volume of one kilogram of water at its maximum density at 4®C. 
The litre was originally intended to be equal to 1 cubic decimetre, i.e., 1000 cubic 
centimetre. But 1 litre is nodw known to be equal to 1000‘028 c.c. One millilitre 
(ml.) is one-thousandth of a litre, i.e., 1 ml. = 1*000028 c.c. 

The unit of ntpss.— Gram or gramme is the m.ass of one cubic centimetre 
of water measured at 4*’C, the temperature of maximum density. But this mass 
is now known to be 0*999,973 gram, i.e., 1 gram is the mass of 1*000028 c.c. of 
water at 4®C. 

The unit of time.—The second is 1/86400th part of a mean solar day. 

The normal or standard pressure. — This is defined the pseesiicedue to 
a column of inercu^ 76 cma. high at 0°C, at sea-level and latitude 45‘^i»id 
is equal to (76 X 13*596 Jc980) or 1,013x10* dynes per square centimetre (density 
of mercury = 13*596, and gravitational constant = ^) = 14*7 lbs. per sq. in. 

In metric sy.stem the prefixes deci- centi- and milU- are used to denote the 
fractions one-tenth, one hundredth, and one-thousandth, while the prefixes deca-^ 
hecto- and kilo- denote 10, 100, and 1000 times respectively. 

1 metre (m.) = 10 decimetres = 100 centimetres (cm.)=1000 millimetres (mm.) 

1 gram (gm.) = 10 decigrams=100 centigrams=1000 milligrams (mg.) 

1000 gms. =100 decagrams=10 hectograms=1 kilogram (kg.) 

1000 m. =1(X) decametres=10 hectometres=1 kilometre (km.). 

CoDTO'sion table of units 

Tength : 1 m, =39*37 in. =3*2809 ft. = 1*0936 yd.; 1 kilometre=0*621 mile. 

1 in. = 2*54 cm; 1 ft. = 30*48 cm.; 1 yd. =0*9144 m.; 1 mile=l*609 km. 
Volume: 1 litre (f.)=1000 millilitres (ml.) =1000 c.c.; If. = 1*76 pint. 

1 cu. in =16*387 c.c.; 1 cu. ft.=90*32f.; 1 gallon=4*546 litres. 

1 gallon of water--^0*1605 cu. ft. =4*546 f.; weighs 10 lbs. 

1 CB. ft. of water at 62°F weighs 62*3 lbs.; 11 of water=1000 c.c.; 

weighs 1 kg 

Weight: l*lb. =16 oz.=7000 grains=455*59 gms. =0*46359 kg. • 

1 kg.=1000 gm.=2*205 lbs. =0*001 metric ton=85*7 tolas. 

1 gra. =0*035 oz. =15*43 grains; 1 oz. =28*35 gm.; 1 grain=0*065 gms, 

1 tons=27 maunds nearly; 1 stone=14 lbs. 

Apothecary’s unit —1 c.c. = 0*033 ounce = 0*27 dram 
1 ounce = 29*57 c.c.s; 1 dsam = 3*7 c.c.s 
Temperatuw^-®F = f»C-i-38; »C = J(“P-32). 
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Displace- A metal higher up in the scries displaces one below from its salt, j 
; ment. e.g., CuSO^ -f- Fe = FeSO« + Cu. 

Metals yield anhydrous chlorides, when heated in chlorine—Fe, 
Sn, Cu and Hg form -ic chlorides, 

•* __ ' • 

IS Hot concentrated NaOH or KOH dissolves Al, Zn and Sn, liberating 
Jr H.. 


S c: X ^ 
rX S'*!: "<! 


^ ;:3 
IZ XI 

t 

K 

ei 

ix; 

© 

0' 

R s 


a> 

0 

55 

5- 

s< • 

ce 

C8 

Stti 

■s g 


© 

4irf 

rt 


S-3 

Qts 

4> Q 4 
d ^ 

B © 

• ^ 

a 

a 

b 


■3 "S . § 

O ® ^ w jj 

« m ,,-4 jQ Cd 

^ a oir 
'c a rtfri _ _ 


Hot concentrated H,SO^ dissolves metals Mg to Ag, forming 
sulphate, water and sulphur dioxide. 



Dilute HgSO^ dissolves metals 
H,. 


K to Sn only (except Al), liberating 
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GENERAL THEORY 

The growth of organic Chemistry. —Numerous natural products of 
plant or animal origin, e.g., oils, fats, gums, rosins, sugars, starch, 
etc., had been known to the ancient people. Such common things 
as soap, dyes, drugs, wine, beer, perfumes and poisons, have, been 
made since early times. H'he art of dyeing witli indigo and alixarin 
is also a very old practice. 

The next phase is marked by the isolation of many individual 
compounds. Alcohol was obtained very early by distillation of wine, 
and so also acetic acid by distillation of vinegar. Many acids were 
isolated from fruit and animal juices. Formic acid was prepared by 
distilling red ants in 1740. Towards the end of the 18th century 
Scheele isolated citric acid from lemon, lactic add from sour milk, 
oxalic acid from wood sorrel, gallic acid from nut galls, benzoic acid 
from gum beu/oin, and tartaric acid as the sour princippel of grapet:'. 
Hf'. also isolated glycerine from olive oil. In 1773 Kouelle isolated 
urea from human urine. Morphine, was isolated from opium in 1805. 
The early chemists of the period, also isolated the alkaloid drugs 
(fuininc, cinchonine and etrychnine. 

These and similar natural products were called organic to denote 
their origin from plant or animal sources, and were thus distinguished 
from inorganic substances such as acids, bases and salts, etc., which 
are made from lifeless rocks and minerals. 

Hut beyond the sepai-ation of a number of natural products, 
notliing was known about their clieniical nature. In 1874 Lavoisier 
showed by combustion analysis that all organic compounds consisted of 
at least carbon and hydrogen (hydrocarbons) and frecp’iently oxygen 
(alcohol) and nitrogen (urea, morphine). Most of the organic com- 
jmnnds of divose types and properties were soon found to be made 
of a few elements only, namely carbon, hydrogen, oxygen and nitrogen. 
Substances so unlike in properties a* aloehoi, acetic acid, sugar, oils 
and glyceVine, are, made up of the, same three elepients carbon, 
hydrogen*and oxygen in diffei’eut proportions. 

I’his was in sharp contrast to the inorganic compounds which: were 
distinguished by their simplicity in composition.* It was argued that 
such complexity in composition in organic compounds could be evolved 
out of a few elements (inly through the operation of a mysterious force 
inherent in livituj cells; this was called vital force. This led Berzelius 
to believe that organic coAipounds were produced under the influence 
of a vital force, and that they could not be prepared artificially. 
Organic substances could only be isolated as products of life processes. 

This barrier of vital force which separated organic from inorganic 
chemistry was broken down in the year Wohler arti^cially pre- 

IT—1 
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pared urea, a product of animal origin, by evaporating an aqueous 
solution of ammonium cyanate, an inorganic salt: 

NH 4 CNO (ammonium cyanate) = CO(NH 2)3 (urea) 

Tbis was a direct refutation of the vital force theory, and in a 
letter to Berzelius he wrote, ‘I must tell you that I can prepare urea 
without requiring a kidney or an animal, either man or dog.' The 
synthesis of urea was followed by others, e.g., synthesis of acetic acid, 
and so the belief in vital force disappeared. It was soon realised that 
the same laws and the same forces operate in organic as in inorganic 
chemistry. So the terms organic and inorganic have lost their original 
meaning, and their retention is a matter of convenience. All the 
"so-called organic compounds contain carbon, and since this is the one 
essential element, ^i^anic chemistiy may be defined as the cfaemistiy 
of tile carbon compoands.1 

The elements commmily found in organic compounds are: carbon 
(always, by definition), hydrogen (almost always), oxygen, nitrogen, 
halogens, sulphur, phosphorus, and a few metals. 

Tliere are certain distinctive features of organic chemistry which justify its 
study as a separate branch of chemistry. The carbon compounds are far more 
numerous, about 10 lacs now, than the compounds of all the elements put together 
—the compounds total about 76 thousands only. Tho organic compounds 

tfTb often very complex, as the following examples illustrate : 

Cane sugar, Quinine, . 


Carbon has the unique power to combine with other carbon atoms to form long 
chains. This largely explains the great complexity of organic compounds. The 
« same formula may represent many different organic compounds. Thus the formula 
C,H,0 stands for both ethyl alcohol and dimethyl ether. The same formula 
C,,H,,0 stands for 120 different compounds. But in inorganic chemistry a single 
formula stands for one compound 0 !ily, e.g., HjO stands for water only. 


Organic compounds, with few exceptions, arc combustible, while the inorganic 
substances as a rule do not bum. Unlike the inorganic compounds, the organic 
compounds usually melt at low temperatures and decompose at elevated tempera¬ 
tures. Organic compounds, as a rule, are soluble in organic solvents; few may 
dissolve in water, e.g., alcohol, acetic acid and sugar. Many inorganic com- 

S mnds, on the other hand, dissolve in water, but not in organic solvents. 

rganic reactions are usually slow and are seldom quantitative, bub the inorganic 
reactions are very quick and instantaneous. Organic compounds are mostly 
derived from coal tar, petroleum, and plant and animal sources. But an amas- 
ingly large number have also been synthesised in the laboratory. In this way 
many natural products have been produced artificially : notable examples are 
alizarin and indigo. Coal tar is a prolific source of organic compounds, and gave 
rise to the coal tar dye industrv. It supplies practically all the dyes in use, 
and also many drugs, perfumes, ifavouis, developers and high explosi/ea. Organic 
chemistry plays'a great part in our daily life. Our foodstuffs, clothing, paper, 
plastics, dyes, drugs, hormones, vitamins, penicillin, petrol, rubber, etc., all are 
the gifts of organic chemistry. 


The linking of^carbon atoms. —The valency of carbon, almost 
without exception, is four, and is conveniently represwited by four 
bonds. The carbon atom and the simplest hydrocarbon methwe are 
grwphicaUy written as follows: 

H ^ E H 

I : : 

h-c-h h-c-c-h 

I I I 

% . H H H 

•{49as(bon aton Methane, CH* , Ethane, 0,B, 



(genejul thborJ 


3' 


^he carbon atom possesses the unique capacity for linking one to 
anotner to build up chains of carbon atoms—this property of carbon 
is known as catenation.'^ The chain of carbon atoms may be o pen 
(straight or branched) or closed. 


-C—C—C—C— 


_C—C—C— 

I I I 

—c— 


./ 


c^c 


‘C- 


c- 


Open chain (straight) Open chain (branched) __ Closed chain v. 

The skeletons of carbon chains such as the above are present in organic 
compounds. The unused valencies are then satisfied by atoms of 
hydrogen, oxygen, etc., according to the valency requirements of eaclj 
carbon atom. When the valencies of the above carbon skeletons are 
satisfied by hydrogen, we get: 


H H il H 

I I I I 
H— c-c—c— (;—II 

I I I I 

H H H H 


Butane, C^H, 


H H H 

111 

H—C—C-C—H 

1 I 

H H 

H—C—H 

I 

n 

Isobutane, 


II H 




H- 


yC-. 




H H 
Benzene, C,H, 


The theory of carbon linkage , based on the concept ot catenation 
and quadn^lency oi carbon, was developed by the famous German 
'chemist Kekule in 1858. The theory clearly explains the structure of 
organic compounds. 

The theory may be further explained with reference to hydro¬ 
carbons (i.e. compounds of carbon with hydrogen only). Two carbon 
atoms are linked together in ethane, CgHg. Similarly, chains of 3, 4 
and 5 carbon atoms are present in propane, butane, and pentane 
respectively. 


H H H 

I I I 

H—C—C—C—H 


H H H H 

Mil 

H—C—C—0—C—H 

I I I I .. 

H H H H • 
Butane, C^H,, 


H H H H H 

I I I I I 

H—0—C—G—C—C^H 


I I I I I 

il H H H H 
Pentane, .CjHu 


H H H 
^ Propane, CjH, 

.Methane is a saturated hydrocarbon, since all the valencies of 
carbon are fully satisfied. (When all the valencies of carbon atoms in 
a chain are fully satisfied, the compound is said to*be saturated, e.g., 
ethane, propane, butane. The carbon atoms are linked by single bonds 
in saturated compounds.)(When the valencies of .carbon atoms in a 
chain are not fully satisnea, the compound is called unsaturated.) In 
an unsaturated compound tfie adjacent carbon atoms may be linlied 
by double bonds, as in ethylene, CjH^, and propyleng, OaH*. The 
double bond is also called ethylinic or olefinic linkage. 


Ethylene 


OH,—CH« 
Propylene 


yiene, 
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CAh ■uusaturated compound may contain a triple bond (also called 
acetylinio linkage) between adjacent carbon atoms, as in acetylene and 
methyl acetylene.^ 

H—C=C—11 CH,—C=C—H 

Acetylene Methyl acetylene 

*3-*^" M^ologous series. -^The number of organic compounds is 
unbelievably large, but majority of them have been classified into 
several series of similar structure or constitution and chemical proper¬ 
ties.^ Thus the hydrocarbons of the methane series, e.g., methane, 
ethane, propane, etc., form such a series, and is cf)llectively known 
as varaffi.ri» . The paraffins may be given the general formula 
a- molecular formula of each member of the series 

differs from that of another which precedes or follows it, by one atom 
of carbon and two atoms of hydrogen, i.e., by CHg. 




Paraffins, CqH^ 

n+j 

Alcohols, CnH,n+,.OH 


difference 

Methyl alcohol, CH,OH 

Ethane, 

difference CH^ 

Ethyl alcotul, C,H,OIl 

— » It 

Propane, C^H, 

difference CH., 

1 

Propyl alcohol, 

Hutanc. 

Butyl alcohol, 

—— 

difference CH^ 


Pentane, CsH,. 
etc., etc. 


Amyl alcohol, 
etc., etc. 


I 

Such a series of organic compounds of similar.structure (or consti¬ 
tution) and chemical properties, (the successive member of which differs 
in molecular formula by only, is called a homohhjous aeries , and 
the several members are*, known as hornologucs of oiie another. 

/ \ l J* 6 nction^ ^ oups in organic chemistry.—Bev/elins in 1817 
-t^Mgnised tbaiTorganio compounds are made up of compound radicals 
—the radicals being linked to one another in the (joinpounds. The 
structural formula of a given compound readily reveals the radicals 
present. Ethyl alcohol, for example, may be split up into 

ethyl, CjITg-, and hydroxyl, -OH, radicals. Hirnilavly,. acetic acid, 
OH,.COOli, is ^madc up of methyl,^-CH,, and carbo:yyl, -COOH, 
radicals. Such groups are called compound radicals or simply rtidicaU . 
• The (aliphati^) hydrocarbon radicals are derived from ooiTCspchid- 
ing paraffins and have a .general formula CnHgn+i* A hydrocarbon 
radical, also called alhxd radical , contains one hydrogen, atom less than 
a paraffin, and is monovalent',' e.g., methyl, CH 3 -, ethyl, CHg-CHg-, 

CHg 

n-propvl, GHa-CHg-CHj-, i»o-propyl, /CH-, etc. 

CH/ 

The orderliness that we often come across in organic compounds 
i'e. by' and large due to tho characteristic properties that a radical 
poesfeasesl Hence in the study of organic compounds it is necessary to 
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recognise the existence of principal radicals and know their properties. 
The consideration of a few homologous series will make things abun¬ 
dantly clear. 


CnHjn+i.OH 

Methyl alcohol, CHj.OH J 
Ethyl alcohol, CjHj.OH j 
Propyl alcohol, 

Butyl alcohol, C,H,.OH 


Vetmnes, 

Metliyl amine, C'Hj.NHj 
Ethylamine, 

Propylamine, Cjir,.NH.j 
Butylaminc, 


VAtifehydes, ("nH, n+ i-ClHO 


Formaldehyde, H.CHO 
Acetaldehyde, CHj.tjlTft 
Propionaldehyde, C,Hj.CHO, 
Butyraldehyde, CjH,.CH() 


vAJnila, CDn,n+,.(’OOH 

Formic acid. II.COOH 
Acetic acid, CH,.(IOOH 
Propionic acid, CjH..COOH 
Butyric acid, (^,H,.(.'OOH 


The chemical similarities in members of any particular series is 
due to some common radical in them, e.g., the properties of aldehydes 
are due to the presence of the aldehyde radical, -CITO; similarly the 
characteristic properties of alcohols depend on the "hydroxyl radical, 
— OH. Such radicals as* — OH(). -OIL —00011, etc., upon which 

J T 1 1 ' ' > 1 • /V . • _ ' >' ' ' 


characteristic properties of different classes of omiiiic compoun^ 
I^gely depend are caiiied functional srouDS. Ihe properties of oreaiiic 

___1! J' —J .■' * 1 •„ A. _ * i1_ ___ -i» 


compounds are considered in terms oi the radicals they are made up of. 
Hence it is in the fitnefes of things that organic compounds have been 
classified according to the functional groups they contain. Some of 


the principal types of organic compounds 

are; 

Functional group 

1 Class of compounds 

Examples 

Hydroxyl, —OH 
Aldehyde, —CHO 

Keto, —CO— * 
Carboxyl, —^OH 
Amino, —NH* 

Amido, —CONHj 

Alcohols ^ 

Aldehydes 

Ketones 

Acids 

Amines 

Amides 

Ethyl alcohol, Cj'Hj-.OH 
Acetaldehyde, CH^.CHO 

Acetone, OHj-CO-GH^ 

Acetic acid, CHj.CfOOH 
Methylamine, CHa^NH, 
Acetamide, GHa.CONHa 
• 


A few other commonly occurring functional groups are: cyanide 
(or nitrile), -ON, e.g., methyl cyanide, CH3.CN; acetyl, CH3CO-, 
e.g., acetyl chloride, CH3COCI ; methylene, —CH^—, e.g.„ methylene 
chloride, CHjClj ; iminio, =NH, e.g., dimethyl amine, ( 0 H 3 ) 3 NH 
niiro, —NOj, e.g., nitromethane, CH 3 NOJ. 
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The functions of a given radical may be greatly influenced by its 
neighbours. The same bivalent carbonyl group, >C = 0, for example, 

H n 

is present inVT^Wehydes as fe—0 = 0, ^bfketones as >C=0, (c) 
acids as K—C = 0, and ^df^mides as E—C = 0, where E is an alkyl 


OPI 


radic^l<n[for aliphatic compounds). 


NH„ 


imerism. —^The same molecular formula may stand for different 
Organic compounds. Thus tho formula CaH^O represents both ethyl 
alcohol and dimethyl ether. ^When two oTTSSfe different compounds 
have the same molecular formula but differ in chemical and physical 
properties, they are said to be isomers of one another, and the pheno¬ 
menon is known as isomerism: j The isomers differ in s tructu re or 
consU^ion, i.e., in the arrangement of atoms within the molecule. 
The structural formulae of ethyl alcohol and dimethyl ether will make 
this clear : 


H H 

■ I I 

H—C—C—O—H 
I 1 
H H 

Ethyl alcohol, CH,CH,OH 

Tho strut'tural formula attempts' to 
are combined in an organic compound. 


H 


H 


, H—C—0-C—H 

I I 

H H 

Dimethyl ether, CHj-O-CIl, 
sh^iv tlie manner in which the radicals 


Divisions of organic chemisti^ —There are three main divisions : the ali¬ 
phatic, the aromatic, and the hetermyctic compounds. 

The ali^atic compounds mostly contain openchain of carbon atoms, and are, 
therefore, called open chain or acyclic compounds. They got their name aliphatic 
from the fact that natural fats belong to this class. Methane, ethylene, 
CH,=:CH„ acetylene, OHsCH, ethyl alcohol, CH,—CHjOH, acetic acid, 
GHj.COOH, etc., are aliphatic compounds. 

v,/^he aromatic compounds are dosed chain or carbocyclic compounds, and 
contain one or more six-carbon-atom benzene rings. The benzene ring is 



! 

or briefly 


L_l 

_ y 



are all related to the simplest aromatic compound benzen,ft, 0,Hj, and 
many of them have sweet aroma or smell, and hence the name. 


Naphthalene, C,jH„ 

and ai 


CH 


HC 


HC/ 

HC 


Hcl 


CH 



OH OH 


OH CH CH 


CH 

CH 


Benzene, CtH, 


v/x/ 

CH CH 
Naphthalene, C„H, 


HC 

HC 


CH 

CH CH CH 
Anthracene, 


\JH?itterocyclio compounds are also cyclic compounds, but the rings are not 
eUtifely carbocyclic (as in aromatic compounds) but contain atoms of elements 
a^rhon,^a.g.. 
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CH—CH 

CH—CH 

CH—CH 

CH 

il U 

fl n 

1! II 

CH CH 

CH CH 

CH CH 

CH CH 

tl 1 


\s/ 

\/ 

CH CH ^ 

/' 

NH 


Furan 

Thiopfiene 

Pyrrole 

• 

N 


Pyridine 


There is a group of carbocyclic or ring compounds which resemble aliphatic com- 
p«>ui)ds in many ways ; they are known as alicyclic (aliphatic cyclic) compounds. 
The naphthenes, also called cycloparafflns or ^olymethylenes, are alicydio 
compounds, o.g. 


CH, 

/\ 


CH,—CH, 


Cyclopropane 


CH,—CH, ^CH,—CH, 

CH,—CH, /' I 

Cyclobutane ^CH,—CH, 

Gyclopentane 


/CH.-CH,s^ 

CH, CH, 

\cH,— ch/ y' 

Cyclohexane 


I—--Organic compounds - 1 

Open chain, aliphatic Closed chain, or 

compounds, e.g, methane. cyclic compounds 


Homocyclic or carbo- H«?terocyclic compounds, 

-cyclic impounds-, o.g., pyridine. 

I ’ f . , 

Aromatic compounds, Alicyclic compounds 

e.g., benzene, e.g., cyclopropane. 

' - - » ■ • I 

n 


ALIPHATIC COMPOUNDS 


Paraffins 


Paraffins. —The paraffins, also called alkanes, are saturated 
hydrocarbons (i.e. compounds composed of carbon and hydrogen, only) 
—they form a homologous series of the general formula 
They are characteristically inert and hence the name 'paraffin’ hydro¬ 
carbons (Latin, parum affinis, little affinity). 


Paraffin , B.p. 


Methane, CH, —164“ 

Ethane, C.H, -90“ 

Propane, C,Hg —38“ 

Butane, 'C^H,* +1® 


"Paraffin 


B.p. 

P«hitane, O^H,. 

V 

• 

36“ 

Hexane, C,H,, 


69“ 

Heptane, C,!^, 


98“ 

Octane, C,H,g 


125® 


etc., etc. 


The lower paraffins up to and including butane are gases, the memben} from 
pentane to pentadecahe C,,!!,*,, are volatile liquids, and the still higher members. 
of the series are solids. 

Methane, CH^, is a one carbon atom paraffin in which the. 
valencies of carbon are fully satisfied by hydrogen. The carbon a^zns 
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of a paraffin are all linked to one another by single bonds, forming 
an open chain of carbon atoms (straight or branched), e.g., 


_C_C—C—C— 

I I. 1 1 . 

Straight rhain 


I I I 

—t'—C—C— 

I I i 

Branched chain 


—the unused valencies o£ the carbon, skeleton are fully satisfied by 
hydrogen, producing the saturated hydrocarbons (p. 3). 

The molecular formula of the first three paraffins, namely 
methane, ethane, and propane, do not admit of more than one 
arrangement, and consequently they have no isomer. 

CH^ CH,—CH, CIl,—CH,—CH, 

Methane Ethane Propane 

But butane and other higher par.nfBns c.vhibit tltc plicnomenun of structural 
isomerism. Thus, the formula C,H,„ represents two isomeric paraffins, normal 
butane, b.p.+l°, and isobutane, b.p. —17*. 

CH,, 

I 

CHj —CHj-CIIj —CH, (n-butane) CH, —I'H -CH, (iMi-bulunc) 

There are three possible structures for pentane, C.H,,, and three isomer.s exist. 



CH, 

-('H. 

j 

(Hr,-CH,-CH -CH 

38* 

Isopentane, b.p. 30*. 

CH,, 


1 

-C—CH, 

1 

Neopentane, h.p. 10'^. 

CH 3 

- 


The number of possible isomers increases \cry rapidly witli the increase of 
carbon atoms and there are as manv as 75 alternative .structures for decane 




also called marsh gas, CH^ is the first member of the 
paraffin hyefrocarbons. For its prejiaration, etc., see ]). 330. 

occurs in natural gas from petroleum wells, and 
also in coal gas. ^. The par a ffin next t o methane is ethane and m ay be 
obtained by similar metEo^'TJ 

Hy heating sodium propionate, OHaCHgfXlONa, with soda 
lime: , 

ClIjCIlaCOONa + NaOJI == Crr 3 -GH 3 -H Na 3 C 03 
•fh) By reducing *elhyl iodide with nascent liydrogeii from zinc- 
copper (or aluminium-mercury) couple and alcohol. 

-h 211 - C 3 II 3 -h HI 

Gri2nMd*s re action. —Ethyl iodido reacts with magnesium 
in dry eilier inetTium,^ ^DPHllng ethyl magnesium iodide, which is 
decomposed by water, 'giving ethane; C,H,I - 1 - Mg = 0,1:1.Mgl 

C3H3MgI + H.OH = -t- Mg(OH)r 
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i 200-250“. 


(iv) Wakr acts ou zinc ethyl, yielding ethane. 

Zu(Cjr 5 ) 3 + 2 H.OH *= 2CM,-i-Zn(Oll}., 

Ethane is also obtained: (a) by hydroycnation of ethylene by 
passing a mixture of ethylene and hydrogen over finely divided ^nickel 
at 200-250°. , (Sabetier anfl Sandereus method). 

CH, = (’Ha-fH, —> CH 3 --CH 3 

_ Wurtz reaction by the action of thin slices of metallic 
.sodium upon methyl iodide (or bromide) in dry ether solution. 

Gir3l-h2Na-i-('H3l —> CH3-('H3 + 2NW 
(c) By the action of zinc upon methyl iodide. 

2CH3l-f-,Zu-> Cir3-GH3-fZnT3 
Higher pai’affms can thus be prepared by joining two alkyl groups 
by Wurtz reaction in which metallic sodium acts on an alkyl halide 
(or a mixture of 2 halides), usually a bromide or iodide, in dry ether 
solution. When a single alkyl halide is employed, a higher paraffin 
containing an avaO' carbo n atoms (which is double the 

carbon aioraS otihe afkyi haiule) resuHs, eg., ethyl iodide, C 3 H 3 T, gives 
normal butane, by Wurtz reaction : 

<^ir 3 -CH 3 l + 2 Na-f-CH 3 ^GH 3 T—>■ ('H^-GIL-GIL-Cira (n-butane) + 2Nat. 

When, howevfer, two different alkyl halides are used, a mixture of 
three paraffins is obtained, which is often difficult to separate. This 
limits the use of Wurtz'reaction. (A mixturo_of methyl iodide and 
ethyl iodide, for example, produce emahiT, propane and ljutane by the 
Wiirtz reaction^ 

GH 3 I + 2Na -hCH.,!—JkCH 3 -CH 3 (ethane) + 2NaT 
CH 3 T-i- 2 Na+C 3 ll 3 l—^GfEg-CHj-CIIj (propane) 4 - 2 Nai 
C 3 ^I-{- 2 Na-t-C 3 H 3 T—>.CH 3 -(Ul 3 -(’ir„-(Ur 3 (butane) -f 2NaT. 

Kolbe *s synthesis . —Electrolysis of an aqueous solution of 
sodium (or potassium) acetate liberates ethane and CO 3 at the anode, 
and caustic soda and hydrogen are formed at the cathode. 


( 3 lT 3 (X)ONa^CH 3 COO“+Na+ (in solution). ^ 

2 CH 3 COO-- 2 o = CH 3 -CH 3 + 2 CO 3 (at anode), \ 

2Na+ + ge-f 2H3O = 2Na()U + ir2 (at cathode). } 

The above^s^fnthesis of ethane illustrate general method^ of prepara¬ 
tion of paraffins. • 

Ethane is a colourless gas (b.p. -89°), praetically insoluble in 
water and slightly soluble in alcohol. It is very similar to methane in 
chemical properties. It is inflammable and burns with a feebly lumi¬ 
nous flame and can be exploded with oxygen or air. 

2 C 3 H 3 V 7 O 3 = 4C03-h6H30 

Jt is a sOriuTated hydrocarbon like methane, and cannot combine 
directly with chlorine or bromine. But like methane, it reacts with 
chlorine or bromine, giving a mixture of substitution products, the 
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hydrogens atom being replaced by chlorine or bromine in stages—the 
final products are CaCl, and 

CaH,^CaH,Cl->CaH,Cla- C^ll.Cl, and so on. 

A r'''smne of the methf^s of preparation of pa;raflBns.—^The starting materials, 
are usually alcohols and acids : (i) From alcoJtole.—The alcohol is converted into 
an alkyl halide, usually a bromide (or iodide) by the action of red P and bromine 
(or iodine), e.g. 3C,H,OH + P +31 —> 3C,H,I (ethyl iodide) + H 3 PO 3 . 

The alkyl iodide is then converted into a paraffin : 

(a) by reduction with nascent hydrogen : + 2H = C^Hj + III. 

(b) by Grignard reaction : C,HjI + Mg = CjH-Mgl. 

C^H.Mgl + H.OH = C,H. + Mg(OH)I. 

(c) by Wurtz reaction : 2011,1 + 2Na •= CgH, + 2NaI. 

Besides, the alcohol may bo dehydrated to an olefine by passing over heated' 
alumina. The olefine is then reduced to a paraffin by catalytic hydrogenation. 

CHj.CHjOH (ethyl alcohol) —^ CH 3 = GH 3 + H^O 
CH 3 = CH, + _> CH 3 -OH 3 . 

(ii) From fatty adds. —(a) by decarboxylation of the sodium salt of the fatty? 
acid by heating with soda lime : CH,—COONa + H.ONa—CH^ + NajCOj. 

(b) by Kolbe's electrolytic method by electrolysis of a solution of sodium 
(or potassium) salt of the acid, e.g., sodium acetate on electrolysis gives ethane 
(p. 9). When a mixture of two different salts is electrolysed, a mixture of' 
three hydrocarbons is obtained. A mixture of sodium ay^etato and propionate on- 
electrolysis gives ethane, C,H,, propane, C^H,, and butai»e, 

CHj.COONa CH 3 .COO' + Na+ 

CH^-CHi-COONa (sodium propionate) CH 3 -CH 3 -COO'' + Na+ 

At anode : 2 CH 3 COO'—2e = C^H, (ethane) + 2CO„ 

2 CH 3 -CH 3 -COO'- 2 e = C,H,„ (butane) + 200 ^ 

CH 3 COO' + CH 3 -CH 3 COO' 2e = C 3 H, (propane) + 200^. 

At cathode : 2Na+ + 2c + 2H„0 -- 2NaOH + H.,. 

*Pgtmlt> nm. —Petroleum (Latin, j;<ctra, rock ; oleum, oil ; literally 
means ‘rock oiV) or mineral oil is the chief natural source of the para¬ 
ffin hydrocarbons. The more important oil deposits occur in the- 
U.S A., Mexico, Venezuela, U.S.S.K., Eumania, Iraq, Tran and 
Saudi Arabia. Small quantities are also found in Burma, and in Digboi 
in Assam. Becently a new oil field has been discovered in Nahorkatia 
in Assam. The crude petroleum is essentially a mixture of gaseous, 
liquid and solid hydrocarbons. The composition of oil from different 
oil fields may vary greatly but it always contains some of the paraffin 
hydrocarbons.- The American oil consists chiefly of the pau^affins. The 
oil beds generally lie at some distance, sometimes 1000-50(X> ft., 
below the surface. The oil is raised by boring down to the oil-bearing 
strata and then pumping. Very often there is accumulation of natural 
gas under pressure in the oil field. The gas escapes during drilling or 
sometimes from a natural fissure. The ‘eternal fire of Baku’ which 
attracted the fire-worshippers as early as 6(X) B.C., was due to the 
burning of natural gas from the oil fields.' The natural gas contains 
gaseous pai'affins, mainly methane. It may be used as a fuel. 

The crude petroleum is a dark-brown viscous liquid. The crude 
oil is usually carried by iron pipe lines, some of which are 17(X) miles. 
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long, to the sea-coast, and there fractionally distilled to separate 
the more volatile from the less volatile constituents. (^Several commer¬ 
cially important fractions are collected. The lowest boiling fraction is 
p etroleum et her (b. p. 40®—70®) and is used as a solvent for extraction 
of fats and oils, and in dry cleaning. Pcti;oX or.gasolme (b. p. 7i0®-120®) 
is a motor fuel. Benziiie (b.p. 120®—l.TO®) comes next, and is used 
as a solvent and also in dry cleaning. Kerosene (b.p. 150®—300®) is the 
■next fraction and is the burning oil. The residual oil (m.p. above 300®) 
is the crude oil or heavy oil. It is used as r, fuel oil. Steam ships and 
locomotives are often run with crude oil. Certain petroleum also gives 
Inbricating oil, and par^fitowax (m.p. 45-65®) and vaseline (a lubri- 








residue left in the still after distillation is the pitch. Pitch is used in 
road-making. Petroleum is the starting point for the preparation of 
many organic chemicals such as alcohol, acetone, glycerine, synthetic 
rubber and plastics^ 


The kerosene oil for use in lamps should be free from too volatile 
paraffins, as shown by determination of iig * fla^ point % otherwise 
serious explosions are likely to occur, ^he flash point l)f the oil is a 
measure of its inflammability.^ 

^Cracking,— There is a heavy demand for petrol for use ag motor 
spirit. The demand is met by ‘cracking’ the heavy oil fraction of 
petroleum distillation. The heavy oil is a mixture of large hydrocarbon 
molecules of high boiling points.* In this process the heavy oil is_ 
passed under pressure through a heated tube, often pjicked with a ' 
catalyst, when the large hydrocarbon molecules undergo thermal 
decomposition, producing a mixture of simpler molecules of low boil¬ 
ing points, which is used as petrol or gasoline. Many useful gases, 
e.g., ethylene, propylene, etc., are also fonned during cracking. 


Motor fuel from coal. —The production of synthetic liquid fuels, resembling 
petroleum, from coal is important in countries like India which do not possess 
large petroleum deposits. This is achieved by hydrogenation or liquefaction of 
coal by Bergius process. In this process ccal dust is made into a paste 'with 
heavy oil and iron oxide catalyst and heated to 400-450°, and hydrogen is forced 
in under a pressure of 200 atmospheres, when the coal liquefies to a petroleum- 
like product. The product is distilled to give motor spirit, (synthetic petrol), 
lubricating oil, and fuel oil. Motor fpel (synthetic nctrol) is also made by 
Fischer^Tropscb process by passing a mixture of H, and CO (which may be made 
by passing steam over heated coke or coal) in the ratio of ? :1 over a cobalt 
catalyst ''^containing thoria as promoter) at 200° under a pressure of 5-15 
atmospheres. 

Low temperature carbonisation of coal yields a ta; which is rich in paraffin 
hydrocarbons. The low temperature tar on distillation also gives motor’spirit. 

The fossil fuels (coal and petroleum) in various forms are by far the most 
important sources of power. They two alone meet the major demand of our 
power requirements : coal and petroleum 80% ; wood, cowdung, and agricultural 
and forest products 15% ; hydro-electric power 1% ; the rest comes from mis¬ 
cellaneous sources, e.g., human and animal labour. Bui the fossil fuels will be 
exhausted within few generations. Hydro-electric power is a possible source. 
But it is available in certain regions only. Power from atomic fission is the ojoly 
hope for the future. Power, therefore, poses a big industrial problem. ^ 


HI 

UNSATURATED HYDROCARBONS 


The iinsatiirated hydrocarbons contain less hydrogen atoms than 
the parafiins with the same number of carbon^ atoms. There are not, 
therefore, enough hydrogen atoms in an unsaturated hydrocarbon to 
satisfy all the valencies of the carbon atoms, ^rhese hydrocarbons 
have the unique property of combining with other elements, e.g., 
chlorine and bromine, forming additive compounds, and are, there¬ 
fore, called unsaturatcd hydrocarbons. The paraffins do not have this 
property and are called saturated hydrocarbons. In contrast to the 
paraffins, the unsaturated hydrocarbons are highly reactive. 

There are two important series of unsaturated liydroearbons: 
(i) t he olefin es, and (ii) the acetylenes. 

Olefines.— T/ir olefines, also called alkenes, form a homologous 
series of unsaturated hydrocarbons of the‘“geh^al formula (cf. 

paraffins CnJ:l 2 jj+ 2 ). (^^I’hey contain hydrogen atoms less than the 
corresponding paraffin, and possess a double bond, also called olefinic 
linkage,^ between the two adjacent carbon atoms, e.g., 
the first member of the series ethylnene, C^H^, contains 2 hvdrogen 
atoms less than required to saturate the valencies of the 2 carbon 
atoms, and thi.s is true of propylene, CjHg, bntylene, C,H„, and 
th(‘ others. 


Olefine (alkonc) 


Ethylene, CjH, CH.tCH, 
Propylene, CjII* CHj-CH = OH, 


Oorre.sponding paraffin (alkane) 


Ethane, Oil—Oil, 

Propane, OH,-OH,-CH, 


There is no one carbon inemher olefine corresponding to methane. The name 
of an olefine is derived from the coiresponding paraffin by adding the terminalion 
ykne or ene for ane. 


important reactions of olefines are; %t)^^dition reactions.— 

The olefines readily fonn additiv e compounds—the double bond ‘opens 
up' and the reagent siieli ’brornlne, etc., adds on the two active 
valencies: 


CHn~CH^—>■ [CTI 2 —CH 3 ]-i-Bij —^ CHj—CIL (ethvlene dibromide) 

II I I ‘ ^ 

Br Jir 

The olefines readily react with: 

i 

(a) llalogens. —Halogens add to the double bond to give n vidnal- 
dihalide such as ethylene dibromide, CHjBr—(..’HjBr, as shown above. 

Chlorine readily adds to a double bond , bromine is less reactive, but iodine 
does not add at all at ordinary temperature. Thus, ethylene readily adds 
chlorine or bromine, but not iodine. 

The addition of bromine to a double bond is a general reaction 
rfnd is used as a test for unsaturation. The reaction is carried out with 
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a solution of bi*omiiie in clilorofojrn oi* carbon tetrahcloride—the dis-* 
chargo of rt*d ('olour due to bromine, indicates unsaturation. 

Hydrogen halides. —Hydrogen halides add to the double bond 
■msuch *71 way that the tiydiogon is added to one unsaturated carbon 
atom and the halogen to tlie other, e.g., 


CH, - (M-r, f HI (othyl iodide). 

The order of reactivity of the halides is opposite to that of the corres¬ 
ponding halogens, namely: HI > HHr> Ilt'l. 

—The addition of reagents like HBr, HI, 
HO(,T. and etc., to an nusyw mctricaj uusaturatcd hydrocarbon 

such as propylene, (Hr^-CH- t'H,, is governed by Markownikoff’s rule, 
i^t states that tha halogen atom or acid group (i-f-, negative group) 
addft on the carbon atom irhich in Unl:ed to the leant number of 
hydrogen atonin, 


(TI,-(Tr - 


rif,-! HI 


(;H,-tTIl-(’H,. 


Sulphuric acM . —The olefines add cold concentrated IlaSO^ 
the doable bond, ^ing alkyl hulrogen sulphate—the product 
hydrolysis gives alcohol: 


at 

on 

I , 


(Tb,--rH^+ILH^riOj—> (TTg-f d 1^-11 SO, (eth^l hydrogen sulphate). 

CH^-CH^-irSO.+H.OTT ->(’H,-O^OH (etljyl alcohol)+ H 3 SO^. 

The addition of IT„SO, tf) junpyleiu' follow Marlownikoff's rule; 

(:H3-(ti-(TL+h.hso,—> (ti,.,-(’H(Hso,)-(:h, 

(.’fl,,(’H(HS(),)-(TI., + H.OH-> (T1,-ITI(()H)-(:H3 + H,S0, 

IsofU'opvl alcohol 

The net result of the addition of al the double bond and 

the. hydrolysis of the product is the hydration of the double bond to 
give alcohols. The process is industrially important, as olefines, e.g., 
ethylene, propiylcne, etc., are by-inodnets in eracUiny of petroleum. 

Hvpoch lorous a cid.—Hypoc.hlorous acid, Hf)Cl, adds to th» 
'double bond to give erdoiohydrins—hApoehlorous acid acts as^HO-(’l, 
and not as H O(’l. 


(IH,-. 0H, + n()-(M —> (TI.,()H-CH,(’l 


(ethylene chlorohydrin). 


%ef^Hydrogen. —Olefines do not add hydrogen at the double bond 
in absence’ of iPsuitable catalyst. The double bond, is conveniently 
reduced by treating the substance with gaseous hydrogen in presence 
of palladium, platinum black or nickel as e.atalysts, and the process’ 
is cailcJr natal ythnrydroge no lion. 

CH^^r- CH^-t^ H., —> CH 3 -CH 3 (ethane). 

Platinum and palladium are effective catalysts at room tem- 
pei atuve, but nickel requiies a temperature in the region oT 200 ®* for 
effective hydrogenation. 


Common reducing agents such as sodium and alcohol, metals and acids, sodiuift' 
amalgam and aluminium amalgam, etc., are without effect on the double bond. 
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Oxidation. —In contrast to paraffins the olefines are seifsitive 
"to the action of oxidising agents. Even a mild oxidising agent like 
cold and dilute alkaline KMnO^ solution oxidises an olefine, giving 
a glycol~ihe potassium permanganate solution is rapidly decolorised 
and a precipitate of manganese dioxide separates at the same time. 
Baeycr’s test (p. 335 ) for unsaturation is based on the above reaction. 


CH 2 =CH^+H 30 +a-> CH 3 OH-CH 2 OH (et hylene g lycol) 
3 CH 3 =CHj+2KMnO,+-> 3 CH 3 OH-CH 3 OH + 2KOH+ 2 MnO,. 

But when the olefine is oxidised withmit cooling with alkaline permanganate 
or when it is oxidised with acidified permanganate or dichromate solfition, the 
carbon linkage at the double bond gets severed, usually forming one or two mole¬ 
cules of organic acids, depending upon the position of the double bond— the lone 
carbon atom of a terminal double bond is, however, oxidised to COj. 

CH, = CH,-f6,0 = CO, + 2H,0 + CO, 

CH,-CH = CJr,-f5,0 = CH^0H-l-C0,-hH,0 
CH,CH=CHCH,+4,0 = CH,COOH-f CH,COOH 

By identifying the products of oxidation the position of a double bond can be 
located. 

• fonnatioii. —^The action of ozone on olefines is more 

‘ selective and is often used for the detection and location of a double 
bond. Ozone combines with olefines, forming ozonides (p. 334), which 
on decomposition with water (a process called ozonolysis) give a mix¬ 
ture of aldehydes (or ketones) and^ II 2 O 2 —latter is destroyed by 
mild reducing agent, e.g., zinc and water, as it may oxidise the 
aldehyde to an acid. By identifying the products of ozonolysis the 
position of a double bond is located; . 

CH 3 CH=CH 3 -i -03 = CH 3 .CH—0—CH 3 . 

0 - 0 


CH3-CH— 0 —CllaClIO-fHjOj-hHCHO 

-i 


0 - 


inerisation. —One of the outstanding properties of olefines is the 
ipesff WltlP^hlcih they undergo polymerisation —a process which in a broad 
sense moans joining of several molecules to form a large one. Polymerisation 
can bo effected merely by heating, but catalysts such as sulphuric acid and 
boron fluoride, are often used. Ethylene polymerises under a high pressure of 
1000 atmospheres c'lnd at about 200°C to give the well-known polythene (or poly¬ 
ethylene) plastics. 

CH, = CH,-f-CH, = CH„ etc. = {—CH,—CH,—CII,—CH,--^ 

^-.^i dPreparati on.—^The olefines are generally made: dehydrat- 

an atconoi by passing its vapour over a heated alumina, e.g., 
propyl-alcohol, CH3CH2CH2OH, gives propylene. 

9H3CH2CH2OH CH3CH=CHj -t-HjO 

hy heating an alkyl halide with an alcoholic solution of caustic 
poilTsh, when a molecule of hydrogen halide is eliminated from the 
adjacent carbon atoms, producing a double bond, e.g., propyl iodide, 
gives propylene. 
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, CH3CHjCHaI+KOH CH3CH = 011^+KI + II^O 

Aqaeous alkali is unsuitable, as the alkyl halide is insoluble in water. Alcohol 
dissolve the alkyl halide as v^ell as the caustic potash, and hence the use of 
alcoholic potash. Besides, an alkyl halide is hydrolysed to an alcohol by aqueous 
alkali. • 


\J^hy 


CH 3 CII 3 I+KOI! (aqueous) CH 3 CH 3 OH + KI 

CH 3 CH 3 I+KOH (alcoholic) -> CH^=CHj+KI + H^O 

heating a vicinal-dihalide in whicii the two halogen atoms 
are on adjsicent carbon atoms (and hence in the same vicinity and so 
the name vicinal-dihalide) by zinc dust. 

CH^Br-CHaBr+Zii —> C H 3 C IT, + ZnBr, 

The methods are in general available for the introduction of a 
double bond in organic compounds. 

Ethylene, CJl^, is the first member of the olefine series. For its 
I)repuration, etc., see page 33^ 


The acetylrae§, also called alkynes or alkines, form a family of 
unsaturated hydroctu’bons of the formula The simplest and 

the most important *,m«Daber is acetylene, OaH,. It contains 2 
hydrogen atoms less than ethylene, and bears the same relation 

to ethylene, as cthylne does to ethane, O 3 H,. 

% ® 

The acetylenes are named by changing the ending one of paraffins to yne 
or ine. Thus : 


CH3-CH3 

Ethane 




CH=CH 


Ethylene (ethene) Acetylene (ethine) 

The acetylenes contain a triple bond between adjacent carbon 
atoms, and are more unsaturated than the olefines. The acetylenes 
are usually obtained: heating a vininal-dihalide with alcoholic 

potash, e.g., GHjBr-CHjBr + KOH —>■ CH,=CHBr + KBr+H 3 O 

CH3-CHBr + KOH-> CHsCH+KBr+HaO 
'■^icinoZ-dihalides are readily obtained by the addition of halogens 
to olefines, e.g., CH 3 =CH 2 +Br 3 —^-CHaBr—CHaBr // 

heating geni«-dihalides (in,which the 2 halogen atoms are 
on the samp carbon atom, and hence a twinned or gem-dihalide) with 

an alcoholic solution of caustic potash, e.g., ethylidtoe chloride, 
CHj-CHCl,, gives acetylene; • 

OH, - CHCI3+KOH CH3= CHCl + KCI+H3O 


CH, = CHCl+KOH -> CHsOH+KCl+11,0 

alkylation of acetylene. —The hydrogen atom attached to a triply 
atom, as in CHsCH and CH,.C=CH, has an acidic character, and 
is readily replaced by metals. Thus, sodium acetylide, CH=CNa, is form^ by 
tho action of acetylene on a solution of sodium in liquid ammonia or by passing 
the gas into molten sodium at 180^. Disodium, acetylide, CNaSCNa, can be 
similarly obtained. 2CHsCH + 2Na 2CHsCNa + H,. 

The sodium acetylide reacts with methyl iodide, 0H,I, to give methyl 
acetylene, CH,'-C=CH. » 


VtiTby 

bound carbon 
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CH=C-Va + CH3[ CH,C=C:H + Nal. 

Similarly, CHj-CsCH + Na CH^-CsC-Na + H 
- CH3-C=r-Na + CHJ Cli.-CSC^CH., + Nal. 

Important reaotious of acetylenes are *■ i^nrHons.—The 

acetylenes form (ulditioc compoundH (p. 83(5) fike olefines, but being 
more unsaturated, they enter into addition reactions more readily. 
The I’eaetion takes plsice in two stages—an olefine being formed at the 
intermediate stag*^; OJtl = ('ll f —^-('H, —('H^ (ethylene) 

(’H, - C’H, + H, —> (TI3^jJiTTftbJine) 
second addition <»f substances like HHi‘ and III, etc., follow 
Markownikoff's rule. 

(’-H = CTl + HI ('H, =-- (.’111 ^yim 1 iodide) 

(’Ih'--CHI+HI—>C’H3-(’HJ2 (ethylidene iodide) 

**5^ ytfl Hydration. — I hilike the olefim^s which cun hydraloi tmly 
by the indirccTt rnetbod of adding Il^SO^ at the double bond am then 
hulrolysing the product (p. 13), the arelylrnas ran he dirrcthf 

hydrated in presomje f)f mercuric sulphate catalyst in hr>t dilute sul- 
piiurie acid, e.g.. acetylene on hydration gives acetaldehyde, (.'Hj-CHO 
—the initial product being unstable vinyl alcohol, ('H^ —dlOH, which 
is at once changed into ac(‘ttddehvde; i. 


CIlEZl’Jl fll.OlI 


('H.. :(’II()H 


/If 

OH, -C-O 


Methyl acetylene, t^H= (.'H, on hydration jfives aorloiie, (8f 
the initial addition follows Markowmkoft’s rule : ^' 

0 

.4’H,,-C=(’FI + (’HJ —r-(’H, 

\Lmy^ Acetylide s." I'tdikf^ the paraflins and olefirles, the h\rdogen 
'm acetylene, (’lI=rH, and the merrdters of acetvleiu' scries, such as 
(’!H.,-(.= (’ll, which contain, fhc yroupiny —C = CH, is readily replaced 
by metals, giving metallic derivatives, called acctyVidcH. Thus when 
shaken with ‘uninoniaeal cuprons chloride or silver nitrate solution, 
acetylene gives a piecipitali* of eaiprous or silver acetylide (p. 337). 

H(’ = (’ii fj(’u(:i ~>('iir = ('(;u t 2HC1 
II(’:=(’H f2AgX03 -> Ag(’ = (’Ag+2HN()3 

The aeetylides vegenei iite acetylene on treatment with dilute acids. 

AgC = (’,\g t 211 x 03 -> Hr-(’II I- 2AgX03 

The acetylinic hydrocarbons which do not contain the nnit r-CH, 
sucli as (!H 3 - 0 ~ (^‘(-ITj, do not form aeetylides. The reaction is 
specific to hydrocarbons containing acetylinic hydroyen, (ive., the 
unit=rH), and hence can be used as a test for the recognition of 
compnimds eontaining the unit=('IH. 

*f^pA..J*^'’^ot.vmerlsation.—Acetylene can be polvmerised to benzene by the appHca- 
^ tion of heat (p. 337). By absorption of acetylene in a solution of cuprous chloride 
and amnioninni chloride in hydrochloric acid, the dimer vinyl acetylene is 
obtained—a key intermediate for making the synthetic rubber, ne.opre.nf. 

CH—OH + CHsCH —> OHj = r=CH (vinyl acetylene). 
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Acetytene, CjHjj.—Acetylene is the simplest and the most 
important member of the series of aliines. For its preparation etc., 
see page 335. It is a cheap raw material for the industrial synthesis 
of important organic compounds. • 

Detection of iinsatiiration. —The presence of unsaturation in an 
nusatuiated hydrocarbon is readily detected by its decolorisation of 
(i) bromine water or (ii) cold dilute alkaline,potassium permanganate 
solution {Bayer's test). 


IV 

HALOGEN DERIVATIVES OF PARAFFINS 


Monohalogen derivatives. —The monohalogeu derivative of a 
paralFin (i.e., a paraffin in which one of the hydrogen atoms is replaced 
by a halogen) is called an alkyl halide. It has the general formula 
whore X is a halogen atom, e.g., Cl, Br and I, and 
Cnllj^+ian alkyl group. Tho alkyl group is monovalent and contains 
(.'lie hydrogen atom less than a paraffin. * 

alkyl lialido talAs its name from the corresponding paraffin, tho ending 
-(j//ri being replaced by -yt. The following will make this clear. 


ParafftTi 

Methane 

Ethane 

Propane U,,Hj 
Alkano Jill 


■ilkyf group 
Methyl group ('Hj 

Ethyl „ C,E1, 

Propyl „ t\H, 

Alkyl „ R 


Mhjl hnlide. CnH^n+iX 
Melhyl chloride CH^Cl 
Ethyl bromide CjHjBr 
Propyl iodide C,H,I 
Alkyl halide RX 


Methods of preparation. —(i) By direct halogenation of paraffins. 

Alkyl chloride or bromide is formed by the direct action of chlorine or 
liromine upon a paraffin in presence of sunlight (i.e., by substitution) 
—the result is invariably a mixture of substitution products, of which 
the simplest is the alkyl chloride or bromide. Thus, the action of 
chlorine on methane gives a mixture of substitution products, CH 3 CI, 
CH.Clo, CHCI 3 and CCl^ (p. 332). 

The method, is, therefore, scldord used for the preparation of alkyl 
halides. Iodine oan be directly substituted into a paraffin only in 
presenae'of iodic acid, HIO^, or meTcvric oxide, HgO, yvhich oxidises 
the HI formed back into iodine, otherwise the HI would reduce the 
alkyl iodide into the original paraffin. + CH3I+HI. 

(ii) By passing HCl, HBr or HI gas into hot ideobol in presence', of 
dehydrating agent, such as anhydrous zinc chloride, e.g., 

CaHsOEt+HCl ^ C3H3CI+H3O 

The reaction is reversible. The presence of zinc ehloride prevents tho. 
back reaction by absorbing the water formed. 

Alternatively, the alcohol may he heated with a potassium halide and excess 
•of cone. H,SO,, e.g., 

II—2 
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OaH.OH + KBr + H,SO* = C,H,Br+KHSO.+H,0 
The excess sulphuric acid removes the water formed. 

(iii) By tlie actton of lialogen acids, e.g., HI, HBr, etc., upon an 
olefine» CHj,+HI -> CHj-CH,! 

(iv) By the action of phosphorus halides upon an alcohol: 

SCaHsOH+PCl, = 3C3H,C1 + H3P03 
CjH,OH+PC4 = C2II5CI + POCI3+HCI 

To obtain an alkyl bromide or iodide, it is convenient to prepare 
the phosphorus halide in situ^ by treating the alcohol with red phos¬ 
phorus and bromine (or iodine). The PB-Vg or PI, first formed reacts 
• with the alcohol; 2P+3Br3 = 2PB.r,; 2P + 3T3 2PI3 

SCaH^OH+PBr, 3C3H3Br+H3PO3 
SCaHgOH+PI, = BCaH,! H3PO3 

Alkyl chlorides may be conveniently made, using thionvl chloride, 
SOCI3 e.g., C3H3OH + SOCI3 =r C^H.Cl+SO^ + HCl 

4 ^*i;(^Pi«paration of ethyl bromide. —10 gm. of red phosphorus and 70 c.c. 
<of anhydrous ethyl alcohol are taken in a distilliijg flask (fig. 1) fitted 
with a tap funnel and attached to a condenser and leceiver. The 
receiver is connected to a sodalime tower for absorbing HBr fumes. 
20 c.c. of broipine is slowly run in from the tap funnel, while cooling 
the flask in water. The flask is allowed to stand for some hours, ami 
the tap-funnel is replaced by a thermometer, and then its contents 



distilled from a waterbath until oily drops cease to collect in the 
reeciver. The distillate up to 60° is collected. It contains ethyl 
bromide. It is shaken several times with‘«odtum carbonate solution 
to remove the alcohol (which dissolves in water) and hydrobromic acid 
(which, is neutralised by sodium carbonate). The liquid separates into 
two layers—the lower insoluble layer of ethyl bromide is run out. It 
is, washed with water (to remove the excess sodium carbonated and 
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then dried over anhydrous calcium chloride and re-distilled. The 
distillate between 35-40° is collected. 

, Ediyl iodide, CjHjI, is similarly made as above, using iodine in pJncc of 
bromine. • 

Alternately, 60 c.c. of ethyl alcohol and 25 c.c. cone. HjSO^ are mixed 
together in a distilling flask, and then SO gms of KBr are added to the cold 
mixture. The flask is fitted with a condenser and an adapter whicli dips in 
some water in a receiver (p. 49). The receiver is* cooled in ice-water. The 
mixture is distilled from a sand bath until oily drops cease to collect in the 
receiver. The ethyl bromide is purified as above. 

Ethyl iodide can be similarly made, using KI in place of KBr. 

Methyl bromide, (’HjBr, and methyl iodide, CHjI, are made by the methods 
used for the ethyl compounds, using methyl alcohol in place of ethyl alcohol. 

Preparation of ethyl chloride. —Dry HCl gas is passed into anhydrous ethyl 
alcohol (containing half its weight of anhydrous xinc chloride) taken in a flask 
fitted with a reflux condenser. When the alcohol is .saturated with the hydrogen 
chloride, the flask is gently warmed on a water bath—ethyl chloride (a gas, 
b.p. 12‘5®) witji some alcohol and HCl, passes off. It is bubbled through two 
wa.<ih-hottles containing aqueous alkali and cone. HjjSO, respectively, which 
removes HCl, alcohol and moisture. The ethyl chloride is then condensed and 
t'ollected in a receiver cooled in a freezing mixture. 

Methyl chloride, CH.,C1, is similarly made, using metlf^l alcohol in place 
of ethyl alcohol. • 

Properties of alkyl halides.—^Physical properties. —The monohalogen 
derivatives of paraffins are calJed alkyl halides. Most of the lower alkyl 
halides are colourless, pleasant-smellit/g liquids—some are*gases. They 
are nearly all heavier than water, in which they are insoluble. They 
are soluble in alcohol and ether. Their boiling points in any series 
uniformly rise from the chloride to iodide, as the following data show; 




d. at 0° 

b.p. 

d. at 0° 

b.p. 

Methyl 

chloride 

— 

—^24® Ethyl chloride 

0-921 

12-5“ 

Methyl 

bromide 

1-73 

-f-4‘5° Ethyl bromide 

1-47 

38-5° 

Methyl 

iodide 

2-33 

43° Ethyl iodide 

1-97 

72-0° 


Ethyl chloride is used as a local anaesthetic in dentistry, etc., and 
also as a refrigerant. Methyl chloride can be put to similar uses. 
Ethyl chloride is used for the preparation of lead tetraethyl. Methyl 
bromide is stored in the liquid state in aeroplanes for use as a fire 
extinguisher. , 

Chemkai properties. —^The alkyl halides are very reactive chemi¬ 
cally in as much as the halogen atom can be readily replaced by other 
atoms or groups. Their reactivity increases from chloride fia bromide, 
to iodide. They closely resemble each other in chemical behaviour. 
Their important reactions are shown below. 

Synthetic uses of alkyl halides. —(i) Reduction with nascent 
hydrogen gives a paraffin: C2HgI-i-2H = CgHg (ethane)4-HI. 

The nascent hydrogen is’formed by the action of alcohol on zinc- 
copper or aluminium-mercury couple. 

(h) Reaction with metallic' sodium gives higher paraffins. —The 

alkyl halide is dissolved in dry ether and sodium is added in thin slices. 
This is Wurtg reaction. 
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OH 3 I + 2Na + CH 3 I — CH 3 -CH 3 (ethane) + 2NaI 

CoH.JBr + 2Na + C- 2 H 3 Bi’ = (' 2 JI., -- CaH, (butane) + 2NaBr 

(iii) (a) Magnesium combines with alkyl halide in dry ether to 
give magnesium alkyl halide ( Glignard reagent). The Grignard reagent 
is decomposed by water, giving paraffin. This is Grignard reaction. 

CjlI^Br + Mg = CjHg—Mg.Br (ethyl magnesium bromide) 
(; 2 H 3 MgBr + H.OH - (ethane) + Mg(OH)Br 

(b) Zinc acts on alkyl halide, giving zinc alkyl which is 
decomposed by water, giving a paraffin. 

2 (kir 3 Br + 2 Zn = Zn(CaH .,)2 (zinc ethyl) + ZnBr. 

Zn{C^,)^ + 2H.OH = 2 C 2 H, + Zn(0H)2 

(iv) Hydrolysis with aqueous alkali (NaOH or KOH) or moist 
silver oxide (AgOH) gives alcohols. 

CjHjI + AgOlI = O 3 H 3 OH (ethyl alcohol) + Agl 

(v) Alcoholic potash (i.c., a solution of caustic potash, KOH in 
alcohol) reruoves^a molecule of halogen acid from neighbouring carbon 
atoms of alkyl halides, giving olefines. 

OH 3 ~-OH 2 l + KOH-> CH 3 =CH 3 (ethylene) + KI + H^O 

Methyl iedide, GH3I, reacts differently; it gives dimethyl ether, 
CHg O —CH 3 , when similarly treated, 

2 CH 3 T + 2K0H->CH3 - O - CTT 3 + 2KI + H 2 O 

(vi) Ammonia forms an alkyl amine ; the alkyl halide is heated with 
alcoholic ammonia in a sealed tube. 

C 3 H 3 I + NH 3 + NH 3 = C 2 H.NH 3 (ethyl amine)+ NHJ 

(vii) Potassium cyanide gives alkyl cyanide or nitrile; the alkyl 
halide is heated with alcoholic potassium cyanide. 

CH 3 CH 3 I + KCN Cn 3 CH 3 CN (ethyl cyanide) + KI 
The alkyl cyanide on hydrolysis in presence of hot alkali or mineral 
acids, gives an acid. 

CH3CH3CN + 2 H 3 O r. CH3CH3COOII (propionic acid) + NH., 

The alkyl cyanide contains one carbon atom more than the original 
alkyl halide.. Hence it gives a method of lengthening the carbon chain. 

(viii) Silver nitrite gives nitroparaffins: ‘' 

CjHsBr + AgNOg = CgHj-NOj (nitro ethane) + AgBr 

(ix) Sodium alcoholate yields ethers : 

CgHjONa + C2H3-O-C3H3 + Nal 

Sodium ethozide Diethyl ether 

(x) Silver salt of an acid gives esters: 

CHgCGOAg + IC3H3 = CH3COOC3H3 + Agl 

Silver acetate Ethyl acetate (an ester) 

DlhalMeB derivatives. *~‘AIeihane forms only one dihalogen derivative of the 

CHjX, (where X =■ Cl, Br or I). Thus, only one methylene chloride, 
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bromide or iodide is known. CK/' is known as the methylene radical. Ethylene, 
however, forms two isomeric componuds of the formula (where 

X = 01, Br or I) according as the two halogen atoms are attached to the same 
or different carbon atoms, e.g., 


CH,C1 


CH., 


CHjCl * CHCl, 

Ethylene chloride Ethylidene chloride 

Ethylene and ethylidene chlorides. —Ethylene chloride or dichloroethane 
(b.p. 84*) is formed by the action of chlorine on ethylene. Ethylidene chloride 
(b.p. 58*) is formed by the action of PCI 5 on acetaldehyde, CHjCHO. 


OH, 0H,C1 

II + 01,_> I ; CHjCHO + PCI. _> CH.CHtM.. + POt’l, 
OH, CH,CI 


On hydrolysis with aqneons alkali ethylene chloride gives glycol, 
CH,OH —Oh,OH, whereas ethylidene chloride gives acetaldehyde, and hence 
they may be distinguished. 


CH,C1 

I 

(;5H,C1 


+ 2NaOH 


rH,OH 

I 

OH .OH 


(glycol) + 2NaCl 


CH,-CHCl, + 2NaOH—> CH,^OIl<^^^^ -> OH,CHO + H,(). 

Unstable Acetaldehvde 

,■ Trihalogcn^erivativcs* —Two membets of this group, e g,, chloroform and 

iodofoyir are/fmgortant, begcausc of their use in surgery and medicine. 

oform, tricliloromethann, CITCl,, is formed wIioti chlorine 
aefs'OT methane in sunlight (p. 332). It is prepared in t];)e laboratory 
and alsoi commercially by boiling ethyl alcohol or acetone with bleach¬ 
ing powder and water. The. bleaching powder supplies both chlorine 
and lime for the reaction. 


(i) Alcohol is first oxidised by chlorine to acetaldehyde, CITjCHO. 
The acetaldehyde reacts with more chlorine, giving trichloroaoetalde- 
hyde or chloral, CClg-CnO. The chloral is decomposed by lime into 
chloroform and calcium formate. 


ClIgCH^On (ethyl alcohol) + Cl^ CHjCnO + 2HC1 
CH,CHO (acetaldehyde) + SCl^ = CCljCITO + 3HC1 

Ca'OH + CCI3.CHO (chloral) = CHCI3 -k HCOOCa' 

calcium formate 


(Here Ca' stands for a half atom of calcium). 

(ii) Acelone reacts with chlorine, giving trichloro acetone, which 
is decomposed by lime, giving chloroform and calcium aqetate. 

OH3.CO.CH3 (acetone) f 3 CI 3 = CCl3.CO.CH3 + 3HCl’ 

Ca'OH + CCl3.CO.CH3 = CHCl, 4 CH3C00Ca' ’(calcium acetate) 
(Here Ca' stands for a half atom of calcium). 

'’’’^^aration.—^Fresh bleaching powder (200 gm.) is ground into a 
paste with water (800 c.c.) dnd then placed in a two-litre flask flitted 
with a condenser and receiver. 50 c.c. acetone, diluted with 60 c.c. 
water, are then ^ded in small amounts. The flask is then heated on 
a water bath foji’ about half an hour. Chloroform distils with some 
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acetone and water, and collects as a heavy oil in the receiver. Distilla¬ 
tion is continued until no more oily drops pass over. It is purified 
exactly in the same way as ethyl bromide (p. 18 ). 


Chloroform is also made commercially bv reducing carbon tetrachloride, CCL, 
with ir.on and water : CCl, + 2H = CHC1/+ HCl. 

Pure chloroform is made by heating chloral with aqueous caustic 
soda. NaOH + CCI3.CHO (chloral) = CHCI3 + HCOONa 

\.^ 44 operties.—^(i)^hloroform is a heavy (sp. gr. 1'5 at 15 ®) colourless 
liquid (b.p. 61 ®) with a pleasant smell. It is non-inflammable. It is 
insoluble in water, but readily dissolves in alcohol and ether. 


On hydrolysis with hot alcoholic potash, it gives potassium 
formate, HCOOK. IIC.CI3 + 4 K 01 I = H.COOK -f 3 KCI -h 2H3O 

The stages in the ]-eaction are as follows: 


H-C-Cl 

Nil 


KOH 

KOH 

KOII 


^OH 
H C-OH 
\OH 

Orthol'ormic acid 


^0 

H.C - OH + H ,0 
Formic acid 


Thn iniermcdiatfi compound, urthoformic acid, is unstable, and 
readilp splits ofj icatcr, forming formic acid. 

When chloroform is Avarmed with few drops of aniline, 
and alcoholic potash, an extremely nauseating smell is prd- 
duced, owingi to the formation of highly poisonous phenyl carhylamine 
or phenyl isocyattide, CgHgNC. This forms a delicate test for chloro¬ 
form and is known as the ca rbylamine r eaction. 

CgllgNir, f- CHCI 3 +‘3KOH CJlgNC. + 3KC1 -f 

*vJ:^s.—Chloroform is used, usually mixed with other, in surgery as an 
ani'esthetic—its vapour produces unconsciousness on inhalation. But chloroform 
for .'inffisthetic purpose must be strictly pure. 

In presence of sunlight and air, chloroform slowly decomposes into HCl and 
carbonyl chloride (or phosgene), COCL, which is highly poisonous. 

2 CIICI 3 + 0, =. 2C0C1, -f- 2HCI 

The presence of products of decomposition may be asceidained by adding 
silver nitrate solution which forms a white precipitate of silver chloride, if GOOl, 
or' HC'l is present. Pure chloroform gives no precipitate with silver nitrate 
solution. Chloroform for ansesthetie purposes should be kept in well-stoppered 
bottles of dark blue or brown glass, full to the neek, with addition of about 
one per cent alcohol (which arrests the decomposition of chloroform). Even then 
it is derisablc.to keep the bottles in the dark. Chloroform is an excellent solvent, 
for many oragnic substances; it dissolves fats, oils, rubber, etc. Chloroform 
combines with acetone, to give chlore.tme, which is a hypnotic. 

y/ I^nfnrm^ CHI3, is an important antiseptic. It is used in anti- 
sepliic surgery as a dressing for wounds. Iodoform is a lemon-yellow 
crystalline solid (m.p. 119 ®) with a strong unpleasant smell. It readily 
sublimes and hence can be purified by sublimation. It is insoluble in 
water, but dissolves in hot alcohol. It is decomposed by boiling caustic 
soda (or potasli), giving sodium (or potassium) formate: 

, . CHI3 -1- 4NaOH = HCOONa + 3 NaT + 2H3O 
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Mhreparation.—^Iodoform is made from ethyl alcohol or acetone by 
the action of sodium hypoiodite, NaOI, and caustic soda (or iodine and 
caustic soda). But since hypoiodite is unstable, a mixture of Nal and 
sodiuni hypochlorite, NaOCl, is generally used, which react to form 
NaOI in situ. The steps in the reaction are as follows : * 

NaOCl+Nal = NaOI + NaCl 
CH3-CO-CH3 + 3 NaOI = CH3-CO-CI3 -h 3NaOH 

Acetone is iodiuated by NaOI to form trigdoaoetone, CH3 — CO — Cl,, 
which is decomposed by alkali, giving ioodform and sodium acetate. 

CH3.CO.CI3 + HONa = CHI3 + CHjCOONa 

Alcohol is oxidised to acetaldehyde, CH3CHO, which then reacts 
with NaOI, giving iodal, CI3.CHO. The iodal is decomposed by alkali, 
giving iodoform and sodium formate. 

CH3.CH3OH + NaOI = CH3CHO + Nal + 11,0 
CH3.CHO + 3 NaOI = CI3.CHO + 3 Na()H 
NaOH + CI3.CHO = CHr3+HC00Na 

^MPfepiuration of iodoform.—20 gms. of sodium carbonate are dis¬ 
solved in 50 c.c. of water, 10 c.c. of ethyl alcohol are poured into the 
solution, and 12 gms.«of iodine added in small portions. The liquid is 
kept at 60 - 80 ®. The fodoform may get hydrolysed if the temperature 
exceeds 80 ''. When the colour of iodine has almost disappeared, the 
liquid is cooled when iodoform crystallises out in hexagonal plates. 

Acotoiio is prc))arc(l commercially by electrolysis of an ati^neous solution of 
]3otassium iodide and sodiuni carbonate in prsenco of alcohol or acetone at 
60-65*. Iodoform i.s obtained at fhe anode. The iodine liberated at the anode, 
forms hj/poioditi' which then acts on alcohol (or acetone), giving iodoform. 

VHtfl^orm reaction.—When acetone (or ethyl alcohol) is heated 
with an aqueous solution of hypohalite (NaOCl, NaQBo*, or NaOI) and 
caustic soda, chloroform, bromoforra, CHBr, or iodoform, is formed. 
The reaction depends on the combined oxidising and halogenating 
.action of the hypohalite, as illustrated above in the case of iodoform. 
This is known as haloform reaction. Bromoform, CHBr,, is a colour¬ 
less liquid. 

^^Ci^bon tetrachloride. CCl,, i.s made by passing chlorine into carbon disulphide 
in jiresence of metallic iron or iodine as ca^ilyst. 

. OS, -f- SC'h — CCl, -b SaCl, (sulphur monochloride) 

• 

It is a colourless, nnn-inllatnmable liquid (b.p. 76'5*) with a sweet smell like 
chloroform. It i.s heavier than water (sp. gr. 1'60 at 15®) and 5lso insoluble in 
it. It is used as a solvent for extraction of fats and oils. It is a solvent for 
wax and grease. Because of its nori-inflammabilily, it *s used in dry cleaning 
of clothes, and also as a fire extinguisher (trade name, pyrene) particularly in 
fires in chemical laboratories or in oil fires—the heavy carbon tetrachloride vapour 
hangs as a cloud over the fire and extinguishes it. 

NN^ilorodiSuoro methane, ^CChF,, is made from carbon tetrachloride and 
antimony trifluoride. 

3CCh + 2SbF,, = 3 CCI 3 F 3 + 2SbCl3 

It is a gas which boils at —30*. It is used as a refrigerant under the nam« 
freon, as it is non-toxic, non-inflammable and does not corrode metals. 
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Alcohols. —The alcohols may be looked as paraffins in which one 
or more hydrogen atoms are replaced by hyrdoxyl groups, OH. The 
cdcohol^ are, therefore, hydroxyl derivatives of paraffins. According to 
the number of OH groups present in the compound, they are called 
mono., di-, tri-, etc., hydric alcohols. Alcohols containing more than 
one OH group, are in general, known as polyhydric alcohols. 


Parafin 
Methane, CH. 
EtJiane, 

PropanejCjHg 


Name of alfuhol Class 

Methyl alcohol, CHjOH Motiohydric alcohol 

Ethyl alcohol, CH,CHgOH „ 

Olvcol, OH,OH.CH,OH Dihydric 

Olweiol, CHjOH.CHOH.CH..OH Trihydric 


Monohydric alcohols. —They are mono-hydroxy derivatives of 
paraffins. They contain an alkyl group attached to a hydroxyl and 
have the general formula CnHajj^iOII. 


They are named from (he corresponding paraffin by replacing the suffix 
-‘a«c' by -‘yl’ (or by deleting final ‘c’ and adding the ending ‘ol’). 

Methane, CH, Methyl alcohol, methanol, CH,OH 

Ethane, C„Hg Ethyl alcohol, ethanol, C„H,01I 

Propane, CjH, T’ropyl alcohol, i^ropanol, CjHyOH 

An alcohol is known as primary, secondary, or tertiary, according 
as it contains a -CH 3 OH, =CHOH, or a ||j C.OH group in the 
molecule. 


Type of alcohol 

Typical group 

Kjramplc 

Primary alcohol 

-CHlOH 

Methyl alcohol, H.CH.,OH 


Ethyl alcohed. CH.-CH.OH 
Normal propyl alcohol 


0 H,.CH,.rH 30 H 


Secondary alcohol 

>CHOH 

a ^ A 

Isopropyl alcohol or secon- 
(lav\ propvl alcohol, 


V 

\ 

CH,-CITOH-CH, 

Tertiary alcohol 

—C.OH 

Tertiai’v butyl alcohol. 


/ 

CH 3 -C( 0 H) CH 3 


I 

CH, 


In one system of naming, methyl alcohol is given the name carbinol ; other 
alcohols are considered as .alkyl derivatives of carbinol. Thus, ethyl alcohol is 
methyl carbinol, n-pro))yl alcohol isj ''thyl carbinol, sec-propyl alcohol, dimethyl 
carbinol,^ tertiary butyl alcohol, trimethyl carbinol, and so on. 

primary alcohol on oxidation first gives an ddehyde,- and then 
acid containing the same number of carbon atoms as the alcohol. 


H 

I 0 

CH,-C-OH-> 

A 

Ethyl alcohol 


H 

I -H 3 O /H O /OH 

(CH,—C--OH)-CH3-C=0->CH3-C = 0 

I Acetaldehyde Acetic acid 

OH 

Not isolated 


A compound contaning two or more OH groups attached to the same carbon- 
atpm, is. usually unstable and readily splits off water. 
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\-s6^ndaiy alcohol on oxidation gives a ketone with the same 
numbers of carbon atoms as the alcohol, and then acids with fewer 
carbon atoms, on further oxidation. 


CH \ 0 CH,v 0 /OH 

^unoH -> g 0-> OH3 - C = 0 + COa+HaO • 

« ® Acetic acid 

Sec —propyl alcohol Acetone 

\,.^^furtiafy alcohol on drastic oxidation gives a mixture of ketones 
and acids, each with fewer carbon atoms than the alcohol. 

CH3 

I O 

CH3-C(0H)-CH3-^CHa.CO.CHa + CHaCOOH 

Tcr-butyl alcohol + HCOOH + CO3 +2^0, etc. 

The three types of alcohols may bo distinguished in this way. 

Methyl alcohol, methanol, carbinol, CH3OII, occurs in combina¬ 
tion in many plants, e.g., oil of wintergrun (methyl salicylate). 

It is made by two methods distillation of wood. —One of 

the products of dry distillation m wood is the aqueous distillate 
pyroligneous acid (p. B19), which consists mainly of about 1% methyl 
alcohols, 5-8% acetic acid and 0.1% acetone. The .pyroligneous acid 
is first neutralised with milk of lime, whereby acetic acid is con¬ 
verted into calcium ftcetate and then distilled—the methyl alcohol 
together with acetone and some water passes into the distillate and 
calcium acetate is left behind as a, residue. 'Fho methyl alcohol 
(b.p. 65°) is then separated from most of the acetone (b.p. 56°) by 
careful fractional distillation. The methyl alcohol may be dried 
by standing over quick lime, followed by redistillation. The last trace 
of water may bp removed by distillation over metallic calcium. But 
tlie methyl alcohol thus prepared invariably contains about 1 —2 per 
cent acetone. 


The methyl alcohol may be made acetone-free hy treatment with anhydrous 
calcium chloride, when the solid compound, GaCl 3 . 4 CH 30 H, crystallises out. The 
calcium chloride compound on heating gives pure methyl alcohol which is 
condemsed and collected. 

Methyl alcohol is also called wood spirit or wood naphtha, as it is made by 
distillation of wood. 

(ii) by synthetic process. —Synthetic methyl alcohol is produced by passing a 
mixture of purified water gas (a mixture o:^ CO and Hj in nearly equal volumes, 
made by passing steam over heated coke) with half its volume of hydrogen under 
a pressure of 200 atmospheres over a catalyst of zinc and chromiuie oxides, heated 
to about 4 d&®. The synthetic methyl alcohol is acetone-free. 

(CO -t- H,) -b H, = CH,OH 

Properties. —^Methyl alcohol is a colourless liqaid (b.p. 64*7®) with 
a wine-like smell and a burning taste. It is miscible with w^ater 
(sp. gr. 0*796 at 15°) and ether. It is inflammable and burns with 
a pale blue non-himinous flame. It is definitely poisonous, causing 
blindness and madness, an?l hence its use to denature ethyl alcohol 
(i.e., to make it unfit to drink) in making methylated spirit. Methyl 
alcohol closely resembles ethyl alcohol in chemical properties but it 
differs in its action upon human body. 
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Ictions. Metallic sodium rapidly attacks methyl alcohol, 
giving sodium methoxide (a white deliquescent solid) and evolving Hj. 

2CH3OH + 2 Na = 2CH30Na (sodium methoxide) + 

Sodinui methoxide is decomposed by water, giving back the methyl 
alcohof. Potassium methoxide, CH3OK, reacts similarly. 

GHjONa + H.OH = CH3OII + N^H 

PCI5 acts on methyl alcohol, giving methyl chloride, POCI3 
and hydrogen^chloride. • CH3OH+PCI3 = CH3CI+POCI3 + HCI 

reacts with acids in presence of dehydrating agents, e.g., 
eonc. Hg HCl gas, etc., to give ester and water. 

With HCl gas in presence of anhydrous ZnCI^, it gives 
methyl chloride. HBr and HI react similarly. 

CH3OH+HCl^^^CHgCl + PI3O 

yf)) With acetic acid in presence of cone. HaSO^ it yields methyl 
acetate, CH3COOH3, and water 
CH^COOH+HOCH,^ iOHgCOOGHg h- H3O 

^ With concentrated sulphuric acid, it forms methyl hydro¬ 
gen sulphate and water: 

CHgOH + HgSO^ ^ CHgHSO. + HgO 

With red phosphorus and bromine (or iorline) it gives methyl 
bromide (or iodide): PBr, + 3CH3OH = 3CH3Br -f- H3 PO3. 

Vv) Methyl alcohol is a primary alcohol ; on oxidation it first 
gives formaldehyde, then formic acid, and finally COg and water: 

H.CHgOH + 0 - H.CHO (formaldehyde)-f-HgO 
H H.CHO -f 0 H.GOOri (formic acid) 

H.COOIT + O = COg + HgO 

Koi-maldehyclo is prepared by passing a mixture of methyl alcohol vapour and 
air ovei>«copper or silver gauze, heated to about 400“. 

methy alcohol. —jMethyl alcohol is used : (i) in making methylated 
spirit, and in the preparation of formaldehyile, various dye intermediates and 
perfumes, (ii) as a solvent for shellacs .and rosins in the preparation of varnishes, 
(iii) as an anti-freeze in radiators- of motor cars, and (iv) as a motor fuel mixed 
with petroh^ 

alcohol, ethanol, G2H3OH, is simply called ‘alcohal’, also 
known as gram alcoh ol o n; of wine in commerce. It is usually 

made by fe^enta^n of certain sugars, such as glucose and cane 
sugar, by yeast. Thus, when yeast is added to a solution of glucose 
at the room temperature, the liquid shortly begins to forth, giving the 
appearance of boiling. The process is known as fermentation from the 
Latin fervere, to boil. The glucose is decomposed into ethyl alcohol 
and carbon dioxide during fermentation: 

^^r.H^ 303 (glueo 8 ^ = 2 CgH 30 H + 2GOg ^ 

,The decomposition is eSected ^certain substance, called 

enzymes, which are produced by yeast during its growth. 

The enzymes are complex organic substances which act as catalysts. Yeast is 
a low fcl^ bf plant life consisting of one cell only. 
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yFcrmentatioa/ is, thevefore, a process of decomposition 
plex organic substances into simpler ones, brought about by 


of com- 
enzymes 

(produced by yeast, etc.) which act as catalysts in the process. The 
ferment or the enzyme, called zymase, present in yeast cells, converts 
glucose into alcohol and carbon dioxide. The change of gluqpse (or 
fructose) into ethyl alcohol is known us (alcoholic fennentationy' 

Although a living organism yeast is used in the alcoholic fermentation, the 
pl'tKess is merely a r.hnnical reaction, since the zymase extracted by a process in 
which the yeast cells are destroyed, sets in fermentation like the living yeast. 

The yeast contains several enzymes ; among which are zymase, 
invertase and maltase. Invertaae catalyses the decomposition of cane 
sugar b^ hycbolysis into glucose, and fructose, CgHigOe. 

tbalLjOjj (cane sugar) ^ (.'oHjjCe 

Maltase converts maltose (a sugar isomeric with cane sugar) into 
tuo molecules of glucose. 


(maltose) + H 3 O - 2 (\,ll, 2 ()„ (glucose) 

Invertase and maltase are thus hydrolytic enzymes. Zymase, as 
already stated, brings about alcoholic fermentation. 

VlVfanufacturey —Kthyl alcohol is made from cheap raw materials: 
(i) mblasaes^ (li) starchy materials such as rice, maize, potato, etc. 

(i) Molasses is the mother liquor left after crystallisation of cane- 
sugar from the conce\itrated cane juice. It contains about 50-60 per 
oent cane sugar. It is available from sugar mills and is an important 
source of alcohol in India and elsewhere. • 

Ihe molasses is diluted with water to about 10 -lf) per cent sugar, 
and is fermented by adding yeast in slightly acid medium. The yeast 
has a double function upon the cane sugar—the enzyme invertase. 
converts it into glucose and fructose, which are then fermented into 
ethyl alcohol under the influence of zymase, as already stated. The 
fermented liquor contains 6 — 12 % alcohol. 'J’ho process takes about 
2 days. 

(iii) The starch-containing materials, such as rice and potato, ate 
reduced to a pulp or a paste with water, and then mixed with a little 
malt. Starch is not directly fermentable by yeast, and must, there¬ 
fore, be first converted into sugar. The enzyme diastase present in 
germinating barley (‘malt’) converts starch into the sugar, maltose, 
The .mixture is kept at about 50® for about 30-60 minutes, 
when mjillose is formed. 2 (CgHio 05 )n (starch) - 1 - nHgO, = nCijHjaOj, 
(maltose). , 

The liquid is then cooled to about 25® and mixed with yeast; The 
mixture is kept for 2-3 days, when the maltose *s first converted into 
glucose, which then undergoes alcoholic fermentation, in a manner as 
stated above. 

The weak solution of^ alcohol (6-12%) is then submitted to frac¬ 
tional distillation in large stills (e.g., Coffey's still) using a fractionat¬ 
ing column, whereby a distillate containing about 95'6% alcohol is 
•obtained and is commercially known as rectified But absedute 

alcohol, free from water, cannot be made by the above method as a 
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constant boiling mixture of 95-6% alcohol and 4'4%' water, boiling at 
7815°, distils over. The absolut e alcoho l is made in two ways: 

(i) The rectified spirit iT dbfed TSy^tSSing over quick lime, and then distilled. 
But it still contains traces of water which may be removed by adding calculated 
amount of Na or Ca, and then re-distilling. 

(ii) The rectified spirit is mixed with a little benzene and distilled. Distilla^ 
lion yields first (a) a mixture of benzene, alcohol and water (b.p. 64‘8), then 
(b) a mixture of benzene and alcohol, (b.p. 682) and finally (c) a distillate of 
pure anhydrous alcohol (b.p. 78’5). 

The anhydrous alcohol Ms known as absolute alcohol. 

Synthetic ethyl alcohol <\is made from ethylene (which is obtained from 
cracked petroleum). Ethylene is absorbed in concentrated sulphuric acid, and 
the resultinjjr ethyl hydrogen sulphate. CjHjsHSO.,, wlien heated wilh dilute 
sulphuric acid, undergoes hydrolysis, giving ethyl alcohol. 

CH, = CH, + H,SO, = OH,-CH,.HSO, 

OH,-CH,.nSO, + H.OH r. CH,-CH,OH + H,SO, 

Properties. —Pure ethyl alcohol is a colourless liquid (b.p. 78'5° ; 
sp. gr. 0'790 at 15°) with a pleasant vinous smell and a burning taste, 
li is inflammable and burns with a pale blue flame. It is miscible 
with water with evolution of heat and contraction in volume. The 
alcohol itself is very hygroscopic. It is also miscible with ether. It 
freezes at—114° apd hence its use in alcohol thermometers. Bro¬ 
mine, iodine, sulphur, and phosphorus, all dissolve in ethyl alcohol. 
In small doses the alcohol is a good stimulant,f but in larger doses 
causes blurring of senses and finally unconsciousness. 

Quick lime is a suitable drying agent for alcohol. Calcium chlo¬ 
ride cannot bo used, as it combines with the alcohol, yielding a com¬ 
pound CaCl24C2H50H, containing alcohol of crystallisation. 

V^ Reac tums. —The important reactions of ethyl alcohol (a typical 
monohydne alcohol) are : 

V-(ffMetallic sodium (or potassium) vigorously reacts with .alco¬ 
hol, evolving hydrogen and forming ethoxide or ethylate (white crys¬ 
talline deliquescent solid), 

2 C 2 H 30 H-i- 2 Na = 2 C 2 lf-,ONa (sodium ethoxide) h- ITj 

.Metallic Ca, Mg, etc., also react similarly but less rapidly. I’hc read ion is 
used to remove traces of wafer from alcohol. 


The cthoxides arc readily hydrolysed by \vater, giving back alcohol. 

(yi,0\a H.OH . C,H,O H + NaOH 
reacts, forming ethyl chloride, POClg and TlCl. 
‘CaH.OH+PCl, = C2H,Cl-KPOC]3 4-nCl 
R^Aions (i) and (ii) detect OlT group in alcfdiols. 

yfu) It reacts with acids in presence of a dehydrating agent, such 
as concentrated HjSO^, IICl gas, etc., forming an ester and water. 

Alcohol -f acid;p=2:ester -j- water. 

The process of esterification is reversible. The dehydrating agent 
absorbs the water formed, and thereby the reaction may be made 
complete^ 

Acetic acid acts on ethyl alcohol in presence of cone. 
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HjSO^, giving the ester, ethyl acetate, CH3COOC3H.,, 
which has a fruity smell. 

CH 3 COOH + HOGaHj^CHjCOOCaH^ +' H^O • 

gas reacts in presence of anhydrous zinc chloride, 
giving ethyl chloride. HBr and HI act similarly. 

g^HgOH+HCl^tJ^H^C^ -1- H3O 

\p)^oncentrated HgSO^ reacts with ethyl alcohol, giving ethvl 
' hydrogen sulphate. CaH 30 ir+H 2 S 0 .,^C 3 H 3 HS 0 ,+H '0 

iThe ethyl hydrogen sulphate, on hydrolysis with hot dilute 
gives back the alcohol. 

about 140® ethyl hydrogen sulphate I'eacts with more alcohol, 
giving diethyl'etlier, C 3 H 5--0 - C 2 H 5 . 

C3H-HSO, + HOC^n,C„ll,- O-C^H. + H^SO, 

Vj(t^a still higher temperature, about 180°, ethyl hydrogen sulpliato 
gives ethylene. C 3 T-I,HS 04 ^CH 3 -.-aiCH-H 3 S 0 / 

>(i^Oxidising agents, e.g., KjCr^O, and cone. HjSO^, convert 
the alcohol first into acetaldehyde, GrT-jCFTO, and finally into acetic 
acid. . ' • 

CIT^CHaOlT+O - CHgCHO-i-HjO; CIT.,(:H0 f O---CH,0(H)I1 

Dehyilrogonaiiou by passing the alcohol \jipoui' over hcaiuil copper al 300'. 
also forms acetaldehyde. Cn,CHjOH — CHjCHO + Hj. 

V^v^'^^ehydration of alcohol by passing over alumina at 35 0 ° gives 
ethylene. Concentrated H^SO^ also dehydrates ethyl alcohol; 

C3n30H->CH3 = CH 3 + H,0. 


\(^ Tiled P and bromine (or iodine) act on alcohol, giving ethyl 
bromide^ iodide) (p. 18). PBrj+aCjH^OH = SOaH^Br+H^PO, 
l^flriiyChlorine acts on ethyl alcohol, first giving acetaldehyde, and 
finally trichloro-acetaldchyde or chloral, CCI 3 CHO (p'. 21). Broraiu#i 
reacts siiqilarly, giving bromal, CBrg.CHO, but iodine has no action. 

CH 3 CH 3 OH + CI 3 = CH 3 CHO + 2 HOI ] 

CH 3 CHO+ 3 CI 3 = CCI 3 .CHO + 3 HCI 

Action of bleaching powder and water gives chloroform. 

reacts in presence of aqueous alkali, giving iodoform. 

Presence of traces of water in alcohol may be detected by adding anhydrous 
copper sulphate which turns blue, or by adding few drops of ben^ne or petroleum 
other which gets turbid, if any water is present: 

Distinctive tests for methyl and ethyl alcohols. —Use aqueous solutions of 
methyl and ethyl alcohols. • 
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Reagent 

Methyl alcohol 

Ethyl alcohol 

(i) Iodine + NaOH 
warm* 

No iodoform 

Yellow crystals of 
iodoform 

(ii) K,Cr,0,+H»SO, (1:1) 
Distil 

Distillate is formic acid 

Distillate is acetal¬ 
dehyde 

(iii) Acetic acid 

-H concentrated H ,SO.. 
Warm 

^No characteristic smell 

1 

1 

Fruity smell of ethyl 
acetate 

(iv) Salicylic acid 

Smell of oil of winter 

No characteristic 

-1- concentrated H.SO.. 
Warm 

green 

smell 

(v) Plunge red-hot f'li- 
gauge into the solu¬ 
tion** 

Formaldehyde is formed 

Acetaldehyde is 
formed 


*A few crystals of iodine (or a solution of iodine in potassium iodide) is 
added to the aqueous solution of alcohol. The mixture is warmed and caustic 
soda solution is added, drop or drop, until the colour of iodine disappears. Yellow 
crystals of iodoform with characteristic smell are deposited on cooling. Methyl 
alcohol does not give iodoform test. Hut acetone which is a common impurity in 
methyl alcohol responds to this test. Therefore, a negative iodoform test with a 
sample of methyl alcohol shows absence of acetone in it. 

*• Both formaldehyde and acetaldehyde give a vic-Iet colour* with Schiff’s 
rena^m at ordinary temperature. 

\/juses of ethyl alcohol. —The uses of alcohnl is very extensive. It is used : 
(i) m making iodoform, chlorofrm, ethei’, acetaldehyde, vinegar, and transparent 
soaps, (ii) in the preparation of dyes, drugs, perfumes (ethyl esters make fruit 
essences and perfumes), synthetic rubber, and rayon, (iii) in the preparations of 
tinctures (alcoholic solutions or extrai'ts of medicinal substances), e.g., tincture 
of iodine, and tonics, (iv) as alcoholic beverages, e.g., wine, beer, etc., (v) as a 
.solvent for gums and resins in making lacquers and varnishes, (vi) as a preser¬ 
vative of biological specimens and for sterilisation in surgergy, (vii) as an anti¬ 
freeze in radiators, (ix) as a fuel in internal combustion engines. Mixed with 
petrol,^is used in automobiles. The alcohol thu.s used in getting power is often 
aJcnhol, and (x) in making methylated spirit. 

spirit. —All the alcoholic beverages are subject to high 
excise duty. But ‘denatured’ alcohol, unfit for drinking purposes but 
suitable for general scientific and industrial work, is duty-free, and 
therefore, cheap. The denatured alcohol is known as methylated 
spirit, and consists of about 90%' rectified spirit, 10% wood spirit and 
a little pyridine. The methyl alcohol (w'ood spirit) and pyridine render 
the alcohol poijsonous and unpalatable and consequently unfit to drink. 
The methylated spirit is used in making dyestuffs, varnishes and fine 
chemicals. It is used in spirit lamps. 


Solidified spirit is m»de by dissolving soap in rectified spirit, and then cooling 
the solution, when it sets to a solid mass. It is easily ignited and is used in 
lamps. Approximate percentage of alcohol in several alcoholic beverages are : 

Boer 2-5; wine 7-11; claret 7; sherry 16; port 20; whisky, brandy, rum 35-40. 

The percentage of alcohol in pharmaceutical pieparations is high ; tincture of 
iodine 80-85; spirit of ammonia 62-68; spirit of camphor 80-87. 

The percentage of alcohol in a sample of aqueotis spirit, e.g., rectified spirit, 
is 'readily determined by measuring the specific gravity with a hydrometer and then 
referring to standard tables in which ep. gr. of any mixture of alcohol and water 
is grv^n'i^ , 
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Tfce ethers. —rhe ethefs have the structural formulae E—O— B,'y 
where R and R' may be identical or different alkyl groups. If the two- 
alkyl groups are identical, we get u simple ether^ e.g., 

CH3-O.CH3 (’J£,-0.(J3H3 

Dimethyl ether Diethyl ether 

Hut if the two alkyl groups are different, we get a mixed ether, e.g., 


CH3-0-C3H, 

Methyl ethyl ether Klhyl jiropyl ether 

Kthers may also be looked upon as alcohols in whicli the H of the ItOH is 
replaced by an alkyl group by reaction between (wo molecules of alcohol with 
elimination of water. JROH + HOR R-O-R + Ih^O. 

The ethers have the general formula (Jn Dan+jO, and that for alcohols la 
('nH„n+, .OH. Ethers, are therefore, isomeric with alcohols, but they differ 
widely in properties. 


The ethers are colourless, neutral substances like the alcohols. But an other 
is much more rolatilc than the isomeric alcohol. Thus, dimethyl ether, 
t'Hj-O-CHj,, which i.s isomeric with ethyl alcohol, CjHjOH, (b.p. 78’5°) is a 
gas (b.p. -23-6'’). Diethyl ether, Cjr,,0'.C3H,., which has the same molecular 
formula as butyl wlcohol, (i(,Hj.OH, boils .at 34°. Normal primary butyl alcohol, 
CH ,.(!Hjj.CH„.CH,_,OH, boils at 117°. 'I’he ethers are tighter thou woter iji which 
they are very much less soluble than the alcohols. The ethers do not react with 
metallic sodium or phosphorus pciitachloridc' in the cold, and hence they do not 
contain any hydroxyl group like the alcohols. The low boiling ethers are highly 
iuflarnmahle. 


Diethyl ether, is commonly called ether, (i) It is 

made in the laboratiny and also iii industry by distilling an excess of 
ethyl alcohol with strong sulphuric acid at 130-140°. At first alcohol 
l■^‘a(5ts with sulphuric acid, foi*ming ethyl hydrogen sulphate. This 
then reacts with more alcohol, giving ether and regenerating the sul- 
pluii ic acid. (Ul,()H + H 3 SO,^= 2 :C 3 H,IISO, 4-H./) 

CJI.HBO.-f lIOC..rT,= C3H3-0.C3H,+ 

'rhcoretically no sulphuric acid is used up ; the generated acid goes 
through the process over again, and hence the name continuous 
(■ thcrification process. 

But in actual practice some siilpFiuric acid is reduced by side 
reactions, gnd also the acid eventually gets diluted with* the water, 
when formation of ether ceases. • 


Preparation. —Equal volumes (100 c.c. each), of absolute ethyl 
alcohol and concentrated sulphuric acid are taken in a distilling flask 
fitted with a tap funnel and a thermometer (which dips in the liquid), 
and connected to a condenser and receiver. Ice-cold water circulates 
through the condenser and tlje receiver is cooled in ice. The flask is 
heated on a sand hath and kept at about 140°, when ether begins to 
pass over. Fresh alcohol (150 c.c.) is run in from the tap funnel at 
the same rate as the ether distils and collects in the receiver. 

To avoid fire hazard (ether being highly inflammable), the side 
tube of the receiver is connected b.y a rubber tubing to the sink. 
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The distillate (which contains ether, alcohol, water, SO^, etc.) is 
shaken with dilute aqueous alkali in a separating funnel, and then 
the lower aqueous layer is drawn off. The ether is then dried over 
anhydrous calcium chloride and distilled ffom a water-bath. The dis¬ 
tillate is finally dried over metallic sodium (to remove traces of mois¬ 
ture) and re-distilled. 



. Kip. 2 

Dirai-thyl other CIl...().OH,, is siMiilarl*, p'epared, using meth\l 
alcohol in place of ethyl alcohol. 

By mixing one alcoh«>l. o.ij;.. '\itli Uio Milpliinio arid and ninnin(' 

in another alcohol, e.g., CII,OH, from Itu* tap fnniicl. mixed her may bo 
prepared ; rjIJISO, -|- HOdH., ■ CJf.-O-CII, 4- li.SO,. 

V-(fff^ther is formed by heating sodium I'thfixide with ethyl iodide 
(Williamson*s synthesi s). CjH.ONa - CJI^-O-CjITg-t-Nal 

reaction shows the structure of other. Heating methyl iodide 
with sodium methoxide gives dimethy ether. 

CH 30 Na+lCH 3 == Cflg-O-Cir^ + T^ia 

k,*^mixed ether is formed by heating alkyl iodide with sodium alcoho- 
late containing different alkyl i;pdicals. 

CH.ONa +TC,H, - CH^-O-CJI. + Nal 

VJPfoperties of ethyl ether. —Ether is a colourless, pleasant-smell¬ 
ing, neutral liquid. It is very volatile (b.p. 84‘6® ; m.p. —117*6®) and 
highly inflammable, and its vapour form an explosive mixture with 
air. Tt is lighter than water (sp. gr. 0*713 at 20®), and is slightly 
soluble in water, but is miscible with alcohol in all proportions. Ether 
possesses anaesthetic action, and causes unconsciousness on inhala¬ 
tions. When employed in the fonm of spray, it causes local insen¬ 
sibility by quick evaporation and cooling, and hence its use as a lotal 
anaesthetic; 



—Compared with alcohol ether is somewhat inert 
chemioelly. (J[i) Ether does not reaat with sodium or potassium, nor 
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does it react with PCI 5 in the cold, showing the absence of OH group 
in ether (cf. alcohols). Ether, however, reacts with PCI 5 on heating, 
giving ethyl chloride: (CaHJjO+PClj = 2 C 3 H 5 CI+POCIJ 

vfiifetrong hydriodic acid decomposes ether on heating, ^giving 
eth^ iodide. C,H,-0-C,H, +2HI ^ 2 C 3 HSI+H 3 O 

In general, heating with HI decomposes an ether, giving alkyl 
iodides. By identifying the alkyl iodides, the composition of ether, 
(simple or mixed ether) may be determined. ‘Thus, ethyl ether gives 
only ethyl iodide, but methyl ethyl ether gives CH 3 I and CaHgl. The 
alkyl iodides are separated by distillation and identified by their boil¬ 
ing points. CH.-O-CaH^ 4 - 2HI = CH 3 I + H^O - 1 - C^H^I 

\(iit)^oncentrated sulphuric acid decomposes ether. 

C3H5OC3IT, + 2H^SO, =2C3H3HS0, + H3O 

vEmer is hydrolysed orfTieating with dilute sulphuric acid under 
pressure. C 3 H 3 - 0 .C 3 H,+H 30 = 2 C 3 n 30 H 


All expeiiments with eHicr re(]uire cjireful handling to avoid fire hazard. 


Uscs.^—Ether is largelv used as u solvonl for fats, oils, resins and alkaloids. 
Tt is often u.scd in the labovutory foi' e.\’trii('iion of .substances from aqueous solu¬ 
tions or suspensions. Mixed with alcoliol. it is used as a petrol substitute. In a 
mixture with nitrous oxide and oxygon, it is used as an anifesthetic in surgery; 
i mixture of alcohol, ohlof-ofmiu and ether (A.C.E.) is also used as an anoBsthetic. 

Metamerism.* —The fohnula .stands for three isomeric ethers. 


CH 

('ll ,-0.(111 / ' “ CH,0-C,11, . C,H,. 0 -e.H, 

.Yfethyl Ksopropyl ether Methyl jiroiiyl el her Diethyl ether 


I.'>oiners such as tliese, whitli ai’o eomjinnnds of the same series and differ only 
jn tho composition of alkyl radicals atladied to the o.vygen atom are known as 
inctarners, and this type of isomerism is known as mc.lamtnsm. 

The composition of the particular ether may he dotcimined by heating with 
HI and identifying the .alkyl iodides formed. 


vir 


-ALDEHYDES AND KETONES 

Aldehydes and ketones. —A i)riTnfU'y alcohol ou mild oxidation 
yielc fg mi ' al dehyde, '^whicirconlain two liydrogcu atoms less than the 
alcohol and hence the aldehyde from i\icohol defei/drogenation (alcohol 
dehydrogenation). On cautions oxidation methyl alcohol gives form¬ 
aldehyde, 'and ethyl alcohol acetaldehyde: * 

H n „ • 

1 I 

H—C—OH -b O —> H—C—OH _> H—C=0 + H,0 

H OH 

Mcthvl alcohol Unstable intermediate Formaldehyde 

H * ? 

CH 3 -C-OH -f 0 _> CH,--C-OH_> CH,-C^O + H,0 

1 I 

H OH 

Ethyl alcohol Unstable intermediate Acetaldehyde 

II—8 
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The unstable intermediates having two OH groups linked to the same carbon 
atom readily eliminates water. 


All aldehydes contain the aldehydic group —C=0, and the type 


formula for all aldehydes is E—C = 0, where E is an alkyl group, 
exeept for the first member of the series, formaldehyde which is 


H—C=0. All ketones contain the ketone group >C = 0, and the 

E 

type formula for ketones is 

E' 

or differnt alkyl groups: 


Nc = 0, where E and E' are identical 


CH,-C0-CH3 (^1L-C()-CJI, 

Dimethyl ketone Methyl ethyf ketone 

The aldehyde and ketone, therefore, both contain the group >C — 0; 
this is known as the carbonyl group, and this accounts for many 
similar reactions ^ of aldehydes .and ketones. 

VHP^maldehyde, H.CHO.v^ormaldehvde is iovmed when calcium 
formate is heated. t 

II COOCa — jj.riTO-i-CaCO., (Ca' is half-atom of calcium). 

HCOOCa' • 

is obtained by catalytic oxidation of methyl alcohol by means 
of air in contact with heated copper, sih’er or platinum: 

CH 30 H-f 0 = HCHO-fH,. 


A current of air is bubbled through methyl alcohol taken in a flask, warmed 
on a waterbath to about 40**; the mixture of air and alcohol vapour is then passed 
through a tube containing copper or silver gauze or platinised asbestos, heated 
to about 500°, and the issuing gas is condensed to a liquid in a flask, cooled in 
ice. The liqnid is a strong solution of formaldehyde in methyl alcohol. The 
issuing gas may be absorbed in water, giving an aqueous solution of formaldehyde. 

\ykn aqueous solution containing 40 per cent formaldehyde and 
some methyl alcohol (15 per cent) is known as formal in. 

V..Pf5perties. —Formaldehyde is a colourless gas with a pungent 
smell. It may be condensed t6 a liquid (b.p. -20®). It is soluble 
in water, aloohol and ether. 

Its aqueous solution on evaporation polymerises into a white solid, 
known as paraformaldehyde or paraform, (CH20)n. It reduces 
Ft.h lin g*s solution. ‘ It gives formaldehyde vapour on heating and 
hence its use as a fumigant for disinfection. Caseous formaldehyde 
on cooling in ice-cold water gives a second polymer, metaformaldehyde 
or trioxymethylene, (CH^O),,. It is a white solid (m.p. 63®) and does 
not give characteristic aldehyde reactions,* but like paraform it gives 
formaldehyde on heating. It possesses a cyclic structure: 


*\ 0 — 
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When a solution of formaldehyde is treated with lime water, it slowly poly-* 
merles into a mixture of substances, known as formoie, some of which have 
tlio formula (ClljiO)^ or fljHjjOj and belong to the sugar group. This reaction 
has a bearing on the synthesis of sugars by plants. Under the influence of sun¬ 
light and chlorophyll (green colouring matter of plants) and in presolice of 
moisture, plants feed on carbon dioxide—the carbon being assimilated by plants 
and converted into carbohydrates, and the oxygen is set free. It is believed that 
t'Oj is first^ converteil into formaldohyile, which then polymerises into sugar and 
eventually into starch and cellulose, formaldehyde has been detected in plant * 
leaves. The conversion of formaldehyde into starch Wy plants has been observed 

Formaldehyde Sugar Starch/cellulose 

Formaldehyde gives characteristic aldehyde reactions like acetaldehyde, but 
it difftr^n some re.spects. This is mentioned under acetaldehyde. 

—^Formaldehyde has many uses: (i) It is used as an antiseptic and 
disinfectant, for disinfection formalin is used in tlie form of spray or paraform 
is vaporised over a lamp. 

(ii) Formalin i.s used as a preservative for biological and anatomical speci¬ 
mens. Its use as a preservative hir milk is forbidden. A very dilute solution 
is used as internal antiseptic. 

(ii) It hardens glue and gelatin and render them insoluble, and hence its 

use as a tannin .substitute in leather industry. It finds use in making synthetic 
tauniii. ^ 

(iii) It is used in making synthetic resins, e.g., bakelite (phenol-formalde¬ 
hyde plastics), 'plasl’on (urea-formaldehyde plastics), and gcdldlith (casein plastics). 
Bahdite, a hard* infusible* resin, (so named after its discoverer Baekeland) is 
made by heating phenol and formaldehyde in presence of ammonia. It finds use 
in making electrical insulating materials, phonograph records, fountain pen, etc. 
ffaflalith is made by hardening casein (a milk protein) with formaldehyde, aukl 
i.s used as a substitute for ivory, horn, or tortoise shell, and in making buttons. 

(iv) It is used in making synthetic dyes, and in making throat lozenge— 
forimmint is a mixture of lactose and formaldehyde. 

VAcetaldehjrde, CH 3 CHO, is made: (i) by oxidising etliylalcolinl 
with* sodium or potassium dichromate and concentrated sulphuric 
acid, in the laboratory. CHaCH^OH-fO = CHgCHO-fHjO. 

vfceifairation. —Coarsely powdered sodium dichromate (100 g.) and water 
(400 c.c.) are placed in a two litre flask fitted with a tap funnel, and attached 
to a condenser and receiver. Ice-cold water circulates through the condenser and 
the receiver is cooled in ice. A mixlnre of absolute alcohol (125 c.c.) and con¬ 
centrated sulphuric acid (75 c.c.) is slowly run into the flask. The flask is 
heated on a water bath, and the distillate which contains acetaldehyde and some 
alcohol and water, collects in the receiver. 


The distillate is then taken in a flask* fitted with a fractionating column 
and gently warmed from a water bath, when acetaldehyde (h.p. 21“) passes over 
(leaving alcQ^ol and water behind) and is led into dry ether taken in a wasJi 
bottle, cooled in ice. • 


The ethereal solution is then saturated with dry ammonia gas, when crystals 
of acetaldehyde-ammonia deposit. The crystals are sepafeted and decomposed 
■bv distilling with dilute sulphuric acid. The distillate of acetaldehyde is dried 
over calcium chloride and re-distille^ Pure a^taldehyde is collected in a ice- 
cold receiver. CHa.CHO -h NH, — CHj-CH{OH).NHj 

^ CH3CH(OII).NH2-kH2SO, = CH,CHO-i-Nn,HSO, 

by idstilling a dry mixture of calcium acetate and calcium 
formate. ^ 

^^HCOOCa' = CH,CHO-fCaCOa (Ca'=a half-atom of calcium). 
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by passing vapours of acetic acid and formic acid over a 
catalyst of manganous oxide, MnO, at 300°. 

CHgCOOH+HCOOH = CH 3 CHO+H 2 O + COJJ 

4 * by passing a mixture of alcohol vapour and air over copper 

or silve^catalyst at dull red heat. CHgCHjOH + O = CH 3 CH 0 ^-H 30 . 

by reduction of acetyl chloride by hydrogen in presence of 
Vpalladium at 150°. CH 3 COCI+H 3 = Cn 3 CHO+HCl. 

All the above processes illustrate general methods for the preparation 
of aldehjjfdes. 

\(>i) by hydration of acetylene by passing into a 20 per cent 
sulphuric acid containing mercuric sulphate as a catalyst, and kept 
at about 80°. Acetaldehyde is separated by fractional distillation. 

CH = CII+H 3 O = C11,0110 

Methods (iv) and (vi) are used for commercial preparation of acet¬ 
aldehyde. 

—Acetaldehyde is a coloui'less gas (b.p. 21°) with a 
suffocating smell. It is soluble in water, alcohol and ether. 

General properties of acetaldehyde and acetone. —The chemical 
properties of acetaldehyde, CH 3 CHO, and acetone, GHj-CO-CH,,, are 
similar in many respects, and this is due to tie presence of carbonyl 
group, >C=0, in both. 

P’ormaldehyde, H.GHO, al^o closely resembles acetaldehyde in 
chemical properties. Their similarities and differences are shown as 
follows: 

'^il^xidation : Aldehydes readily undergo oxidation (with dichro- 
|matc and sulphuric acid), giving acid with same number of carbon 
atoms. Acetaldehyde gives acetic acid, and formaldehyde formic acid. 

GH 3 CHO + O ^ GHaGOOH (acetic acid) 

H.GHO+ 0 = H.GOOH (formiracid). 

Ketone, e.g., acetone, is far less readily oxidised. On drastic 
oxidation, it gives acid with fc.wer carbon atoms. 

GII 3 -GO-GJI 3 + 2 O 3 =- GH 3 COOH+ 003 + 1130. 

j5^^i\),^Reduction : Aldehydes on reduction with sodium amalgam 
and water, yield primary alcohols; acetaldehyde gives ethyl alcohol, 
and formaldehyde methyl alcohol. GIT^.GHO + Hj — GH,.GH.,0H 

H.GHO+ H 3 r. H.CHjOIT (methyl alcohol) 

A ketone, on being similarly reduced^ gives a secondary alcohol; 
acetone gives isopropyl or secondary propyl alcohol. 

0>i CH3GO.GH3 + H3 = GH 3 GH( 0 H)GH 3 (isopropyl alcohol) 

^ji^^ddition reactions: (a) Aldehydes and ketones yield*, the 
additive compound, cyanhydrin, with hydrocyanic acid, HCN. 

CH3CHO + HGN — CH 3 CH( 0 H)CN (acetaldehyde-cyanhydrin). 

HCHO+HCN = HCH(OH)CN (formaldehyde-cyaphydrin) 

( 0113 ) 300 + HCN = (CH 3 ) 2 C( 0 H)CN (acetone-cyanhydrin) 
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'On being shaken with cold saturated solution of sodium 
bisulphite, NaHSO-, aldehydes and ketones yield bisulphite addition 
compound. ® 

CHjCHO + NaHSOj = CH,CH(OH)SO,Na 
HCHO+NaHSOg = HCH(0H)S03Na 
^ (CH3)3C0 + NaHS03 = (CH3)^C(0H)S03Na 

'^t^^cetaldehyde gives acetaldehyde ammonia, a crystalline solid 
witlTnry ammonia gas; CH3CHO + NH3 = OH3CH(OH)NHa 

Formaldehyde does not form aldehyde-ammonia. With ammonia 
it gives hexamethylene tetramine, (CH2)gN4, a colourless crystalline 
solid, which is used in medicine under the name hexamine. mo tropin e 
or aminofora* GCH^O (formaldehyde) •f 4 NHg = (CH3)3N4-f6H20 

Like acetaldehyde, acetone also forms additive compound with ammonia, 
but at a low temperature (—65'’) only. 


(CHJ.CO ■+■ NHg = {CH 3 ),C(OH)NHj (acetone-ammonia) 

But at ordinary temperature acetone forms a complex substance, diacetone 
amine^ith ammonia. ^ .v 

Reaction with hydroxylamine, NHaOH , (hydrazine, NHo.NHj 
and yhenyl hydrazine, NHg.NHCgH,, efcT^ , / 

'(aj'^ddohydes and ketones react with hydroxylamine, giving 
oximes, with feliminatibn of water. 


CH3CHO -f HgNOH —^ CH3CTT = NOn (acetaldoxime) -j-HgO 

HCHO-f-IIgNOn -> HCII=N 0 I!-j-H 20 


(CH3)3C0+HgNOH —^ (0113)30 =NOH (aoetoxime) + H3O 

^-(b)^'Hydrazine reacts similarly with aldehydes and ketones, yield¬ 
ing Jiydrazones with elimination of water. 

OHgCHO-f-HgN.Nllg -> 0H3.0H=N.NH3-hH30 
UCHO-i-HgN.Nllg-> II. 0 H=.-N.NH 3 -t-n 30 
(0113)300+H3N.nh 3-> (on3)30=N.NH3-hn30 
vXcM^henyl hydraziui; reacts similarly, giving phenyl hydrazoncs , 
of aldehydes and ketones. 

OH3CHO -f HgNNHOrllg —>0H3CH:=NNH0eH3 -f-HgO 

HCHO-fHgNNHO.nJ -> TlOH^iNNHCeH.-hHgO 

(OHgJgOO-t-IIgNNIlOgH, -> (CH3)3C = NNHO3H3 H* H3O 

(d) Semicarhazide, NH 3 .NHCONH 3 , reacts with aldehydes^ and Jketones, 
giving aeinicarbazones which are crystalline and have definite molting points, and 
hence useful in the identificiition of aldehydes and ketones^ 

CHgCHO - 1 - H.N.NHCONH, -> CH,CH = N.NHCONH, + H,0 


(CHgl^CO + HgN.NHCONH, (CH^lgC-N.NHCONH, -f H^O 


''*J^%')'''''^action with Gri^ard reagent: The aldehyde and ketone 
form additive compounds with Grignard reagent (such as methyl 


magnesium bromide, OHjMgBr), which on hydrolysis yield alcohols. 
Formaldehyde gives a primary alcohol, acetaldehyde a secondary 
alcohol and acetone a tertiary alcohol. ^ 
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CPI3 = 0 (formaldehyde)+ CPT3MgBr = CHaCPI^-OMgBr 
01130113-OMgBr+H.OH = 0H30Il30II+Mg(dH)Br 
OH3OHO + 0H3MgBr = (CH3)30H - OMgBr 
(OH3)30n-OMgBr+H.OH = OH3-OH(OH).OH3 + Mg(OH)Br 
(0113)300+ 0H3MgBr = (0H3)30-OMgBr. 

(0H,)3-O-OMgBr+H.01T = (0H3)30(0H)+Mg(0H)Br 
^ ^ Tertiary butyl alcohol. 

1 /“^V^vi) Reaction with PCI,. —Aidchyties and ketones react with 
giving dicholoroparathns, but no 1101 is evolved. Acetalde¬ 
hyde gives ethylideiie ehloT’ide, OHjOHOlj, and acetone gives /i/j- 
dicliloropropane, CHg.C'Ola.tJHj. 

01130110 +PCI., - 0113011013+ POOI3. 

(’ll30OCH3 + rOi3 CFT3.OCI3.OH3+POOI3. 

The i.Uchlorop.araflrins thus formed, yield back acetaldehyde and acetone on 
hydi'olj’sis with hot aqueous alkali. 

CH 3 CHC 13 + 2NaOH = CI1,(T10 + 2XaCl + 
i;H 3 .CC 13 .CH 3 .+ 2NaOH --- CH^COCHj + 2NaCl + H,0 
/ii) Reaction with alcohol. —Aldehydes react with alcohol in 
presence of 1101 gas, giving acetals. Acetone dr<es not give acetal. 

01130110+21IOO3II,, - (acctai) + H .30 

V ilOl 10 +21100113 = 11.(311.(00113)3 (motbylal)+H3() 

Reaction with caustic soda or potash. —Acetaldehyde gives 
a brown resiiunis mass, known as aUrJiyde-resiu^ with caustic alkali. 
Btii acetone gives no such resin with caustic alkali, formaldehyde 
also gives no rt'sin. When formaldehyde is heated with aqueous 
caustic, alkali, it gives methyl alcohol and formate. One molecule of 
formaldehyde is reduced to, methyl alcohol at the expense of tlie oth^r 
which is oxidised to formic acid: This is Cannizzarro’s reacti on^ 

nClII) -i IIGHO !-Na()ir 1 K' H ..011 + ll( 300 Na+1130 




Aldol condensation. —In presence of dilute alkali or aqueous 
^luTion of potassium (iarbonate in the cold acetaldehyde is converted 
into a syrupy liquid, called aldol (which is both aldehyde and alcohol 
and hence the name, aid (ohyde-alcoh) ol. Aldol is formed by the 
condensation of two molecules of acetaldehyde. The reaction is called 
aldol condensation (31130110 + 01130110 Gir3CH(0II)CH3CH0 
(aldol). Formaldehyde does not give aldol condensation but givers 
Cannizzaro’s reaction in presence of alkali. 

' Cl’ixe aldol rondensalion involves the addition of a-kydrogen atoms {i.c., Ihe 
hydrogen atoms on tlie carbon atom immediately adjacent to the carbonyl group) 
on the carbonyl group. If there is no ,i-hydrogen atoms or the carbon next to 
carbonyl group, no aldol conden.sation takes place. 

The Cannizzaro’s reaction, on the other hand, is given by aldehydes which 
possess no a-hydrogen atoms. Thus forrnaldehydo gives Cannizzaro’s reaction 
but fails to undergo aldol condensation 

Acetone, however, undergoes aldol condensation in presence of 
baryta water, giving diacetono alcohol. 
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(CH 3 ) 2 C = O + H 3 C-CO-CH 3 = (CH3)3.C(OH).CH3.00.CH3 

Diacetone alcohol. 

^,,^^!^3^5^olymerisation. —Like formaldehyde (p. 34), acetaldehyde 
readily polymerises, but acetone does not. 

On adding a drop of Concentrated sulphuric acid to a solution of 
acetaldehyde, the latter polymerises into a colourless, pleasant smell¬ 
ing liquid (b.p. 124®), paraldehyde, (CHaCHO)^. It does not give 
characteristic aldehyde reactions. It has a pycUc structure. It is a 
soporific. By the action of dilute sulphuric acid upon acetaldehyde 
at low temperature, a solid polymer, metaldehyde, (CHjCHO)^ , is 
formed. It is used as a fuel (meta fuel). Metaldeliyde on distilla¬ 
tion with dilute sulphuric acid, gives back acetaldehyde. Therefore, 
polymerisation of aldehydes is a reversible process. 

^ l^i) ^Reducing property. —Aldehydes are readily oxidised and 
heiice arc strong reducing agents, (a) Both acetaldehyde and formal¬ 
dehyde reduce ammoniacal silver nitrate solution to metallic silver, 
on wanning. 


Cir^ciro + Ag^o = Cn3COOH-F2Ag ; 

H . CHO -I- Ag./) = H€OOH + 2 Ag 

(b) Both acetaldehyde and formaldehyde reduce Fehling's solu¬ 
tion on boiling, giving a red precipitate of cuprous oxide. 

Cl 1,(3110+ 2GuO 011300011-HCU3O ; 

HOHO -h 2CuO == HOOOH + Cu^O^ • 


Kehliiig'iJ bolulion oontains copper suuphatc, caustic soda and sodium potassium 
tartrate (RoolieUc salt), and is deep blue in colour. 

Acetone has no reducing property. It does not reduce ammo¬ 
niacal silver nitrate or Fehling’s solution.. 

Action on SchifFs reagent.^“^etaldchyde and formal de- 
hyde gives purple colour with Schiff’s reagent (which is magenta 
solution made colourless with sulphur dioxide) in the cold. Acetone 
d^s ordinarily restore the colour of Schiff’s reagent. 

reactionN=^Vith bleaching powder solution or 
chlorine and caustic soda solution both acetaldehyde and acetone give 
chloroform (p. 21). Similarly, with bromine or iodine and caustic 
soda, they give bromoform, CHBr^, and iodoform, CHI 3 . This is 
known as'haloform rection. Formaldehyde does not give this reaction. 

" CH3CHO-i-5NaOCl = CCla.CHO-i-SNaOll’ 
CCl3C110-i-Na0H = CHCl3-t-HC00Na’ 

Acetone reacts similarly. 


Uses of g^cetaldehyde. —Paralydchydo is a hypnotic. Metaldehyde is used as 
. 1 . fuel. Acq(.ali<lehyde is n.sed in the preparation of acetic acid, ethyl alcohol, 
ai’Ptic anhydride, elliylacctatc^aiid aldol. 


Tests for formaldehyde and acetaldehyde. —Both formaldehyde and acetal¬ 
dehyde reduce ammoniacal silver nitrate and Fehling’s solution, and restore 
.colour of Schiff’s reagent. But formaldehyde differs from acetaldehyde in its 
; reactions with : 
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ammonia (p. 37), \lijr'^c^stic soda (p. 38) and \o)'''i^ine 


and caustic 


..caustic soda (p. 38) 

soda (p. 39). 

Certain colour reactions are also distinctive : 

(i) An aqueous solution of formaldehyde gives a rose-red colour, on addition 
of 2 C.C. of 1% phenyl hydrazine hydrochloride, solution, then 1 c.c. of 6% 
potassium ferricyanide solution and finally about 5 c.c. strong hydrochloric acid. 
This is Schryver’s teat for formaldehyde. 

(ii) Aqueous formaldehyde develops an intense indigo blue colour, on addition 
of 1 c.c. of 1% solution of phenyl hydrazine hydrochloride, then 1 c.c. of sodium 
nitroprusside solution, and finally excess of caustic soda solution. 

(iii) Acetaldehyde solution gives a blue colour on the addition of aqueous 
sodium nitroprusside and piperidine. 

(iv) A cherry-red colour develops, on adding sodium nitroprusside solution 
excess of aqueous caustic soda to acetaldehyde solution. 


and az 


Common reactions and products of acetaldehyde and acetone*- 

Beagent 


Acetaldehyde 


(i) 

(“) 

(iii) 

(iv) 
(V) 

(vi) 

(vil) 

(viii) 

(ix) 

(X) 


HCN 

NaHSO, 

NH,OH 

NH,NH, 

NH^NH'O.H, 

NH.NHCONH, 

PCI, 

1, & NaOH 
Chlorine ■ 
Aldol condensa¬ 
tion 


Cyanhydrin 
Bisulphite compound 
Acetaldoxime 
Hydrazonc 
Phenyl hydrazone 
Scmicarbazonc 
Kthylidcne chloride 
Iodoform 

Trichloro acetaldehyde 
Aldol 


Acetone 


Cyanhydrin 
Bisulphite compound 
Acetoxime 
Hydrazone 
■ Phenyl hydrazone- 
Semicar ba zone 
/?;8-dichloropropaue 
Iodoform 
Trichloro acetone 
niacolono alcohol 




Reactions where acetaldehyde and acetone differ.- 


Reagent 


.tcctaldehyde 


Acetone 


(i) Reduction 

(Na-amalgam -+• H,0) 

(ii) Oxidation 
(KjCr,0,-|- H,SO,) 

(iii) NH, 

(iv) Cauatio soda 

(v) Polymerisation 
by H,SO, 

(vi) Ethyl alcohol 

(vii) Schifi’s reagent 
(viii) Ammonial silver 

nitrate 

(ix) Pehling’s solution 


I Primary alcohol 
1 CH,CH,OH 
1 Acid witli same number 
! of carbon atoms 
I Aldehyde-ammonia 
' Aldehyde-resin 
I Paraldehyde and 
rnetaldehyde 
I Acetal 
j Pink colour 
j Silver mirror 

I 

I Red precipitate 


, Secondarv alcohol 
CH,-CH(OH)-CH, 

Acid with fpv'er carbon 
atoms, e.g., CH,COOH 
Acetono-aminc 
No resin 

No polymeris-alion 

No reaction 
No reaction 
i No reaction 

No reaction 


^'^^4^1ymerisatioii.—^When acetylene is passed through a red-hot 
tube, benzene is formed: SGjHa —>• CgHg. * Such a reaction in which 
a simple substance is changed into a complex one of the same empi- 
Tteal formula but having a molecular weight equal to several multiples 
of parent substance, is known as polymerisation. The complex 
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substance formed is the polymer of the original substance which is 
called the monomer. Polymer has the same empirical formula as the 
monomer but different molecular formula. Benzene is a trimer of 
acetylene. Polymerisation is usually reversible, as in the case of 
polymers of acetaldehyde (p. 39), but this need not be so. Ethylene 
on "polymerisation gives the synthetic resin pphjthenc. 

Condensation. —When acetone is distilled with concentrated sul¬ 
phuric acid, it yields mesitylene (trimethyl benczcne), a liquid boiling 
at 163®. Three molecules of acetone interact, with elimination of 
water and forming mesitylene. 


« 


CH 



\ 


CH 

CH 3 —CO 

1 

CO—Oil, 

> CH,-C 

j^C-CH; 

CH, 

CH, ~ 

/ 

flC 

IIqii 


CO 


C 


1 

CH 3 


1 

OH 3 


-f 3H,0 


Such a process in which two or more molecules of the same or 
difPereiit substances combine, usually, but not always, with elimina¬ 
tion of water, alcohol, IIGl, etc., is known as condensation, and the 
substance formed is Ahe condensation product —the combination is 
caused by tin? union ef carbon atoms and hence the condensation 
product is of stable character. Mesitylene is formed with elimina¬ 
tion of water, but in the formation, of aldol nothing is eliminated. 
But in both oases new linkage between carbon atoms of the original 
molecules develop, and consequently they can not be easily splitjpup 
into ihe original molecules. 

Acetone, ditnethyl ketone, CHa-CO.OHj, occurs in traces in 
normal urine, but in the case of diabetic patients, the quantity in¬ 
creases. It also occurs in trace in blood. 


Acetone is made commercially; (i) by dry distillation of calcium 
acetate. The method is also suitable for laboratory preparation. 

CHXOOCa' 

, — OltjC'CCTIa-fCaCOg (Ca' = a half-atom of calcium). 

CHj.COOCa 

Dry calciura acetate 
(30 g.) is heated first slowly 
and then stroi^ly in a retort 
attached to .a. condenser and 
receiver (fig. 3). The distil¬ 
late is crude acetone. It is 
shaken with saturated solu- 
....tion of sodium bisulphite, 
when crystalline acetone- 
bisulphite is deposited. This 
is filtered and decomposed 
, by disstillation with sodium 
carbonate solution. The 
acetone passes over. It i.s dried over calcium chloride and redistilled to get pure 
acetone. ^ 

CH,.C0.CH3 4 NaHS 03 ^ (CH,) 3 .C( 0 H).S 03 Na 



Fig. 3 
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2(GH3)j.C(0H).S03Na+Na2C03 = 2(0113)300+ 2NaaS03+H30+C02 

jThe calcium acetate (the grey acetate of lime of commerce) is 
obtained by neutralising the acetic acid of the pyroligneous acid (p. 
25) with milk of l.ime. Acetone is also recovered from crude wood 
spirit 'by fractional distillation (p. 25). ' 

(ii) by passing acetic acid vapour over manganous oxide, MnO,, 
catalyst at 300® ; 2 CH 3 OOOH = CH 3 C 0 CH, + 003 +H 20 

(iii) by oxidation of* isopropyl alcohol by means of air in presence 
of heated copper catalyst, or by dehydrogenation by passing over 
heated copper. CH 3 .CH( 0 H).CH 3 -i -0 CH 3 .COCIT 3 +H 3 O 

Isopropyl alcohol, OH,.(IH(OH),CH,. is made by absorption of propylene, 
CHgCIl = CHj, (from cracked petroleum) in concentrated HjSO^, and then hydro¬ 
lysing the product by heating with dilute H 2 SO 4 . 

CH,-CH = CH, 4 - H,SO, = CII,.CH(HSO,)CH, 
CH,.CH(HSOJ.CH, + II,() = CH,,.(1H(0H).CH, + H,0 

(iv) by fermentation of starch of maize and rice (Weizmann 
process) iu presence of an organism {Fcrnhach's bacillus) which con¬ 
verts the starch mainly into a mixture of butyl alcohol and acetone. 
The acetone is separated by fractional distillation. 

(v) by passing a mixlure of ethyl alcohol vapour .•’iid stenm <iver a healed 
catalyst containing iron and calcium : 

2CH,,CII,OH -f 11,0 CH,COrH, + 4H, -|- CO,. 

(vi) by passing a mixture of acetylene and steam over heated zinc oxide 
catalyst : 2C,H, + 3H,0 - CH^COCH, + 2H, -f CO,. 

Properties. —Acetone is a colourless liquid with a pleasant smcdl 
(b.p. 56‘5®). It is soluble in water, alcohol and ether. Its sp. pr. is 
C-792 at 20°. 

Thei’e are many common reactions of acetone and acetaldehyde ; 
tliev have been discussed together under aeetaldehvcle. 

Uses. —Acetone is ii.scil as a nolrrut for nit^'ocollulosc in making cordite. an<l 
for storing acetylene. It is used in making chloroform, iodoform and sulphonal 
(a hypnotic), and in spinning cellulose acdale rayon. Chloretonc. a specific 
against sea-sickness, is made bv the action of polash on a mixture of acclonc and 
chloroform. (CH,),.CO + CHCI, - (CH,),.C(OH).CCl,. (cldorctone). 

Tests. —(i) Ij ike ethyl alcohol acetone gives iodoform reaction wilh iodine and 
caustic soda solution (p. 29). But unlike ethyl alcohol, acetone also gives an 
iodoform reaction with iodine and aqueous oiniiionift (in place of caustic soda). 
Hence acetone js distinguished from ethyl alcohol. 

(ii) A freshly prepared solution of sodium nilroprussidc on being added to 
acetone and then made alkaline with caustic soda, develops an orange rod colour 
(Legal’s test). ^ 

Jnv/ * Chloral, triohloroacetaldehyde, COL,.OHO, is formed by the ehlo- 
P^lmion of acetaldehyde. CH.,.GnO-f BOlj = COlg.OHO-pSIIOl. 

Ghloral is made by saturating ethyl alcohol with chlorine first at ordi¬ 
nary temperature, and finally at 90° for‘several days—chlorine 6 rst 
oxidises the alcohol to acetaldehyde, which is then chlorinated to 
chloral. CH 3 .CH 3 OH 01, = CH 3 .OHO -f 2HG1 

CH3.CHO.f-3Cl3 - CC13.CH04-3HG1 
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Chloral is .an oily liquid (b.p. 98®) with a penetrating smell (sp. gr. 
1*506 at 20“). Jt closely resembles acetaldehyde in its reactions. 

It gives trichloroacetic acid on oxidation with boiling nitric 

acid. 

CCI3.CHO + O = CJClg.COOH (trichloroacetic acid). * 

It is decomposed by hot aqueous alkali, giving chloroform and a 
formate. NaOH + OCl^.CHO =■ OJICla +HCOONa. 

On shaking with one molecular proportion of water chloral gives 
chloral hydrate, CCl 3 .(.^n(OH) 3 , a crystalline solid, ra. .57®, readily 
soluble in water. Chloral hydrate is a rare exampple of a compound 
having two OH groups linked to the same carbon atom. Chloral is 
used in medicine as a soporific. 


VITI 


FATTY ACIDS 

Fatty acids. — Formic acid, ITCOOIl, and acetic acid, CH 3 COOH 
are the first two members of a aeries of homologous saturated mono¬ 
basic acids, known as fatty acids. They arc so called as two of the 
higher members —palmitic acid and stearic acid —arc present in animal^ 

fats. All acids of the series have the general formula ll-C-OTT, 

w'here, E is an alkvl group, except formic acid which has the formula 

0 ‘ 0 

^ ^ . 

TT-(/-f)TI. The carboxylic group —C-OH, is the oharacteristic of all 

organic acids. The fatty acids contain one - COOIT group and are, 

therefore, mono carboxylic acids. It is the hydrogen atom of the 

— COOH group which is replaceable by metals, forming salts. 

The formaldehyde, 11-ClTO, and acetaldehyde, CH 3 -CHO, on 
oxidation give formic and acetic acids respc'clively 


/ 


IT 




0 


/ 


n 


1 r - c -0 -!0 - li e; - on; on,—c --o o = 0113—0—011 

Tho fatty ac-uls may be re;j;ar(k'(l as formed by llie stepwise oxidation of 
paraffins. The sequence of the steps arc : 

PiirafBn —v Primary alcoliol —^ Aldofiydo —^ Fatty acid 

CH, H.CIIO _> H.COOTI 

y^4irmic acid. HOOOIL- -Formic acid occurs in the stings of ants, 
bees and wasps and is partly responsible for tlie irritating action of 
their sting. It w'as first isolated by distilling red ants with water, and 
hence the name from the Latin formica, an ant. Formic acid is formed 
by: (i) Oxidation of methyl alcohol or formaldehyde by means of air 
in presence of platinum black: 

CH.on-hO - neno hTLO; neno-t-o ncoon 

(ii) Hydrolysis of hydrocyanic acid, HON, by boiling with aqueous caustic 
soda or strong hydrochloric acid : HON -1- 2H3O = HCOOH 4 - NH,. 
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(iii) Decomposition of chloroform by heating with alcoholic potash. 

CHCl, + 4KOH = HCOOK + 3KC1 + 2H,0. 

Formic acid is prepared: (a) In the laboratory by decomposition 
of oxalic acid in presence of glycerol. When heated alone, oxalic acid 
decomposes into formic acid and carbon diox'de, but the yield is poor ; 
when heated with glycerol, the yield is much better. 

HOOC.COOH (oxalic acid) = H-COOH+CO^ 

Glycerine remains unchanged at the end of the action. 

The reaction in presence of glycerol is believed to be as follows : Glycerol first 
reacts with oxalic acid, forming glycerol mono-oxalate, which then loses COj, 
giving glyceryl monofgniate. The monoformate is finally hydrolysed to formic 
acid and glycerol—the oxalic acid itself acting as a catalyst. 

(y OHjOH + HOOC-COOH CH.O-OC-COOH + HjO 



CHOH 

I 

CH,OH 

Glycerol Oxalic acid 
CH.O.OC.COOH 
I 

CHOH 

I 

CH^OH 


—> 


CH,O.OC.H + H.OH 


Qrn] ohoh 

CH,OH 



CHOH 

I 

CH,OH 

Glycerol mono-oxalate 
CH,0-0C.H -f CO, 
I 

CHOH 

I 

CH..OH 

Glycerol mtno-formatc 
' CH,OH 

1 

CHOH + HCOOH 
I 

CH,OH 


Preparation. —Equal weights (50 g.) of oxalic acid and glycerol are 
heated ever a wire gauge in a retort fitted with a condenser and 
reeciver. The temperature is kept at about 105®-110° until evolution 
of CO^ ceases. The liquid is then distilled until the temperature 
reaches 120 ®—^the distillate is aqueous formic acid. 

When larger quantity •£ formic acid is needed, a further quantity 
of oxalic acid is added before distillation, and it is decomposed at 
105°-110° as befere until evolution of CO 3 slackens. The liquid is 
then distilled. 

The aqueous solution of formio acid is boiled with excess of 
litharge and filtered hot—on cooling crystals of lead formate are 
deposited. 2HCOOH-t-PbO == (nC 00 ) 3 Pb-i-H 3 O 

The lead formate is dried and then decomposed by passing HjS over 
it at about 11Q°. Anhydrous formic acid passes over and collects in 
a cooled receiver. (HCOO) 3 Pb-i-H 3 S = ‘ 2 HCOOH-f PbS. 

Concentrated sulphuric acid decomposes formio acid, giving off CO, 
and hence is unsuitable for its preparation from a formate. 


HCOONan-HaSO, = NallSO.-f CO-i-H^O 

(b) Industrially by passing carbon monoxide ulider a pressure of 5-10 atmos¬ 
pheres over caustic soda at 2(W® ; sodium formate is thus formed. Dilute HjSO* 
liberates formic acid from sodium formate. 

NaOH -t- C = 0~> H-C-ONa 
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Sodium formate gives pure anhydrous formic acid by distillation with sodium 
bisulphate. HCOONa + NaHSO* = Na,SO« + HCOOH. 

Properties. —(i) Formic acid is a colourless liquid (b.p. 101°) with 
a pungent irritating smell., It is highly corrosive and blisters tins skin. 
It is soluble in water, alcohol and ether. It is a fairly strong acid and 
liberates COj from carbonates. It is a stronger acid than acetic acid. 
Its salts are soluble in water, except silver and lead formates which 
are sparingly soluble. • 

(ii) Formic acid and formates are decomposed by concentrated 
sulphuric acid, giving off CO. The sulphuric acid acta as a dehydrat¬ 
ing agent; HCOOH CO-i-ILO. 

(iii) Formic acid and formates are strong reducing agents. Formic 
acid reduces ammoniacal silver nitrate solution on warming, deposit¬ 
ing metallic silver. HCOOH-f-Ag^O = 2 Ag-i-C 03 -fH 30 

It decolorises acid IvMnO^ solution on warming. But it cannot 
reduce Febling’s solution. The reducing action of formic acid which 
distinguishes it from acetic acid points to the presence of the aldehyde 

group in the molecule. H—C—OH. • 

Its structure shows that it is unique in being both a carboxylic 
odd and an a*ldcdi.ydc.* 

(iv) On heating at 400° sodium formate gives sodium oxalate and 
hydrogen is evolved. The reaction is used in the manufacture of 
(jxnlic acid. 

H.COONa COONa 

= H,-|- I (sodium oxalate) 

H.COONa ' COONa 

(v) Formic acid forms esters with alcohols; with ethyl alcohol it 
gives the estfer ethyl formate; 

IT.COOH-fllOCjr, HCOOCjHj (ethyl formate) -t- H,0. 

(vi) Ammonium formate on heating gives formamide : 

IKTIONIT^ = HCONHj (formamide) + H^O 

Uses.'tl'orniie acid is used r (a) in tanning and electroplating, (b) in coagulat¬ 
ing rul^e^alex, and (b) in dyeing wool wnd cotton. 

^'^eCetCc.'aeid, CH3COOH, has long been known under .the name 
of vinegar, and is formed when beer gets sour. The lyime ‘acid’ is 
derived from Latin acetnm, meaning vinegar. 

Acetic acid is formed as follows: (i) Hydrolysis of methyl cyanide 
by heating with aqueous alkali or strong mineral acid. 

CH 3 CN + 2 H 2 O =,CH 3 C 00 Hh-NH 3 

In presence of alkali, ammonia is evolved and acetate is formed, 
but in acid medium free acetic acid and ammonium salt are formed. 

(ii) Oxidation of ethyl alcohol by prolonged heating with potas¬ 
sium dichromate and sulphuric acid, or by passing a mixture of the 
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alcohol vapour and air over platinum black at 70°. Acetaldehyde is 
similarly oxidised. 

CH3CH3OH + O =* CH3GHO + H3O; CliaCHO + O - Cil3COOH 

(iii) Sodium meihoxido, CHjO^ia, is healed* in ati atmosphere of cabon 
monoxide to about 180°. CH^.ONa + 0^0 CHj-COOKa 

Acetic acid is commonly available in two forms—concentrated 
acetic acid, alco called ^glacial acetic acid, and dilute acetic acid, 
known as vinegar. Their methods of preparation aic different. 

Glacial acetic acid is made: pyroligneous acid.— 

The pyroligneous acid (p. *25) is neutralised with milk of lime, and 
methyl alcohol and acetone are distilled off—the solution of calcium 
acetate is then evapoiated to dr^noss. The dry calcium acetate (grey 
acetate of lime) is distilled with concentrated sulphuric acid—the 
distillate contains about 50% acetic acid. 

(CH 3 COO)„Ca + Il 3 SO^ -- CaSO, + 2ClI,COOH 

This is neutralised with caustic soda solution and the solution is 
evaporated to dryness. The dr\ sodium aetdaie thus finmod is again 
tlistilled with concentrated —the distillate is glacial acetic acid. 

2CH3COONa + H3SO, - 2CII3COU1I i-Na.SO, 

Any water still present is r<unf)VPd by cooling die acid in ice, when 
pure acetic acid alone solidifies as colourless ice-like (glacial) mass 
(leaving the water behind), and hence the name glacial acetic acid. 
Pure acetic acid freezes at 1{V7° and boils at 119°. 

acetylene. —Acetaldehyde is first made by bubbling 
acetylene into hot 20% sulphuric acid containing a little mercuric 
sulphate, at about 70" (p. 16). The acetaldehyde is then oxidised by 
air at about 60° in presence of manganous acetate which acts as a 
catalyst. The glacial acetic acid is made by fractional distillation. 

CHSCH + H3O - CTIjCHO; CH3CHO hO = CH3COOFI 

Acetic acid can also be obtained by interaction between CHOII and'CO 
under high prosMure and temi>erallire in jiresetice of catalyst. 



y CH 3 .OH + C - 0. CH 3 -C-OH 

'\^Vreparatiqn of vinegar. —^Vinegar is made by fermeutatiini of weak 
ethvl alcohol with a microorganism bacterium accU (often called 
mother of vinegar) in presence of air. Air oxidises the alcohol to acetic 
acid under the influence of an enzyme, present in the organism. 

ell z vine 

CH^CH^OH + O-^ CH^CTOOH + H^O 

On exposure to air (in which the vinegar organism is always 
present), therefore, beer and a weak wine gradually go sour, owing to 
the formation of acetic acid. Strong wines (containing more than 
15^' jilcohol) such as port and sherry, do not go sour, as the organism 
CEniliOt. survive in strong alcohol. 
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In the quick vinegar process a dilute solution (5-7 jjer cent) of ethyl alcohol 
is allowed to trickle over a mass of beech wood shaviiiRS contained in a tall 
woollen vat; the shavings have previously been soaked in vinegar (which 
contains the vinegar organism) and are, thci'efore, covered witli the mother of 
vinegar. Air circulates through the vat and oxidises the alcohol as it prickles 
down, to acetic acid. A plentiful supply of air is essential; with too little air 
acetaldehyde is formed. The temperature is kept at i5°. The liquid running 
oat below contains 4-6% acetic acid, bat by allowing the liquid to trickle a few 
times through the vat, vinegar containing 14 per cent acetic acid may be made. 
Vinegar is never used to prepare glacial acetic acid, • 


Properties. —Acetic is a colourless liquid (b.p. 119'’) with a purgent 
.smell (smell of vinegar) and a sharp sour taste. Tt is corrosive and 
blisters the skin. At 16'7° it freezes to an ice-like (glacial) mass, 
called glacial acetic acid. It is soluble in water, alcohol and ether. 
Aectic acid is a useful solvent for many organic compounds, as it is 
comparatively inert towards oxidising agents. 

Reactionsformation: Acetic acid is a weak acid, 
weaker than the mineral acids HCl, HNO^ and H.^SO,. It is also 
weaker than formic acid. It is a monobasic acid and forms salts, 
known as acetates, by usual methods: 


CIT,COOH-hNaOH = CHgCOONa+lVI 

, 2CH,CpOH -i- Zn ^, (CH 3 COO) 3 Zn -i- H, 

VpiT Ester formation. —^When acetic acid is heated with alcohol, 
e.g.. ethyl alcohol, in presence of a. dehydrating agent,, usually con¬ 
cent rated T]„SO, or HCl gas, an ester and water arc formed : 

Acid-f alcohol ester-f-water 


CH.,COOH + nOC„H, 


CH,COOOjr ,4 H„0 
Etlivlacetaie 


1 ’lie reaction is reversible, and the reverse action is known as hydro- 
h/sis. The deliydrating agents absorb the water formed, and thereby 
prevent the hydrolvsis of the ester. 


lijii^^Al^lion of PC1„. —Phosphorus pentachloride acts on acetic acid, 
forming acetyl chloride, CH 3 COCI,—the OH group of the acid is 
replaced by clilorino. 

CH,CO.OH-fPCl., = Cn 3 GOCl-f-rOCl 3 -t-HCl 

Cii»^^<Ction of chlorine. —By direct action of chlorine ^the hydrogen 
atoms of file methyl group, -CH3, in CHgCOOH is replaced by chlorine 
in stages, forming monoohloro-, dichloro-, and triohloro- a'cetic acids. 

GH,.COOH + Cl„ = CH,,Cl.C001I + HCl 
CHjCl.COOH + Cl, = CHCh.COOH + HCl 
CHCh.COOH + Cl, = CCl,.COOH -f HCl 

The action is accelerated l»y sunlight or in presence of red phosphorus or 
iodine. Bromine reacts similarly, but iodine is without direct action upon 
acetic acid. 

Monochloroacetic acid, C.H 3 CICOOH, is important in organic synthesis, as 
the chlorine atom introduced in the CH,-group shows the reactivity of an alkvl 
halide: 
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(^'^ydrolysifl with moist silver oxide replaces the chlorine atom 
by OH group, giving hydroxyacetic acid or glycollic acid: 

CIIjClCOOH+AgOH = CH 2 (OH).COOH + AgCl 

(b) Alcoholic ammonia gives amino-acetic acid or glycine: 
CIIaClCOOH-i-NH, - CHaCNHJ.COOH-t-HCl 

(c) Alcoholic potassium cyanide gives cyanoacetic acid. 

CH 3 CI.COOK+KCN CH2(CN).C00K + KCI 
potassium chloroacetate potassium cyanoacetate 

(^^H^rmation of ethane.—An aqueous solution of sodium (or 
potassium) acetate yields, on electrolysis, a mixture of ethane and CO, 
at the anode, and caustic soda (or potash) and hydrogen at cathode. 
This is Kolbe’s method. 

CHgCOONa CHg 

+ 2 II 2 O = I i-2CO..-i-2NaOH-i-ir3 

CHaGOONa (Jll., 

(viVi^rmation of methane.—Sodium acetate on heating with soda- 
lime, gives methane. CJlgCOONa+NaOll -- CH^ + Na^COg 

(\^i)^ormation of acetamide.—Ammoninrn acetate on lieating 
gives acetamide, CHgCONlI, 

' CHgCOOXH, . CllgCOXJ I., J r/) 

(vi^j^’onnation of acetaldehyde and acetone.—A mixture, of 
calcium acetate and calcium formate yields acotaUlehyde, on heating 
(p. 3oj. Heating calcium acetate; alone givi's acetone (p. 41). 

(i^Formation of acetic anhydride.—A mixture of sodium acetate 
and acetyl chloride gives acetic anhydride, on heating. 

OITgCO.ONa-hClCOCHg - CHgOO.O.COOHg-i-NaCl 

Acetic anliydride 

Tlie reactions of acetic acid are typical of the fatty acids. 

\Jlifses of acetic acid. —Acetic acid is used : (i) in the preparation of acetates, 
acetic anhydride, acetyl chloride, acetone and ethyl acetate, (ii) in making 
cellulose acetate rayon, (iii) in coagulating rubber latex, and (iv) in curing meat 
and fish. It is an iinporlatil laboratory reagent and also a solvent. A mixture 
of glacial acetic, acid and chromic oxide, CrO,. is a powerful oxidising agent. 

V^he acetates. —The acetates (the normal salts of acetic acid) are mostly 
crystalline solids which are soluble in water. Sodium and potassium acetates 
are often used in organic reactions to convert a mineral acid into weaker organic 
acid. OHjOOONa 4- HCl CH,COOH + NaCl. 

Basic acetate of copper {verdigris) is a green pigment. Basic lead acetate, 
called sugar of lead because of its sweet teste, is used in medicine. Paris green 
(a mixture of copper acetate and copper arsenite) Is an insecticide. Acetates of 
iron and aluminium are used os mordants (i.e., substances which serve to attach 
the dye ‘fast’ to the cloth) in dyeing cotton cloth. The cloth is steeped in iron 
(or ahuninium) acetate solution and then steamed, when thb acetates are 
hydrolysed—the acetic acid is driven off and the hydroxides of Fe and A1 are 
deposited ,oh the fibre, where they combine with the dye and finally fix it. 
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fV'iifatiBctive tests for formic and acetic — 

Dry tests : Use solid sodium formate and acetate. 


Reagent 


(i) Dilute H,SO,. 

Warm 

(ii) Cone. H,SO^. 

Warm 

.{iii) Ethyl alcohol 

4-cotif. HjSO^; Warm 
(iv) Arsenious oxide. 

Heat* 


Formic acid 




Acetic acid 


Pungent smell of fo(mie i Smell of vinegar 
acid 


CO is given off; burns with 
blue flame 

00 is given off 

No action 


Smell of vinegar 

Fruity smell of ethyl 
acetate 

Nause-ating smell of 
cacodyl oxide. 


* Cacodyl pxide test. —On lieatmg dry acetate with a little arsenious oxide, 
AsjO.,, a nauseating smell of cacodyloxide is^roduced. 

Wet tests : Use neutral aqueous solutions of sodium formate and acetate. 


Reagent 


F’ormic acid 


Acetic acid 


-. » 


(i) FeCI;, solution ’ 

(ii) AgNO, solution 

(iii) HgCl, solution 

(iv) Acid KMnO^ soln. 


Deep red colour 
While precipitate, blackens 
on heating , 

While precipitate of Hg^Cl, 
Decolorises 


Deep red colour 
White precipitate 

No change 
No change 


General methods of preparation of fatty acids.-- 

(i) Oxidation of primary alcohol gives acid with the same number of carbon 
atoms. R.UH.OH + 0, -= R.COOH + H^O 

(ii) Hydrolysis of alkyl cyanide with boiling alkal' or tnincral acids. 

R.t’N + H,0 + NaOH = R.COONa + NH, 
n.CN -I- 2H,0 -I- HCI R.COOH + NH,C1 

(iii) Hydrolysis of esters with acids or alkalis, 'riie alkaline hydrolysis, of 
esters is called saponification. RCOOCH, + NaOH - RUOONa + CHjOH. 

Higher fatty acids, e.g., palmitic and stearic acids, are obtained from fats 
and oils by this process. > 

(iv) He,^ting a dicarboxvlic acid having two -COOH groups linked to the' 
-same carbon atom. HOOC-COOH (oxalic acid) = H.UOOH + CO, 

’ IIOOC-CH,-COOH (malonic acid) = CH,,.COOH + (X),. 

(v) Grignard synthesis of acid.— -In this process jfO, is passed into a 
mixture of alkyl halide and Mg in dry ether medium, and then the mixture is 
acidified with HCI, e.g. OH|Br + Mg = CH,MgBv 

' 

CH,MgBr f 0=C=0 _> CH^-C-OMgBr 
(JH3-C0-0MgBr + HCI _> CH^-CO.OH + MgBrCl 

The methods (ii) and (v) offer routes for preparing acids from Icuvnr alcohols, 
since the alcohols may be readily converted into alkvl halides (p. 17) e.ir.. 

redP&Br KCN H,0 . . 

CH3OH- ^ OH,Br - y OH,ON CH,COOTI. 


IT~4 





IX 

DERIVATIVES OF ACIDS 


Add or aqrl chlorides^ B-G" Cl, may be regarded as acids in which 
the OH of Jljhe -COOH g^up is replaced by a chlorine atom. Acid 
chlorides may be formed by the action of phosphorus tri or penta- 
chloride or thionyl chloride, SOCla, upon a fatty acid: 

SB.dOOH+PCla = 3B.CO.CI+H3PO3. 

The reaction with acetic acid gives acetyl chloride, CH3COCI. 
3CH,COOH + PCI 3 = 3CH,COCl + H 3 POa. 

CH.COOH + PCI3 = CH.COCl + POCl, + HCI. # 

CH.COOH + SOCI3 = CH3COCI + SO3 + HCI. 

Acetyl chloride, OH 3 GOCI, is the most important acid chloride; CH 3 CO- is 
the acetyl group. Formyl cMoride, HCOCl, is unknown. 

yV Acetyl diloiide, OH3COCI, is formed by the action of phosphorus 
tnV or penta- chloride, or thionyl chloride on glacial acetic acid. 

Preparatioii.—Phosphorus trichloride (40 g.) is slowly added from a tap funnel 
to glacial acetic acid (50 g.) taken in a distilling flask iittcd with a condenser 
and receiver. The receiver is attached to a soda lime tower to absorb hydrogen 
chloride fumes. The flask is gently warmed on a water bath to 40“—50°. As 
soon as the evolution of hydrogen chlor^e slackens, the water bath ia heated to 
boiling, when acetyl chloride distils at '55*. 

Properties. —Acetyl chloride is a colourless fuming liquid (b.p. 
^>5*) witn a pungent smell, and strongly fumes in moist air. Its 
uhemical resections are: 

(i) HyArolyi^: It is vigoroulsy decomposed by water, giving 
acetic acid. CH3COCI+HOH =, CH3COOH+HCI. 

(ii) Alcoholysis: It reacts with alcohol, giving esters ; ethyl 
alcohol yields ethyl acetate, CHgCOOCaHj. 

CH3CO.CI + H.OC3H3 =1CH3COOC3H3+HCI 

The univfident aotyl group, CH3CO-, replaces the H atom of the 
hydroxyl group of the alcohol, yielding the acetyl derivative. Thi; 
acetyl chloride is used to defect and estimate the hydroxyl group in 
organic compounds. The process is known as acetylation. ' 

(iii) Ammn nnly ria ; It reacts with ammonia, forming acetamide. 

CHjCO.Cl+H.NHg = CH3CONHa (acetamide)+HCI. 

Acetyl chloride also reacts with compounds containing -NH^ and 
= NH groups, giving acetyl derivatives. 

OH,COCl + H.N.OH, = OH3OONHCH, + HCI 
Methylamine Methyl acetamide 

OH.OOCl + HN(CH 3 ), = 0H,00N(0H3), + HCI 
Dimethylamine Dimethyl acetamide 

fiv'l Redoctioii: It is reduced to acetaldehyde by hydrogen in pre- 
tmd of pafladlum at 160 -. CH,COCI+H.H:=,CH3.CHO+HCI. 
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/^Acid anhydrides, E-C-O-C-R, may be regarded as derived from 
VO molecules of monobasic/>rganic acids by elimination of a mofeeule 
of water. R-CO-OH + HO-OC-R = R-CO-O-OC-R+HaO. 

But they are commonly made by heating an acid chloride with 
sodium salt of the acid. 

R-CO-Cl + NaO-OC-R = R-CO-O-OC-R + NaCl. 

Acetic anhydride, OHjCO-O-COCH,, is made by heating anhy¬ 
drous sodium acetate with acetyl chloride. 

CHjCOONa+ClCOCHa = CH 3 CO.O.COCH 3 + NaCl. 

Preparation. —^Fused sodium acetate (50 g.) is placed in a retort fitted with 
a condenser and receiver, and acetyl chloride (40 g.) is slowly run, in from a tap 
fnnnel, the retort being cooled under water. When all the acetyl chloride has 
been added, the mixture is well stirred and then distilled. Acetic anhydride 
distils between 135*-140®. 

Properties. —Acetic anhydride is a colourless liquid (b.p, 137*) 
with an irritating smell. It does not fume in moist air, It resembles 
acetyl chloride in chemical properties, being acted on* by water, alco¬ 
hol, and ammonia, and amines (containing -NHg and = NH groups) 
though less rapidly. • 

Hydrolysis: CHjCO.O.COCHg + H.OH = CH3COOH + CII3COOH 
.Ucoholysis: CH3CO.O.COCH3 CHjCOOC^Hs-f cn 3 COOH 

Ammonolysis: CH 3 CO.O.GOCH 3 -hH.NH 2 = Cn 3 CONH 3 -i-Cn 3 COOH. 

Like acetyl chloride, acetic anhydride may be used for the detec- 
■*^ion of hydroxyl groups. It is a more convenient reagent for acetyla- 
.ion than acetyl chloride. 

Uses- —Acetic anhydride is used in making aspirin, but it is largely consumed 
n producing cellulose acetate for artificial silk. 

Acetic anhydride is made commwcially : 

(i) hy dehydrating glacial acetic acid by passing its vapour over a catalyst of 
'dinm ammonium phosphate and boron phosphate kept at 600®. 

CH,COOH -1- HOOCCH3 = CH3CO.O.OCCH3 + H3O. 

'ji) by pausing ketene into glacial acetic acid, 

0H,=C = 0 + CH.COOH =13H3C0.0.0CCH, 

.vctene, CHj=C=0, a gas, is made by thermal decomposition of acetone at 600°. 

CH3COCH,_>CH3 = C=0-f CH,. 

(iii) hy passing acetylene into glacial acetic acid in presence of mercuric 
sulphate catalyst, when ethylidene diacetate is formed. It iA decomposed by heat 
into acetaldehyde and acetic anhydride. 

CHsCH + CHjCOOH—> CH,CH.(OCOOH,), (Ethylidene diacetate) 

CH,CH.{ 0000 H ,)3 _> CH3CHO -1- CH3CO.O.COCH3. 

Acetamide, CHjCONHj, Is formed by the action of ammonia on 
acMyl chloride, on acetic a^ydride and on esters of acetic acid, e.g., 

ef’hyl acetate. CHjOOCl -f- HNH, = CH^CONH, -j- HCl ' 

OH.OO.O.OOCH, + HNH, « CH3CONH, + CH,COOH 
CH.COOC.H, + HNH, = CH^CONH, + C.H.OH 
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It is usually prep^ired by melting ammonium acetate by heat and' 
then distilling tthe product. CHjCOONH^ — CHgCONH^+HaO. 

ftoperties. —Acetamide is a colourless crystalline solid (m.p. 92 “ ; 
b.p. 222 ®), soluble in water, alcohol and ether. The aqueous solution 
18 neutral to litmus. Pure acetamide is odourless, but the impure 
product has a strong smell of mice. 

Chemical properties. —(i) Hydrolyrts: Acetamide is hydrolysed 
by boiling mineral acids or alkalis, giving acetic acid and ammonia or 
their salts. CHjCONHa + H/) + HCl = GH 3 C 0 ()H+NH,Cl 

CHjCONHa+NaOH =. GIIgCOONa+NHa. 

(ii) Action of nitrous acid : Ileaction with nitrous acid gives 
acetic acid and evolves nitrogen. 

GH3GONH3+ON.OII - GH3COOH+N3 + H3O. 

(iii) Dehydration by heating with PjOg gives methyl cyanide or 
acetonitrile. GHjGONHj ~ GHgGN + HjO. 

(iv) Hofmann reaction : Acetamide reacts with a solution of 
sodium hypochlqrite or hypobromite and caustic soda, giving methyl 
amine, GH3NH3. The reaction involves elimination of a carbon atom 
as carbon dioxide. 

GH3GONH3+NaOGl+2NaOH = GlIgNHg + NaGl + NagGOg + HgO 

’JCf. Methyrcyanide, acetonitrile, G/HgtJN, is a colourless, poisonous 
liquid (b.p. 82 °) with a ethereal smell, and is sparingly soluble in 
water. It is formed by : 

(i) distilling acetamide with phosphorus pentoxide. 

(ii) heating methyl iodide with an alcoholic solution of potassium 

cyanide. GHgl+KGN = GH3GN + KI. t 

(iii) dehydrating acetoxime with acetic anhydride. 

GH3GH NOH (acetoxime) = GH^GN + H^O. 

Acetaldehyde reacts with hydroxylamine, NHjOII, giving aeeto- 
xime. GH3GHO+H3NOH -> GTIgGH^NOH + H/). 

Reactions. — (i) Hydrolysis : In presence of strong HGl or mode^ 
rately strong H^SO^, methyl cyanide undergoes partial hydrolysis td 
acetamide, and finally to acetic acid, on boiling the solution. 

‘ CH3GN f II/) - GII3GONH3 

’GHgGONITg+H3O + HGl = (’H3GOOH+NH /"I 

Hydrolysis by boiling alkali evolves ammonia: 

CHaGN+HgO+NaOH = GH3GOONa+NH3 

TIio relation between acetonitrile, acetamide, and ammonium acetate ie as 
follows ; 

Heat , 

CH/OONH, CH 3 CONH 3 CH,CN 

H 3 O H,0 ' ' 

,Ammon(iim acetate Acetamide Acetonitrile , 

' i‘‘{ii) Reduction, by hydrogen in presence of.-nipkel at 180® pr by sodium and 
gives ethylamine. CHjON + 2H, = CH,CH,NHj (ethylamine) 
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<J Eitcn. —When au alcohol reacts with aa organic or inorganic 
acid, an ester and water are formed, just as an alkali acts on an acid 
to give salt and water. Acid + alcohol Ester + water 
CH3COOH + C^H.OH ^CH,COOCaH, + HaO 
Acetic acid + Ethyl (Qcohol Ethyl acetate + water 

(cf. CH,COOH+NaOH ^ CH,COONa+HaO). 

CaH.OH + HO.NOa = CaH 50 N 0 a + H,0. 

Nitric acid Ethyl nitrate 

Esters may be looked upon as acids in which the acid 
iiydrogen, i.e., replaceable hydrogen atom, has been changed 
for an alkyl gronp, just as a salt is formed by replacing 
the acid hydrogen by a metal. But it must be made clear 
that alcohus are not bases, nor are esters salts. 

acetate, CH3COOC3H, is made; (i) by 
hewing ethyl alcohol and acetic acid in presence 
of concentrated sulphuric acid which acts as a 
dehydrating agent. 

Preparation. —Equal volumes of ethyl alcohol and con¬ 
centrated sulphuric acid are taken in a distilling flask fitted 
with a condenstu: and a receiver, and the tnixture heated on 
a oil bath to 140°. A mixture of equal volumes of glacial 
acetic acid and ethyl alcohol is run in from a tap funnel 
at the same speed* as the liquid distils over into the receiver. 

The distillate contains ethyl acetate and some alcohol, acetic 
acid and water. It is shaken with sodium carbonate solu¬ 
tion when the acid is neutralised. The aqueous layer is 
separated from the upper oily layer of the eater. The oil 
is then shaken with sodium chloride solution when alcohol 
])a5ses into the aqueous layer, and is separated. The oil is 
then dried over calcium chloride and distilled from a water 
bath. Ethyl acetate boils at 77°. 

(ii) by boiling under reflux (fig. 4) a mixture 
of ethyl alcohol (which has been saturated with 
hydrogen chloride gas) and acetic acid for about 
half an hour and pouring the product into sodium 
chloride solution (Fischer-Speier method). The 
ester separates as an oil, which is purified as above. 

HCl acta partly as a dehydrating agent and partly as a catalyst. 

- (iii) by the action of cthvl iodide on silver acetate. 

CHjCOOAg -1- IC^il., = CH3 *C!OOCjjH3 + Agl. 

(iv) by Ihe action of acetyl chloride or acetic anhydride on ethyl 
alcohol. 

CH3COCUHOC3H3 - CH3C0()C3H3 + HC1. 

Ethyl acetate is now made commercially from acetaldehyde in 
presence of aluminium ethvlato as a catalyst. 

2CH3(JH0 = CH3COOC3H3. 

Propertieo. —Ethyl acetate is a colourless neutral liquid with a 
pleasant-, fruity smell, b.p. 77 ®. It is lighter than water (sp. gr. 0-9 
at 20 ®) and sparingly soluble in it. It is soluble in alcohol and ether. 

In point of structure and in chemical behaviour it stands between 
very stable ether and unstable acetic anhydride. 


ri 


5 
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,C,H, vCOCH, 

o< o< o< 

\COCH, ^OOCH, 

Ethe^ Ethyl acetate 

I^eactions,— (i) Hydrolysis: Ethyl acetate is slowly decomposed 
by hot water into ethyl alcohol and acetfc acid, but much more 
rapidly in presence of mineral acids or caustic alkali. 

CHgCOOCaHg + HjO ^ GHjCOOH+CaH.OH 

CHgCOOCaHj+’NaOH = CH3COONa + C AOH- 

Hydrolysis of an ester in presence of alkali, giving salt of the acifl 
and alcohol, is known as saponification. 

(ii) Ammonolysis : Ammonia reacts, giving acetamide and ethyl 
alcohol. CH 3 COOC 2 H, + HNH, = CH 3 CONH 2 + C^H^OH 

(iii) Alcoholysis: It reacts with another alcohol, e.g,, CH3OH, 
giving ester of the added alcohol, e.g., methyl acetate, CH 3 COOCH 3 . 

CII 3 GOOC 3 H 3 - 1 -TTOOH 3 ^ Glf 3 G 0 OGF[ 3 -f-G 3 H 3 OII 

(iv) Reduction to alcohol : It is reduced to alcohol (a) with 
nascent hydrogen by the action of sodium and alcohol (Bonvcault — 
Blanc reartion), (b) by the action of hydrogen at high pressure (200 
atmos})herPs) and temperature (250°) in presence of copper chromite 
catalyst. 

Gn 3 GOOG 3 ll., + 2 H 3 (;H 3 CH 3011 + (!J 3 H 30 H 

Ester reduction offers a method to convert a fatty acid, R.GOOH. 
into a primary alcohol, B.GllgOH ; in the above instance CH3GOOTT 
(as ethyl acetate) is reduced to (JHgCiJ/lII. 

(v) Reaction with PCI., jielda acetyl cliloride and ethyl chloride. 

GllgGOOGgHg + PGl.; --= GlTgCOCrf IHXd,+G 3 H,,G1 

An ester is generally identified by separating and identifying the 
alcohol and acid formed on hydrolysis of an ester with hot aqueous 
alkul i. 

Ethyl acetate is used as a solvent for nitro-cellulose in the prepa¬ 
ration of photographic films, and in essences. A good stimulent, it 
finds use in medicine. 

Many osiers occur in fruits, flowers and other parts of plants, 
and il is lo llieir jiresence generally that, the sweet smell of the 
part is due. On aernunt of Iheir sweet scent they are prepared artificially 
and used as substitutes for natural ])erfuinos and fruit essences. Ethyl formate 
is use<] as a constituent of artificial rum flavour. Kthyl butyrate occurs in pine¬ 
apples. .Xmyl* butyrate possesses an apricot flavour. Octyl acetate is present in 
oranges. Amyl acetate has a smell of pears and is used in making artificial 
banjina oil. Many esters, such as amyl acetate and butyl acetate, are used as 
solvents, mainly for lacquers. 

Esters of nitrous acid and nitroparafiin. —The alkyl aitritea are 
isomeric with nitroparaffms. Both have the general formula R.NOj, 
but they differ in structure: 

R--0 —I'l = O (alkyl nitrite) Ii —NOj (nitroparafBn). 

Ethyl nitrite and nitroethane are isomeric, so are also methyl 
nitrite and nitromethane. Their structures are as follows: 
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Ethyl nitrite, O.Hj.OrrNO, b.p. 16“ Nitroethane, C,H,.NO„ b.p, 114“ 

Methyl nitrite, 0H,-0 = N0, b.p. —12® Nitromethane, CH,NO^ b.p. l(Xl“. 

The nitroparafiius may be looked upon as paraffins in which a 
hydrogen atom is replaced by a nitro group, -NOj. * They are sweet 
smelling liquids, having boiling points higher than the isomeAc alkyl 
nitrites. Nitroparaffins are prepared by distiUing alkyl iodide with silver 
nitrite. Ethyl iodide gives nitroethane. 

C,H,I+AgNO, = aH,NO,+AgI 

Nitrites are made by the action of nitrous acid on the alcohol. 
Ethyl nitrite is obtained by the action HCl on a mixture of ethyl 
alcohol and sodium nitrite, when nitrous acid is liberated. 

C3lT,01T+H0.N0 C3H5ONO + H^O 

Chemically, they arc distinguished by reaction with: 

(i) Aqueous caustic alkali: Alkyl nitrite is hydrolysed by the 
alkali, while the nitroparaffin dissolves in the alkali, forming a salt. 
Ethyl nitrite CaH.ONO + NuOn - C2H,0H + NaN02 

Nitro ethane CalisNO^+NnOTI — CaH^NaNO, (sodium nitro ethane) 

+ H ,0 

(ii) Reduction with nascent hydrogen : Alkyl nitrite gives alcohol 
and hydroxylaminc, NH^OH, while tnitroparaffiil gives a primary 
amino. 

Ethyl nitrite C^H.ONO+dH = C,.H.() 1 T+Nn„OH 

Nitroethane (yi^NOa + OH - Cjf,NH. 1-JHJ) 

Both etbyl nitrite and amyl nitVite are used in medicine in case of 
hcai’t disease, as they cause relaxation of muscles and expansion of 
blood vessels. 

Glycine, glycocoli, aminoacetic acid, ClI.j(N JI„)COOH, is present in the 
urine of horse as hippiiric acid or benzoyl frlycinc, CjtLCO.NHOHgCOOH, * It 
is made by the uclinu of alcoholic solnlioii of ammonia on chloruacetic acid, 
CH.CICOOH. 

CIIXICOOH + 3NH, CH,(NH„)COONH, + NH^Cl 

Tho aqueous solution of the ammonium salt of glycine is boiled with copper 
carbonate and filtered—the filtrate on cooling deposit.^ sparingly soluble r/eep mw 
crystals of copper salt of glycine. Glycine is obtained by passing HjS through 
the hot solution of this salt, lllteriiig from copper sulphide, and concentrating 
the solution. 

(CH,NH,COO)„Cn + II,S -- 2CH,NH,(;0()H + CuS 

Glycine is a colourless crystalline solid, soluble in water. It has a swf«t 
tas(e. JtSi aqueous solution give.s a deep-red colour with ferric chloride solution. 
Glycine .cpntain.s a -COOH group and hence po.sse.«;.ses acidic properties, and a 
primary amino group, -NH^, which confers basic properties. ^ It is, therefore, 
neutral to litmus. Being amphoteric in nature, it forms salts with both acids and 
bases. HjNCHjCOOH -f- IICI = HCl.HjNCHjCOOII Qlycine hydrochloride. 

H,NCH,COOH + NaOH - H,NCH,COONa -f- H,0 

sodium aminoacetate 

It forms an internal salt with itself, e.g., OH,—NH^ 

, 1 ■ I 

00—0 

It acts like a primary amine in its reaction with nitrous acid, giving off 
nitrogen. HONO + H,N6H,C00H = (HO)CH,COOH + N, H,0 

It gives methvlamine on heating with soda lime : 

CH,(NH,)COOH = CH,NH, -4- CO,. 
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Alanine, a-aminopropionic acid, CH,CH(NH,)COOH, is another amino acid, 
and resembles glycine in chemical behaviour. The amino acids are of great 
interest in relation to yroUins which are complex nitrogenous organic substances 
present in animal and vegetable tissues. Protein is an indispensable article of our 
diet. Protein on hydrolysis yields a mixture of amino acids. Our knowledge of 
proteins'is mainly due to the pioneer work of Emil Fischer. 


X 

FATS AND GLYCEROL 

f 

Fati and oils. —^Fats and oils are glyceryl esters of fatty acids 
(usually of high molecular weight such as palmitic acid, 
CH3 -(CHj,) -COOH, and stearic acid, 

Glycerol is a trihydric alcohol and reacts with a fatty acid, 
RCOOH, yielding glycerol esters, known as ghjccridcs. 

CH3OH Hooc.it (::h,o.ogr 

CHOH + HOOC.R CHO.OCIl +3H3O 


CH3OH HOOC.R CH.O.OCR 

The glycerides are named as follows : Irintcarin {tristearic ester of glycerol), 
tripalmittn (iripalmitic ester of glycerol), and triolein (trioleic ester of glycerol), 
etc. Stearic and palmitic acids arc xatnrated fatty acids; oleic acid, 
CHjdCHJy-CH = CH-(CH 3 ),-C 00 H, contains two hydrogen atoms loss than 
stearic acid and is called an vnsatvrated fatty arid. 

The formula for tripalmitin and Iristearin arc : 

CHgO-OC-C.^H,, • 


CHO-OC-C.^H,, 


CH,0-0C-C,,IL, 

Tripalmitin 


rHO O( -C,-H - 

I 

Tristcarin 


Stearin (m.p. 71*) and palmitin (m.p. 60°) arc solids, while olein, an unsaturated 
glyceride (m.p. 17°) is a liquid at the ordinary temperature. The glycerides of 
saturated fatty acids are generally solids, whereas the glycerides of unsaturated 
fatty acids liquids. Stearin, palmitin and olein constitute the main bulk of fats 
in food and in body fat. The animal fats beef, mutton tallow and lard chiefly 
consist of the above glycerides. Palmitin is the main constituent of palm oil, 
and olein of olive oil. 

Fats and oils are lighter than water and are insoluble in it. They are. 
however, soluble in organic solvents such as carbon tetrachloride, benzene, acetone, 
ether, etc. The fats and oils are obtained from both vegetable and animal 
sources. Animal fats sire obtained by boiling the chopped animal tissues with 
water, when the fati separates as a top layer. The vegetable oils, e.g., olive oil, 
linseed oil, groundnut oil, etc., arc extracted by mechanically crusKing and 
pressing the seeds-or fruits of certain plants. Alternatively, they can be extracted 
by solvents such as benzene, carbon tetrachloride, etc. The vegetable oils have 
relatively low melting points and are usually liquids in comparison to animal fats, 
because the former contain, a high proportion of un-saturated glycerides. 

There is no difference between fats and oils; the fats are solids at the 
ordinary temperature, whereas the oils are liquids. Cocoanut oil is usually a fat 
in temperate zone and an ‘oil’ in tropics. In our country cocoanut oil is a fat in- 
winter and an oil in summer. 

Certain vegetable oils such as linseed oil and tung oil, slowly absorb oxygen 
from the air and change into a resinous film, when spread in thin layers on some- 
suiface such as wood which is exposed to air. They are called drying otle anif 
are used in making oil-paints (which are suspensions of pigments in linseed oil; 
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usually). Oil cloth is made hv coverinir cloth with linseed oil and allowing it 
to dry in air. 


Hydrogenation of oils. —^The chief difference between an oil and 
a fat is that the oil contains a greater proportion of unsaturatcd 
glycerides such as triolein, etg. The glycerides of saturated fatty acids 
are mostly solid fats which are in great demand for the preparation of 
soaps and candles, and as a butter substitute. Now, oleic acid contains 
two atoms of hydrogen less than stearic acid, and the unsaturated 
glyceride, triolein, a liquid, may be reduced to'tristearin, a solid, by 
the action of hydrogen in presence of nickel catalyst. 


CH,0-0C-(CHd,-CH = CH-(CH..),.(’lI, 

, - . I . . .. 

(’•HO-Or-{CH,),.OH = CH-(CH.,),-rH,, + 3H, = , 


CH,0-0C-(CH,),-CH = CH-(CH,),-CH, 

Triolein (liquid) 


CH,0-0C-C„H.,.. 
Tristearin (solid) 


Industrially, the liquid fatty oils, usually vegetable oils (which are 
lieli in unsaturated glyceride.?), are treated with pure hydrogen under 
[)ressure at about 200® in presence of finely divided nickel catalyst. The 
unsaturated glycerides combine directly with hydrogen to give satu¬ 
rated glycerides. The result is solid fats. The nickel is removed by 
filtei'-pressing the hydrogenated (or hardened) oil. ^The process is 
known as hydrogenation or hardening of oils. Hydrogenated vegetable 
oils, mostly groundnut dil, called 'Vanaspati' in India, is produced 
in large amounts and is consumed mainly for cooking purppses. 

VBSitter.—Butter fat (from vow's milk) coiisists mainly of stearin, palmilin anJ 
olein (about 90 per cent), with about 7 per cent tributyrin (glyceride of butyric 
acid). On keeping butter slowly becomes rancul due to liberation of free butyric 
•ti id by hydrolysis of butyrin. The rancid butter becomes unfit for use because 
of disagreeable smell of butyric acid. The butter may be renovated by washing it 
with sodium bicarbonate solution which removes the butyric acid or by blowing 
steam through molten butter which volatalisos butyric acid. 

—Soap is a sodium (or polassiiim) salt of higher falty acids such a.s 
palmitic, and stearic acids. Sodium salts give liard soaps, such us are used in 
toilet and washing soaps, whereas potassium salts make soft soaps and are used 
for the preparation of shaving soa^ts. Soap is soluble in water and the solution 
has cleansing properties. 

Soap is made by saponification (alkaline hydrolysis) of fats and oils by 
boiling with caustic soda solution, when the sodium salt of the fatty acids, i.e., 
soap is formed and glycerol is set free ; 

CH,0-0C.C„H3, ('H3OH • 


CHO-Oci^H,, + 3NaOH = (TIOH + 3r.,H., f'OONa 

I ■ 1 • 


CH,0-0C.C„H„ CHOH 

Tristearin Glycerol Soap 


A mixture of fats and oils, e.g., a mixture of tallow, groundnut oil and 
c'ocoannt oil, is boiled with a slight excess of caustic soda solution in a kettle 
which is heated by steam pipes until saponification is complete. Oo.mmon salt is 
then added to precipitate the soaprfrom the solution (‘salting out’). Two layers 
separate—^the top layer is soap and the bottom aqueous layer contains the 
llycerine, salt and unused alkali. The aqueous layer, knourn^ as soap lye, is 
Irawn off and is used for the recovery of glycerine. The fluid mass of soap 
s then run off and allowed to solidify in slabs, and then cut into bars, and dried, 
ind may be used as washing soaps. In order to make toilet soaps the bars are 
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shredded into soap chips, which are dried and uniformly mixed with colour and 
perfumes and finally made into cakes. 

In the cold ^oceaa a mixture of tallow and cocoanut oil is saponified with 
strong caustic solution at ordinary temperature—^the entire mass sets to a hard soap. 

Iransparent soap is made by dissolving soap in methylated spirit; after 
driving ofi the alcohol the liquid sets to a transparent mass on cooling. 

Hydrolysis of fats and oils. —The hydrolysis of fats to prpduce fatty acids 
and glycerine is carried out by heating with water under pressure m presence of 
lime or magnesia. The fatty acids separate at the top and are removed, the 
aqueous bottom layer contains glycerine : 

Fats and oils + H,0 ^ glycerol + fatty acids. 

The fats also undergo similar hydrolysis in presence of Twitchell’e reagent 
(complex organic acids) or the enzyme lipase, present in castor seeds. Hydrolysis 
by heating with aqueous alkali produces salts of fatty adds (soap) and glycerol. 
The alkaline hydrolysis is known as saponification, j.e., soap making. But the 
term saponification is applied to hydrolysis of esters generally. 

Stearic acid, made by splitting of fats, is u.sed in making candles and face 
creams. 


The fats and oils, also called 'fixed oils' as they cannot be ordinarily distilled 
off, should be distinguished from : (i) mineral oils which are petroleum products, 
e.g., petrol, kerosene, etc., and (ii) essential oils, which are fragrant volatile 
constituents of certain plants, e.g., oil of turpentine, oil of wintergreen, oil of 
cinnarac^etc. 

''Waxes.—Waxes differ chemically from fats and eils in being esters of higher 
monohydric alcohols (of the methyl alcohol series) and higher fatty acids, e.g., 
hv.es trnx consists chiefly of palinihite of niyncyl alcohol (C,„H„,.0H) and 
Spermaceti (found in tlic head of sperm whale) is mainly palniitate of cetyl 
alcohol (CjjHjj.OH). 

glycerine, (l3ll5(OH)3, is the common constituent of all 
fats and oils (p. 66) which are the main source for its preparation. 

Fats and oils on hydrolysis give glycerol and fatty acids (p. 68). 
After the separation of the fatty acids or their salts, the aqueous liquor 
is worked for glycerol. The soap lye (p. 67 ) which contains 6-8 per 
cent glycerol, common salt and free alkali, is the chief source of 
glycerol. The soap lye is acidifie d, and filtered from the insoluble 
fatty and resinous matters", and then neutralised and concentrated 
under reduced pressure in vacuum evaporators to a thick syrup—tlie 
salt crystallises out in course of evaporation and is removed. 11ie 
crude glycerol is purified by distillation under reduced pressure in a 
current of steam. The distillate which contains pure; glycerine and 
also some water, is ’evaporated in a vacuum pan to i-emove the water, 
and pure glycerine is obtained. 

A small'amount (about 3 per cent) of glycerol is present in the products ()f 
alcoholic fermentation (p. 26). But the yield of glycerol may bo made as high 
as 30%, if fermentdtion is carried out in presence of sodium sulphite. Germany 
made glycerol by this process during the first global war, wlicn she was short 
of fats. 


Proi)vlene from cracked petroleum is used in making synthetic glycerol. 

Y^,JProperties.—Glycerol is a colourless, viscous liquid (sp. gr. 1-26 
at 16 °) having a distinctly sweet taste. It boils at 290 ° with slight 
decomposition, and hence it is distilled under reduced pressure or in a 
currept of steam. It is very hygroscopic and is soluble in water and 
alcohdl, but not in ether. It is a trihydric alcohol, and exhibits the 
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chemical properties of alcohol, but in a threefold degree. Thus, it 
forms glycerol trichloride with iPClj, and glyceryl triacetate with acetic 
anhydride. ^ , 

CH,OH C1I,C1 CH.O-COCH, 

' I 

OHOH CHCl CHO-COCH, 

I . • 

CHjOH CHjCl OHjO-COCH, 

Glycerol Glj'cerol trichloride Glycerjd triacetate 

Tests. —(i) Acrolein test : On heating with powdered potasaiozn bisulphate, 
glycerol evolves acrolein, C)H, = CH-CHO, having a pungent and imtating smell. 

CH,OH-CHOH-CH,OH _> CH, = CH.Ciro + 2H,0 

(ii) Borax'phenolphthalein test —The pink colour that develops on adding 
phennl[)iithalein to an aqueous solution of borax, disappears on adding glycerol. 
But the colour reappears on heating. 

Uses.-Gl.vcerol is mainly \ised in making nitroglycerine, and hence explos- 
sives. But glycerol has other uses also, e.g., in the preparation of plastics, toilet 
soaps, cosmetics, copying ink, water-colour pigments, shoe polish, etc.; as an 
anti-freeze in motor car radi-ators; in ga.s meters to avoid evaporation (in summer) 
and frcezirig (in winlor); to preserve fruits and tobacco; and also in medicine. 

VNlfroglycerine, Nobel's nil, 0,H,.(0N0,)3, is made by slowly add¬ 
ing pnro glvc.erol to a woll-cooled mixture of concentrated sulphuric 
acid and fuming nitric acid. The temperature must rfot rise above 30 '*. 
The mixtuTo is allowed to stand, wln-n nitroglycerine forms a layer on 
the slll)■al^e. It is run* into water, where it separates as a heavy oil. 
7 t is uashed with water and then sodium carbonate solution to remove 
all traces (;f acid and tinally dried over anhydrous sodiuln carbonate. 

T’nnf} h'uflilif r,rpl(^aivc, it is an extremely dangerous suhstance., 
and its jire porn lion is safe only to cxpjtri ehemists. 

rir..OT[ iro.NO.. rii,.o.NO., 

I ■ ■ I ■ “ 

CHOIT ! IIO.NO.. (UIO.XO., .t-.SlJ ,.0 

•! ■ I ■ ■ 

(iH^oir iro.NO, cTr.,o.NO^ 

Nitroglycerine is really .an ester of nitric acid, namely, glyceryl tri¬ 
nitrate, but is incorrectly called nitroglycerine. 

It is a beavy colourless liquid. It explodes violently when 
suddenly heated, or struck or detonated. Nitroglycerine alone is nn- 
suited for use as an explosive, as,it is likely to explode under 
mechanical, shock. Mixed with kiselgnhr (a porous siliceous o.irth 
which absorbs nitroglyccrincl it forms dynamite, which*it is safe to 
handle and transport. Nitroglycerine is used in making cordite 
(smokeless gunpowder’) wliich is a mixture of nitroglycerine (. 30 %), 
,guncotton {Qo%) and vaseline ( 5 %). Nitroglycerine is used in 
medicine in cases of heart disease. 

AvCilycOly ethylene glycol, OHjOH.CIIjOH, is a dihydric alcohol, 
and is made in the laboratory by hydrolysis of ethylene dibromide by 
boiling with K^COj solution. The glycol is separated by distillation. 
CH3Br “ CH3OI-I 

-pH^O-i-KXOa - -h 2 KBr-FC 03 

CHjBr CH3OH 
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Ethylene is oxidised to glycol by cold dilute alkaline potassium 
permanganate solution (p. 13 ). 

CPs=CH2+Ha0 + 0 = CHaOH.CHaOH 

Glycol is made commercially by hydrolysis of ethylene chlorohydrin by 
sodium bicarbonate solution. Ethylene chlorohydi.'in is first made by the action 
of hypochlorous acid upon ethylene (obtained from cracked petroleum). 

CH,=OH, + HOCl = CH,Cl.CH,OH (ethylene chlorohydrin) 
CMl.CHjOH + NaHCO, = CH,OH.CH,OH + NaCl + CO, 

—Glycol is a colourless, viscid liquid (b.p. 197 " ; sp. gr. 
i* 125 ) with a sweet taste, (and hence the name: Greek glukusy 
sweet). It is hygroscopic and is soluble in alcohol and water, but 
very sparingly in ether (c/. glycerine). 

Glycol contain two primary alcoholic gro\ips and exhibits alcoholic 
properties in a twofold degree. Metallic sodium gives mono- and di- 
sodium glycollate, with liberation of hydrogen, e.g., CHj^OH.CHaONa 
and OHjONa.CHjONa. Acetyl chloride similarly gives glycol mono- 
and di-acetate, e.g., CHjOH.CHjO.COCH, and CH2.(O.COCH3). 
CHj.lO.COGHj). PClj gives ethylene dichloride, CHjCl.CDHaCl. 

CHjOH.CHjOH + 'iPCl^ = t’H,Ol-CH3Cl4-2P()Cl3 + 2HCl 
Put HCl replaces only one hydroxyl, giving ethylene chlorohvdi iii, 
C’If.OH.CHaCl. 

CHaOH.CHaOH+llCl - (UIjOH.CHaCl-i-HaO. 

On heating with strong caustic soda ethylene chlorohydrin gives 
eth\lene oxide. 


CH Oil CH 

I +NaOH = I So (etlnlene oxide)-h NaCl-HHjO 

GG.tU CH/ 


(flycol, a di-primary alcohol, can give various products by succes¬ 
sive oxidation of the ClIjOH groups into -CHO and then -COOK 


groups, e.g. 

CIIaOH CHjOK (’IIO CHO COOK 


CKO - C.OOll CHO COOH COOK 

Glycollic aldehyde Glycollic acid Glyoxal Glyoxalic acid Oxalic acid 

As glycol freezes at —11*5°, it i.s used as an anti-freeze in motor car radiators. 
It is used as a cooling liquid in aeroplane engine, and for de-icing aeroplane. 
It is also used as a solvent. 


XT 




,AMINES 

The amines. —The amines are derivatives of ammonia in which 
one or more hydrogen atoms are replaced by alkyl groups, such as 
methyl, -CHj, ethyl, -CjH,,- etc. There -are three types of amines, 
as illustrated by three methylamines. 


CH,NH. (OH,),NH (CH,),N 

. Methylvnine * Dimethyttmine Trimethylamine 

(Ppmaty amine) (Secondary amine) (Tertiary amine) 
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They are called primary, secondary and tertiary amines, accord¬ 
ing as one, two or three hydrogen atoms of ammonia*are replaced by 
alkyl gi*oups. A primary amine contains the amino group, -Itftlj, a 
secondary amine the iminq group, =Nir, and a tertiary amine the 
nitrile group, = N, in the molecule. 

Preparation of amines. —The aminos may be prepared by: 

(i) AU^Iation of ammonia by heating an alkyl halide, sucdi as 
methyl iodide, CHjI, with alcoholic ammonia (alcohol saturated with 
ammonia) in a sealed tube (Hofmann’s method). Three classes of 
amines as well as a tctra alkyl timmonium salt are formed together 
in the reaction. 

NH 3 + CH^I = CH,NH, + HI 
CH,NH» + CHjl (CH,)sNH + HI 
(CH,),NH + CH,I =. (ciljjN + HI 
(CHjljN + OH,I = ((.'Hal^MI (Tctramethylammoiiiiiin 

The alkylation of ammonia may also be rai-rieil out by passing a mixture of 
ak'oliol vapour and ammonia over bcatod thoria (Sabeticr’s method). 

GH,OH + NH, = CH,NH, + H,0 

(ii) Reduction of nitroparaffins with tin and hyctrochloric acid (or 
soiliiim and alcohol) gives primary amines. 

• cu.m., + 3H, - (ni.NHj. f 2HjO 

(iii) Reduction of alkyl cyanide gives a primary amine (Mendius 
leactioti). lleduction is done hv socMiim and alcohol or by hydrogen 
in presence of heated nickel; Cir.,(')N + 2Hj = CHgt’HjNHa- 

Oximes on similar reduction give priranrv amines. 

(Jir,('.H-NOII-i-2H., - OlI.CH^Ha + HaO 

(iv) Hydrolysis of alkyl isoc’yanate by boiling aqueous alkali gives a primary 
amine (Wurtz’s mctliod). 

CHj-N^C^O (methyl isocyanate) 4- 2KOH CHjNH, + K,CO, 

(v) Hofmann’s reaction offers the readiest method to prepare a 
primary amine from the amide of a fatty acid. The method cj)nsists 
in heating the acid amide witli an alkaline solution of sodium hypo¬ 
chlorite or hypobromitc. An atom of carbon is eliminated from the 
amide and a pvimarv amine resxilts. 

CH3CONH,4-Na()Br -- C14,NlT„ + C() 2 -i-NiiBr 

Acetamide first forms acetobromamidc, CHjCONHBr;* The aceto- 
bromamide. then splits off TIBr and methyl isocyanate, .CH^Nt •(), is 
formed by atomic rearrangement. The methyl isooyanat(< is hydrf)- 
Ivsed by alkali, giving metliylamine. • 

CH 3 CONH, + NaOBr CIT.CONHBr + NaOH 

CHaCONHBr+NaOH = CHjNOO -1- NaBr + H^O 
CHNC.O -h 2^^aOH = CH 3 NH 2 + Na3C03 

The reaction may also be carried out, using bromine and caustic 
alkali, as follows.: Dilute aqueous caustic potash (10%) is slowly added 
to a cold solution of equal weights of acetamide and bromine until the 
colouc of bromine disappears. Acetobrortiamide resilHfs.' 

CH’CONH, -f Br, = CH,CONHBr + HBr 
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The solution is jlihen heated with a concentrated solution of potash ^ 
when a strong c^nmoniacal but slightly fishy smell of methylamine ia 
notice(|. 

Propionamide, CHgCHaCONTL, sii^ilarly gives ethylamiue, 
CHgCHgNHg. 

CHgCHgCONHa+NaOBr = CH,CHgNHg + COg+NaBr 

(vi) A direct reaction of a fatty acid with hydrazine, NjH, gives primary 
amine in excellent yield. OH,COOH + N,H = CH 3 NH, +CO, + N,. 

Methylamine may be obtained by heating ammonium chloride with excess of 
formaldehyde at 130“. 2NH*C1 + 3HCHO = 2 CH 3 NH 3 .HC 1 + H^O + CO, 

Properties of amines. —(i) The lower members, such as methyl 
amine, CHjNHg, and ethyl amine, OallgNIIg, are inflammable gases, 
which are readily soluble in water. They have a strong fishy-ammo- 
niacal smell. 

(ii) The amines are monoacid organic bases. They arc stronger 
bases than ammonia. Their aqueous solutions turn red litmus blue. 

CHgNHg + HgO ^ (CH3NH3)0H ^ (CH3NH',)+ + OH- 

(cf. NH3 +H3O ^ (NHJOH ^ NH,+ +OH-) 

Like ammonia, the amines form crystalline salts with mineral 
acids, which are readily soluble in water, c.g., methylamine hydro¬ 
chloride, (CHgNHjlCl, methylamine sulphate, They 

form salts with chloroplatinic acid, HjPtClj, e.g., methylamine chloro- 
platinate, (CH3NH3)2.PtCl5, (c/. ammonium chloroplatinate, 
(NHJj.PtClg). The chloroplatinnates are used in determining the 
molecular weight of amines. 


. (iii) Action of nitrous acid. —A primary amine reacts with nitrous 
acid, giving alcohol, nitrogen and water. 

HON^” =CH, 0 H+N,+H ,0 

Nitrous acid acts on a secondary amino, giving a yellow oil, called 
niirosoamine. (CH3)3NH-t-H0N0 = (CH3)3N.N0-f-H20 

Dimethyl nitrosoamine 

Nitrous acid is without action upon a tertiary amine. Nitrous 
acid, therefore, serves to distinguish between three types of amines. 


(iv) Acetylation. —Acetyl chloride (or acetic anhydride) acts on 
primary and, secondary amines to give amides, but is without action 
on a tertiary amipe. 

CH3NH,CICOCH3 = CH3NH.COCH3 fmethyl acetamide) + HCl. 
(CH3)3NH+CICOCH3 =,’(CH3)3N.C0CH3 (dimethyl acetamide) -f- HCl. . 

(v) CarbylanUne reaction. —^When a primary amine is warmed 
with chloroform and alcoholic potash, a carbylamine or isooyanide 
having intolerable smell is formed, (p. 22). 

CH3NH3-i-CHCl3-)-8KOH = CH^NC + SKCUSHgO 

Methyl isocyanide 

Secondary and tertiary amines do not give carbylamine reaction. 

(vi) Methylation. — A. tertiary amine reacts with only one molecule 
of methyl iodide at ordinary pressure to give what are known as 
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oxsdate. The fused mass is extracted with water. The solution con¬ 
tains sodium oxalate, which on boiling with milk of lime precipitates 
calcium oxalate. The calcium oxalate is separated and decomposed by 
calculated amount of dilute HjSO^. 

Ca(COO)2+H2SO^ = CaS 04 +(C 00 H )2 
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The dicarboxylic acids contain two -COOH groups and hence two 
replaceable hydrogen atoms ; tliey* are thereforo, dibasic acids. The 
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The CaBO^ is filtered ofi. The filtrate on conceutration and cooling, 
gives crystals of oxalic acid. 

(IjJ Sodium formate (p. 44) by heating to 350“-400* when sodium oxalate 
is formed. Oxalic acid is made from the sodium oxalate in the same way as 
ill (a) above. 2H.COONa = H, + (COONa), 

Propertks. —(i) Oxalic acid crystallises from water in colourless, 
hydrated prisms, (C 00 H) 3 , 2 H 3 O. The crystals of dihydrate lose water 
of crystallisation at IQf)® and become anhydrous. But at higher tem¬ 
peratures it decomposes into formic acid and carbon dioxide. 

HOOC-COOH = H.COOH-t-UOa 

It is soluble iu water and alcohol, but only sparingly in ether. 

(ii) Heating with cone. HjSO^ decomposes oxalic acid, evolving 
CO and CO 3 . HOOC-COOH = H 3 O-HCO 2 +CO. 

(iii) It is a dibasic acid and forms normal salts, e.g., potassium 
oxalate, KjCjO^, soluble in water, and acid salts e.g., potassium 
hydrogen oxalate, KHCjO^, which is less soluble. 

(iv) Oxalic acid rapidly decolorises potassium permanganate solu¬ 
tion in presence of dilute sulphuric acid, on warming, and is thereby 
oxidised to and water. The reaction is used iu volumetric analysis. 

iKMuO^-l-aHjSO^H-SHaCaO^ = K^SO, + 2 MnSO, -j-BIIgO + IDCO^ 

(v) Ileaction with PCI 5 gives oxalyl chloride, (COCl)^, b.p. 64° 

HOOC-COOH-I-2PC1, = C10C5-('()C1 -|-21>()C13 -f- 2HC1 

(vi) Esters are made by distillipg oxaTu^ acid with aleoliol. Ethyl 
alcohol gives ethyl oxalate, a> liquid, b.p. 186°. 

COOH COOC.H.. 

I -h 2 C 3 H 50 H 1 ' + 21 UO 

COOH COOC^H, 

Methyl oxalate is a solid, m.p. ol°. 

(vii) Ammonium oxalate on heating giv^es oxainide, (OONH.J... 

H,NOOC-COONH^ 3 = H2NO(:-C()NH„.f2H30 

(viii) On heating with PoO,,, oxamide gives off cyanogen, (CN)^, 
a poisonous gas. Cyanogen is the nitrile of oxalic acid, as it yields 
oxnraidii and finally oxalic acid on acid hydrolysis. 

CN 11,0 CONH 3 H 3 O COONH, acid COOH 

1 * I — I s I' 

CN P^O, CONlIj Heat COONH, NH., COOH 

(ix) A neutral solution of an oxalate gives a white precipitate of 
calcium oxalate with CaClj solution ; the precipitate is insoluble in 
acetic acid. Reactions (ii), (iv) and (ix) are used as tesis for oxalic 
acid. 

Oxalic acid and its salts are poisonous. 

Uses of oxalic acid.— Oxalic acid is used in printing and dyeing, in making' 
inks and .meted polish, in removing ink stains, and fo^- bleaching straws for hats.' 
PotMsivni qvailro oxalate., KHCs0,.HjCj0^.2Hj0. also known as salts of sorrel, 
or lemon, is used to remove ink stains and ink monids. Potassium ferrous 
■ oxalate, KjFelCjOdj.HjO, is a photdgr'aphic de\eloper. 
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Malbnic add, HOOC-CHj-COOH, occurs as calcium salt ia beet root. It ie 
Bynthesisecl from monochloro-acetic acid (p. 47J. On boiling with KCN, potassium 
chloroacetate gives potassium cyanacetate, which on hydrolysis* with boiling HCl 
gives malonic acid. It is a solid, m.p. 132“. • 

CH.Cl.COOK +*KCN = CH,(CN).COOK + KCl 
CH,(CN).COOK + 2HjO + 2HCI = CH,.((;OOH), + NH.Cl + KCl 

Malonic acid loses carbon dioxide on beating : 

IIOOC-CH,-COOH = CH,.COOH,+ CO, 

This illustrates that a polybasic acid having two -COOH groups linked to 
the same carbon atom, loses CO, on heating. 

Malonic ester, diethyl malonalc, CH,.(COOC,HJ„ oily liquid, b.p. 198®, is 
.well-known for its synthetic uses. 

Succinle^cid, HOOC-CIIj-CHj-COOH, is present in lignite (fossil wood) and 
in many plants. It was first obtained by distillation of amber (^Latin, sucanum) 
and hence the name. It may be synthesised from ethylene in the following way : 

CH, Ur, CH,Br KCN (JH,CN H,0 CII,COOH 

CH, ClI,Br CH,CN CH,COOH 

Ethylene can be obtained by dehydrating ethyl alcohol (p. 29). 

Succinic acid is a crystalline solid, m.p. 185°, sparingly sqlnblo in cold water, 
alcohol and ether. On heating it gives succinic anhydride, which is converted 
into the acid on hydrolysts with boiling water. 

CH„.C0OH -*H,0 CH,—CO. 

I I (succinic anhydride). 

CH,.COOH -h-n/) CH,—CO'^ 

Succinic acid is used for standardisation of alkalis. 

carbamide, is ioiiud in the urine of mammals 

and "of carnivorous birds and reptiles. Jt occurs in human urine—an 
adult passes out 30 grns. of urea dailv. 

Being ono of the final decomposition products of waste nitrogeneous material 
of the body, urea is a compound of great physiological interest. 

(Jarbon yl chloride,. COCl^, reacts with ammonia, giving urea. Tho 
reaction shows that urea is a diamidc of carbonic acid. 


xn yKH, 

CO + 2 NH 3 + 2 NH 3 CO -fl 2N U,C1 

\C1 


.OH yOH /NH, 

CO _> CO —> CO 

\0H \nH, \nH, 

Carbonic acid Carbaraic acid Carbamide* 


Preparation.— (i) Urea may be isolated from human urine by 
evaporating to a residue on a waterbath, and then extracting the 
residue with alcohol w'hich dissolves urea. The alcoholic solution on 
evaporation gives urea. * 

(ii) The synthesis of urea from ammonium cyanate by Wohler in 1828 is of 
historical importance (p. 1), it being the first organic compound to be prepared 
artificially. 

An aqueous solution of ammonium cyanate (or a mixture of potassium 
cyanate' and ammonium sulphate in equimoiecular amounts) on evaporation to 

II—6 u T T A 1 p A R A 
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dryness on a water bath gives urea. The residue is extracted with alcohol which 
dissolves urea. The alcoholic solution yields urea on evaporation.' 

, ' NH,CNO = NH,-CO-NH, ; 

Ammonium cyanate changes into urea by atomic rearrangement. Ammonium 
cyanate and urea are isomeric with one another.’’ 


Urea is made commercially by heating to 130®-140“ a mixture of 
ammonia and carbon dioxide under a presseure of 150-200 atmospheres. 
Ammonium carbamate •first formed decomposes into urea and water. 

2 NH 3 + COa = HgN-CO-ONH^ (ammonium carbamate) 
H3N-CO-ONH3 = C0(NHJ3+H30 


Properties.—(i) Urea is a colourless crystalline solid (m.p. 132®) 
and is readily soluble in water and alcohol, but is insoluble in ether. 

(ii) It is a monoacid base —the aqueous solution is, however, 

neutral to litmus. On adding (a) concentrated HNO 3 , (b) concentrated 
oxalic acid solution, to a concentrated solution of urea, crystalline 
precipitate of urea nitrate, C()(NH 2 ) 3 , ITNOj, and urea oxalate, 
C 0 (MH 2 ) 2 , 11 are formed. 

I 

(iii) Biuret reaction. —On gentle heating urea melts and evolved 
ammonia, forming a substance, called biuret. 'Pwo molecules of urea 
interact with elimination of ammonia, forming biuret. • 

H 2 N-CO-NH 2 +tfaN-C0-NH2 = HaN-C^O-NH-CO-NHj + NHa 

0 

On heating for a minute or tw(\ after the evolution of ammonia, 
solid mass appears. This is cooled and dissolved in a few drops of 
water. On adding a drop or two of dilute copper sulphate solution ^d 
finally caustic soda solution, a pinfe or violet colour develops. This is 
a delicate test for urea. 


(iv) Nitrous acid (mixture of NaNOg and HCl) decomposes urea, 
giving off COgand Ng. 


HgN—CO—NHg 
ONOH nONO "" 


2N2+C02-h3H20 


(v) Alkaline solution of sodium hypochlorite, NaOGl, or sodium 
hypobromite, NaOBr, also reacts, giving off CO 3 and Ng. 


HgN- -CO—NHg = Ng + CO, + 2 J 1^0 + 3NaBr 
NaOBr NaOBr NaOBr 


The nitrogen may be collected over alkali (to absorb CO^) in Lunge’s nitro- 
meter; its volume gives a rough measure of urea in a solution. Urea in urine 
may be roughly estimated in this way. 

(vi) Hydrolysis. —Like other amides, it is hydrolysed by boiling, 
caustic alkali or acids. Boiling with alkali evolves ammonia. 

Il2N-CO-NH2-i-2NaOH = Na 2 C 03 -i- 2 NH 3 
At ordinary temperature the enzyme urease (present in soybe^s) 
hydrolyses urea into ammonium carbonate (ammonia and COj). 
j^cnonia is liberated by adding K 3 CO 3 and distilled into standard acid 
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and estimated. The ammonia formed gives an estimate of urea in 
the solution. CO(NH+H^O = 2 NH 3 +CO^ , 

Uses. —Urea is used : (i) as a forlilizer in agriculture, (it) in maktng eyn- 
thotic pliistics (urea-formaldehyde resins) and various drugs, e.g,, veronal^ urea- 
stibamine. 


XUI 

•HYDROXY ACIDS* 

The hydroxy acids are compounds which combine the properties 
of alcohols and acids, i.c., they contain both hydroxyl and ctirboxyl 
groups, e.g., hydroxy acetic acid (glycollic acid), CH 2 (OII).COOn. 

Glycollic add, CHj(OH).COOH, occurs in unripe grapes. It is a colourless, 
crystalline solid, ni.p. soluble in water, alcohol and ether. 

It is made : (i) by hydrolysis of potassium chloroacetate with boiling water, 
when the chlorine atom is replaced by an UH- group, yielding glycollic acid. 

CH.Cl.COOK -f H.OH - CH,(OH)COOH + K(’l 

(ii) by careful o.'cidation of glycol by hot dilute HNOj. 

nOH,C-CH,OH + O, C11,(011).C001£ + H,0 

(iii) by hydrolysis of •formaldehyde cyaiiliydriii, 

CU,(OII).t:N + 2H,0 OH,(On)COOH - 1 - NH 3 

It contains a primary alcoholic group, -(IHjOlI, and a -(’OOH group, and Ihere- 
fom, gives the properties of both. Thus : * 

(i) It forms salt with alkali, e.g., sodium glycollate, CH^OH.COONa, and 
ester with alcohol, e.g., ethyl glycollate, ClIjOH.COOC^H,. 

The ethyl glocollatc rcatls with acetyl cKloridc—the H atom of the hydroxyl 
being replaced by tho acetyl group .COCUj. 

CH,(OII).COOC„H, + ClCOCir, = (jn,(OCOCII,).COOC,H, + HCl 

(ii) Metallic sodium replaces hydrogen of both hydroxyl and carboxyl gi-oups,- 
giving disodium glycollate, GHj{ONa).COONa. PCI., replaces both the OH 
groups by chlorine, giving chloroacctyl chloride, CH^CLCOCl. 

(iii) It is reduced to acetic acid by hydriodic acid. 

Cll,(OH).COOH -1- 2HI = CH,-C001l + H,0 + 1, 

But hydrobromic acid, IIBr, gives bromoucelic acid. 

CH,(OH).COOH - 1 - HBr = ClI.Br.COOH -H 11,0 

(iv) On oxidation, it first gives glyoxalic acid, anil finally oxalic acid. 

CH./)H (’HO * COOH 

. COOH COOH ' COOH 

Ofycollic acid Ol.voxalic acid Oxalic acid 

Lactic acid, a-hydroxy propionic acid, CH 3 .CHOH.COOIT, occurs 
in sour milk from which it was first isolated by Schecle in 1870, and 
hence the name. It is formed in milk by fermentation of milk sugar 
(lactose, CijHaaOjJ by bacillus aceti lacti. 

= 4Cir3CH(OH).COOH. 

Commercially, lactic acid is made by adding sour milk or decayed cheese 
(which supplies the ferment Bacillus aceti lacti) into a solution of cane sugar or 
starch in pre.sence of calcium or zinc carbonate. During fermentation extending 
over several days, the temperature is kept at 35-40®. The lactic acid formed is 
neutralised by the calcium or zinc carbonate, giving crystals of calcium (or zinc) 
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Tlicsr* aiv ilecoiiiiiosed willi diliitt; Mdiduii'ic acid, and the lactic acid 
is extracted with ctlicr. The lactic acid is nhtaiiied as a viscid liquid on 
c\.ip()i'.Uin(' till' crncr. 

Lnctic :i(*i(l tniiv Iif s_\ iii]u"-;iscil: (i) by li\(li'ol\sis of a-(ihlorn ^or 

broiiio) |)io|)i(ini(; iicid l)\ boiimp, witli water ^llu' ciirbon iitoin next' 
to the earb(i.\\l ■^idiip is called tlii‘ /-catbun atom). 

t:H.,.(’lI(’d ('OOII -i-11.011 (Ml, tMl()II.(’()()l! -i-llCl 

I’lopiuhic. acid on eblormalion or brominiition in presence ol' red 
I’ i/r J, eivcs 7-cli)oio (ui bromo) propionic acid. 

(Ml/MI ,(’0011 r-(’L ('II.,(M1(’I('0()II i 1101 

(ii) by b\diol\<is ol aci laldeb\dc‘ cNanbvdrin (p. 3(5). 
0!1,(’11{()11)0N ,-211,0 011,(’ll(0ll)000li I Ml, 

Properties, (i) l.actie aeid is a colourless viscid lupud with a sour 
taste (m.p. 1>S' 1. It is hiyldy li\fjiroscopic, and is solidilo in water, 
alcohol and ctiier. 

(ii) It caiinoj 1 ) 1 ' distilled nncbai'ijcd at ordinal \ ])iessme, as it 

dccoinpo-.:cs into (’11,0110, 00 and watei ; bid it distils iniclianped at 
1 mm. picssuir. (’11,011(011)00011 011 ,(’l 10-t 11 ,0 ; 00 

(iii) It i’oims a lncliiic (a cvelii* di(ster') on bcatiiij; bv (‘limma(i<ai 
o( j w o molecules ol w .il Cl. 

I’ll ,,(’11011 IIOOO (’ll, '’11- -O--0O 

' ! ' i I i ,-2ll..O 

OOOll tIOHO-OH 00 -O (iioil, 

(i\) It dccumposcs into (Mi,Olio an I UOOOll on licatine wilb 
'dilute II.^SO,. With rune 11 ,SO , OO is e\'-)lvcd. 

(’ll,(’11(011)00011 ( Ml ,01J0 JlOOOll 

0^ It is a monub.'^lc .icid ant! t'oiuis salts and cstcis, as usual, 
c - .'e(b\l lactate, 01 1 ,(’ 1 1 (( ) 1 1 !000(’,11 .. 

I>ul (be aeid also eunlaiiis a secuiidarx aleuliulie ^roim OllOlI. 
and beliaves as -.neb On oxidation with bydroyeti peru.xide jn |)reseiie.e 
ol t'errous f^idpliate (beiilonV leayeiit), if yive^ ]i\iuvie aeid. 

on, OO ooon. oji,.(’iion ooon 'O --on, oo (’ooir. n,o 

Laelii* a(‘id also qiNe-^ iod ilovm reaelioii 

Use I ir ,1(1(1 .‘ll'd lls ^;|||‘, ;i?c used III (Klll'j,. i.lMIlini; il'ld (,'l]i('()-|iTiilt 

me,. I'til'vl !;ii'i.il(' I-, .1 sojvfiil |(>i ).i(i|ii('i' MU'iMsli. CalcMiin ia'iili' is n.scil 
nii-dicm,iijL,v, fdi ciilciiim (l('ll( icnc,\. 

'‘-Optical isonierism of lactic acid. — fiaetic aeid exists in Ibren 
isumcric loini'- .\11 llie loriiis have the same stiaiclorc and cbcmical 
com pO'il il 111 and liciic'* ibe sunn' clii'imcal ])rop(>tdics, bid lliev differ 
ill plns'c.d pi'i'pei tics mid in fticir action (in pb.tie polarised liudd. Such 
cuinpoimds arc called optical isomers oi stereo-isomers, and the pbeno- 
meiiun is bnown as ooticarisomerism or stefco-isomerism. 

'I’lic iib('HianciioM was elcailv explained b\ fa' P>el and van t TToff 
in 1871 In ordci- to explain optical isomerism it was ni'eessary to 
lepreseut ipiadrixalent eailioii in tbree dimensions. 'I’bc optical iso- 
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iiR’vism WHS iiiUM'j>n*U>(l lu U'tins oL tiu.‘ m n'l'iiinif'ni in hihuw ot 
(lilfiTi'iit' atoins nr luilN.t'il to l!i(’ c.iilioii atom. 

ll was assimifil l!ia\ tlio caroon ai* iri is siuia^ial at llu’ la'iitn* 
ol iui njiaL,oiiai\ rcjLiiilar ictialu'oiou, mal tlial its ionr \aii'iuM(’s arc 
tliri'oli'd ill spai'f in stiaiuht liiu's, diawii lioin ilia i-aiilic ot llu* toira 
lu'dion lowai'ds its tour ('orilais, as shown li\ tlu' dotlad linas (lit;, d). 
'J'lici aii^lu lii'lui'cn cai'li pan- of \ali'!u,\ bonds m and one pair 



iios in a plain' al iit^dit ant;V' to Mio iilnnt' of tlia oilier pair, 'riieiefore. 
till' valenee iuaids nl a earbon alom are not. distrilaifed in one plani'. 
All the loll! \ aleneii’s* ai’i' eipiallv distributed in spaee, 

.\<nv, the ;»[>ae'' lortnnla of a r-aihon alom atlaelied to four difTeU'iit 
ut/ans or •^r<aips. eaii (>\ist in two, but onl\ t\\o, ditTi'ient t'onns iiml 
tliev aie lelati’d .is an olnect lo il- iidrror-niuijjje Hotb llie slnictiiies 
are .i.s\inineti ii-. i e . the\ lia\e tin plane ot s\ uiiriet i v. l-aotie aeid eaii 
e.xisl in Iwn '-aieb asMiinielnc- forms, ^.mee if eniilains in its molecule 
an atsymmetric carbon atom (shown m beavN l\pe), i.e., a rnrlnui ntom 
hnkiul h) }<>iir ii( nh^mn or prmi/is. 'J'he iv\o isomeric I'orm.s oL'' 

lactic, acid are shown below : 


(’ll, fll, 

I I 

Ji C -on I- II 

fOOIl 


(’ll 


II 

IK) 


/\ 

./ \ 


(’OOII 


I.e IjcI and van’t llot’f attributed the optical acti\il\ of a compound to 
the ]>rosence of asyrnmeliic carbon aioins in the molecule. Lactic acid 
e.xliibils optjcal actixitv due to the ptesence ot an asymiiieliic carbon 
atom in tl!,e moh'cule. 'I'lie as\nimelry in lln* molecule is accom- 
fianied b,v optical acti\it\. 

l>oth forms of lactic acid (ti^u d) relaled as an Kbji'ct lo its mirroi' 
linage, are optically acti\e, but their rotations, thou;.di eipial in rnaeiii 
tiidi'. are opposite in siipi. One toim lurns the plane of polarised li,ij[ht 
to till' ri;,dit. 'I’his is called dextro or d-lactic acid, d’lie sarco-lactic acid 
which is found in musch's, is*d-!.ictic acid. The other form which turns 
the plane of polarised lieht to the left, is calh-d laevu or 1-lactic acid. 

Lipiimolecular mi.xture of d- and I- laelie acids is optically in¬ 
active, since the dextro-rotalion of tlie d-acid is iii'ul ralised hv the 
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lactate. Tliese are decomposed with dilute sulphuric acitl, and the lactic acid 
IS extiaeted with el her. The lactic acid is obtained as a viscid liquid on 
ovaporatiiif' the etner. 

Ij.Tclic acid may be synthesised: (i) by li)drolysis of a-chloro {or 
broino) jiropioiiiu acid by boilirij; wilb water (the carbon atom next 
to tlie carboxyl j^roiip is calioil llu* a-carbon atom). 

(di,.(;ii('.i.('()()ji-i-ii.()ii - (’H.,.cii()n.co()ii i-ncd 

Propionic acid on 'Cblormalioii or broniination in presence of red 
P or J, gives a-cliloro (oi luotno) proiiionic acid. 

(iij by bydioiysis of acetableliydo eyanbydrin (]). 30). 

(UI,('l[(()ll)('X i-’JILO -- t'H,(’ll(()Il)C()()lI-f NII3 

Properties, --(i) liaetie aeid is a colourless viscid liipiid 'with a sour 
taste, (rn.p. JB"). .It is highly hygroscopic, and is solnbie. in water, 
alcohol and ether. 

(ii) It cannot he distilled unchanged at ordinary pressure, as it 
di'eoinposcs into ('ll,(’IK), (.'0 and wab'r; but it distils nuehangi'd at 
I nun. pressmv. (’ll ,('11(01!)(:()()K - Clr.,(’lK) ]-1 I„<)-fCO 

(iii) It forms a lai-Hdr (a cyelic dieslf'i) on heating by elimination 
of two moleenh's of w.itei-. 

('ii3.('ii()ii irooc cir,.(’ii-()- co 

I I i -- ‘I 1 +2T1,0 

coon .trOlK’-CII,, CO—O ClK’ll, 

(iv) Ii decotiiiioses into (Mf,(,’lf() and llCOOlf on heating with 
dilute' II 3 SO,. Wiili cone. If,.SO,. CO is evolved. 

(Mi,cii(oii)(’ooii cii..(Mi() i-iicooir 

(\) it i'j i! inonohasie aeid am! loims salts and este'rs as usual, 
e.g . ethyl laelate, ('ll,,(’l!(()lliCOOCJl,. 

Hut. till' aeid also contains a se'combirv alcoholic group - CITOfr. 
and hebava's as siieli. On oxidation witli bydrogi'n pi-roxide in ])resence 
of ferrous sidpliate (V'enton's reagent), it gives p\iT.vie aeid, 

cir,.c() (’0011. ciT,.CH()ir.('()orr-f-o-(’11,.(’().cooi'f i 11,0 

Ijaetic aeiel also gives iodoform reaction. 


ll.scs. f.si'lic jK'iil and il'< salts arc used in iKiiig, tanning and calico-print¬ 
ing. Kllivl taclalc is a shImmiI for lacquer viirrish. ('alciuin icciato is used 
nicdicinalj-y-, for ralrnun ilcficicncy. 

^ isomerism of lactic acid. —Lactic aeid exists in three 

/ isomeric foi iiis All tin* forms ha\i‘ tfie sanu' struct on' and chemical 
composition and hencf* the same chemical pro})erties. hut. they differ 
in j)li\sieal pitqx’rties and in their action on [ilane polarised light. Such 
coiipioimds are called optical^ isomers or stereo-isomers, and the pbeiio- 
nieiion is hnown as ootical isomerism or stereo-isomerism. 


Tin* filieriomenon was elearlx exjdained bv Le B.e] and van’t IToff 
in 1B74. In order to explain optical isomerism it was necessaiy to 
represent quadrivalent carbon in tliree dimensions, dhc optical iso- 
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men‘<ni was interpreted in terms of the arninji’mcnt in space of 
atoms oi' groups linked to tlie eiirhoji atojii. 


It was ci.'iSuinetl tliat tlio carbon atom is siluatetl at tlie centre 
of an imaginary regular tetraliedrtai, and that its loi*ir \alencies are 
directed in s]>ace in straight lines, drawn from the <-eu(re of the* tetra¬ 
hedron itAVurds its ff»ur ef)rrters, as shown tiy the dotteil liiu's (tig. o). 
The angle between each jrair of vahaicy bonds in and one, pair 



lies in a plane at right angle to the plane of the o(l\er pair. Therefore, 
the valence l)onds of a earl)on atorri are not distriliuted in one plane. 
All tlie four ^alencies''are ('tjiially distributed in s])ace. 

Now, the ”paee formula of a earbou atom atfaelied to four dilTerent 
atoms or groups, ean exist in two, hut only two. diffenmt forms and 
they are related as an ohjeet to its mirror-image. Ifoth the. struetnres 
are .‘is\rnmetrie, i.e., tliey ha\<‘ no plain' of symmetry’, liactic acid can 
exist m two sneli asynmielne forms, since it contains in its molecule 
an asymmetric carbon atom (slnnsn in heavy type), i.e., a carbon atom 
linked lo four dijfrrrni atoms or (jronps. The two isomeric forms of 
lactic acid are sliown below; 


CIl, 

( 

'H.. 

Hi, 

j 

if-c-oir 


-- H 

11 1 

1 


/\ 


(’ooir '^cooii 

Le. Ih'I ami van’t Hoff attributed the ojitical aetiivity of a compound to 
the presence of asymmetric carbon atoms in the moiecide. Lactic acid 
exhibits optical activity due to the presence of an asymmetric carbon 
atom in the molecule. The asyininctry in the rnoii'cule is accom¬ 
panied by optical activity. 

Both forms of lactic acid (tig. o) related as an hbject to its rnirrfM,’ 
image, are optically active, but their rotations, though equal in magni¬ 
tude, are opposite in sign. One form turns the plane of polarised light 
lo the right. 'Hiis is called dextro or d*lactic acid. 'I'he sarco-lactic acid' 
which is found in muscles, is*d-lactic acid. The other form which turns 
the jilane of polarised light to the left, is called laevo or l>lactic acid. 

Bquimolecular mixture of d- and 1- lactic acids is optically in¬ 
active, since tlie dextro-rotation of the d-aeid is neutralised by the 
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laevo-rotation of the 1-acid. Sour milk lactic acid is optically inactive. 
But it can be resolved into optically active d- and 1-lactic acids. Of 
the three isomeric lactic acids, therefore, two are optically active and 
one inactive. 

VT^aric acid, J[OOC-ClT{OH)-Cir(Oir)-COOir, is dihydroxy 
succinic acid, and is found in f^rapes, tamarind and in other fruits. 
But the chief source is grape juice. During fermentation of grape 
juice a brown crust of aci(l potassium tartrate, (3^H,0,,K, called argol, 
wine loss or tartar, is deposited. I’artaric acid was isolated from argol 
by Schecle in 1.761), The rccrvstallised argol is known as cream of 
tartar. 


In order to prepare larfaric the arsol is di.«.solved in boiling water and is 
nearly neutralised with ehalk, when calcium tartrate is precipitated and potassium 
tartrate remains in solution. 


20.11,0,K + (^a(30, . 
Acid potassium taitrate 


C.ir.O«Oa -i- CO, + lf,0 + G.H.OJC 
(kilciurn tartrate Potassium tartrate 


Tho calcium Iratrate is filtered off, and the filtralc is treated with (3aCl, 
solution, when calcium tartrate is precipitated. 

C..H.O,K, + CaCl, - 0.n/),Ca + 2KCI 

The calcium tartrate is decomposed by dilute 11,80., and the insoluble 
CaSO, filtered off—Ihe filtrate «m concentration and cooling give c'rystals of 
tartaric acid. 


Synthesis. —Tartfiric ticid may bc' syutbesised by llie ticfcion of 
moist silver oxide on dibromo-succiiu' acid, l^romine acts on succinic 
acid in prosetiCC of red 1‘, giving dibronio succinic acid. 


CH,.000K 
I ■ +Hr. 

ofr,.(ooii 

CllBr.OOOH 
1 + 2AgOH 

CllBr.OOOH 


OllBr.COOIl 
(JIB. .000 FT 
OIIOII.OOOJI 

I 

cfTon.cooli 


-F 211 Br 


4- 2.AgBi 


or by tlio bydiolysis of glyoxal cyanb\drin. 

OHO IICN CH(OIF)(^N H.O CHOFF.OOOII 

I - ^ I -> I 

OHO OH(011)0.\ CHOll.OOOH 


Properties. —(i) Tartaric acid is a eolourh'ss cyvstalliiK' solid which 
is soluble in water and alcohol, but not in ether, 'i'ln* aqueous solution 
is exireniely sour to the taste. ^ 

(ii) It is a dibasic -acid and hence forms two series of salts and 
esters. The acid salts e.g., potassium hydrogen tartrata aoad ammo¬ 
nium hydrogi'ii tartrate, are sparingly soluble in cold water, but the 
normal salts, such as sodium potassium tartrate (Boehelle salt) is 
readily soluble in water. Rochfllc salt, C.,II,,0gKNa.4Il20, is raatle 
by neutralising cream of tartar with sodium carbonate solution and 
crystallising. Tartar cm r tic (potassium antimony] tartrate). 
(3jH/)f,K(SbO).TT./), a white crystalline solid, moderately soluble in 
water, is made by boiling aqueous suspension of antimony oxide, 
Sb„0,. with f:ream of tartar. Tt is used in medicine as an emetic 
and as a niodrant in cotton dying. 
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(iii) It I’omis tartaric anhydride by elimination of a molecule of 
water, when carefully heated to loO". 

CllOlt.COOIl ClJOII.tX) 

- I + 

CllOIf.COOIl ClJOH.t’O^ 


(iv) It reacts with alehhol, {?ivin<^ diethyl tartrate, which rit.li 
acetyl chloride, gives the diaeetyl ester. 

(iiioH.('ooc,H, cir(()(:ocH,).a)(K‘,ii5 


('HOll.('O0CJI, rH(OCr)CH,).COO(\H, 

Diethyl tartrate Diaeetyl diethyl tartrate" 

(v) in reduces tartaric acid to succinic acid, but lIJ5r gives 
ilihrorno sueemie acid. 

(Uioir.cooii cTU’oon 

I +41TT ---• I " 4-211 .Oi-2I„ 

(lllOJl.t’OOII (’IlX’OOIl 

Tartaric acid is dihydroxy succinic ticid. 

Tests. —(I) T artarie acid ehars on hpalirii; and emits smell of Imint bn.L^ar 
Heating with eon< entraled sulphuric also chars il, e\oKing I'O, CO^, etc. 

(ii) A rienlral solution of a tartrate gives a wiiite prj'cijiilatc of ealeiutiL 
tartrato on hliaking with ^calcium chloride soliil'un. The precipitate is soluhic iu 
acclic acid (cf. ca.lcium oxalate) 

(iii) Silver mirror test.— An afpioous solid ion of a (arlralc reJnoes aiiimoniat al 
sil/er nitrate solution on wanning, giving a mirror of silver (of. citrate). 

Silver nitrate, solution is added to an aipioous solution of llhchclle salt, (or 
any other neutral salt) in a test lube, \vheri*a vvliile, jiri'cipilate of calcium tartrati* 
is tormed. The jirei ipitate is just dissolved by adding ariitnotiia solnioii drop 
by drop, and tlio test tiihe is then placed in a ballx of billing wale.r. A shining 
mirror of silver i.s deposited. 


Useis. —Tartaric acid is H.scd : 
powder and in efl'ervescuig drinks, 
solution. 


(i) as a mordant in ilyeing, (ii) in baking 
lloehcllo bait is a const iluent of rchling’s 


Tiiftiiric acid exists in four isenneric fnnns. all of wliich have tin* 
same strucluie tuul clieniical composition, and licnee. tlic same chemi¬ 
cal prepert.ics, hut lliev differ in physical properties and in their 
behaviour towards plane jiolarised light. Th(‘ I'our isomers tire. 

\_4-tartaric acid. —The tartaric acid made fioin nrgol is d-tariaric a< id. It 
irsylallises in colourless liansfi.irent prixih.'), iji.p. 170'^. [1 is soluble in water 
and alcohol, lint not in ether. 'J’he aipieous golution is thxfro-iotufonj, i.e., turns 
the plane of palan.sed light to the right. The ordinary aiid ih d lartarie acid. 

V.JRacemic* acid. —Hacomic acid is found as a by-product in the* mother liqnor 
from cream‘of tartar (Latin mf.emm, a hnnch of grapes). It .forms r/ioinhif 
crystals (m.p. 204°) carrying two molecules of water of crystallisation ; d-tartaric 
acid forms anhydrous prisms, m.p. J70°. Eaceniic acid is less soluble in water 
than tlio d-acid: tludr balls show .similar differences in solnhility. tl is opfirnUij 
‘inartirp hut niav' be re.solved into optcally arlive d- and I- tartaric acids. When 
the d-lartaric acid is heated with water in a sealed tube to 175° or hoiled with 
strong caiibtio soda soliiiori, it is converted into racemic acid. The, pioccss is, 
called racemisation. * . . . , 

V_l>tartaric acid resembles d-tartaric acid in all properties o.\cepl (Tystalhnc 
form and the sign of optical rotation. Its aqueous .solution Inrns the idane. of 
polarised light to the left, and to the fiame extent as the. d-acid, i.c., it is lacvo- 
rotatory^ Aimixturc of the d- and 1- acids in equal amounts produces no optical 
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rotation and forms raceme arid. Tlie 1-iartaric acid is obtained from the racemic 
acid by resolving into the d- and 1- forms. 

Mcso-tartaric acid is fiot found in nature but is formed (togoUier with race¬ 
mic acid) by. heating the d-acid with water or aqueous caustic soda in a sealed 
tube at 165“. MesOtartaric acid (m.p. 140") crystallises in filates with one mole¬ 
cule of water of cry.itallisation. ft is more soluble than the racemic acid. The 
calcium nicso-tarlrale is very much ies.s soluble jji water than ordinary calcium 
tartrate, and is also insoluble in acetic acid. Mvgo-lnrhirif arid is opticaUif 
inactii'v. 

Synthetic tartaric acid is optically inacti^e. It is cither a racemic acid or a 
mixture of racemic and meso-tartaiic acids. 

Optical isomerism of tartaric acid. —Tartaric acid exists in four 
isomeric forms: iwo optically active forms, c.g., d-tartaric acid and 
l-tartaric acid, and two optically inactive forms, c.g. racemic acid and 
me.so-tartaric acid. 

An inspection of the structural formula of tartaric acid shows that 
it contains two usymnirlric carbon atoms (heav) type), H 

each of which is linked to the same set of 4 atoms or | 

groups, namely, 11, OH, OOOIl and 011(01 [)C()OH. JlO-C-COOlf 
The two asymmetric carbon atoms are exactly identi- | 

cal, and henee their effect on ]M>lariso(l light will be llO-C-OOOIl 
thii same in magnitude in respect of eacli carbon atmn, | 

and the total opli'.ia] effi'ct of the molecule is additive. II 

Let us consider the two asymmetric carbon .ttoms separately. In 
the fidlowing t\M) arrangements one is the mirror image of the other, 


0 I 11 H ' (' 

/\ ■ ' /\ 

/ \ / \ 

OOOII Oil TIO t’OOH 

(i) (ii) 

and has, theredoro, equal hut opposite effects on plane polarised light. 



Pig. 6 

Suppose that the arrangement (i) is dextro-rotatory, and tlierefore, 
the grouping (it) is laevo-rotatory, (iig. 6). 

(i) When both the asymmetric carbon atoms in a molecule of 
tartaric acid have dctxro rotatory effect, the moh'culc turns the plane 
of polarisation to the right, and is known as d-tartarie acid (ii). 
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(ii) Whi'ii both tljo asyinniotvic i-aibon atOln^^ in a nioloculo of 

iartaric acid have laevo-rotatory effect, the inolectiie funis, the piano 
of polarisation to the loft, and is called the 1- tartaric acid (i). 'rho 
J-acid is a niaror image of llui d-acid, and none has a jilane of 
suninetrv. • 

(iii) When one asynmwtric carbou atom is (h'xlro-rotatory, and 
llie other laevo-rotatory, the rnolecnle of tartaiie acid as a whole has 
no elTect on plane polarised light and is ojitieallv inactive'. 'I’his is 
meso-tartaric acid, (iii) The dextro-rotatory otfec-l (d' one carhon atom 
is just compensated by the laovo-rolalorv effcltt of the oIIkm' earhoii 
atom. This is inlenial eoa?;a’»i.s'«f/oa. jVleso-larlarie acid cannot bo 
H'solved into d- and 1-lartaric acids. 

(iv) A mixture of equal amounts of d- and 1-tartaric acids will 
have Tio ♦'ffeet on plane jiolarist'd light, since the dextro-rotation of tlie 
d-acid is just neutralised by the laevo-rotation of the l-aeid. The 
mixture is, tlierefore, ojitically inactive. The raei'mic acid is such a 
eipiimoh'cular rnixtnrt' of d- and 1-tartarie acids, and is also ealleil 
dl-tartari(5 acid. It is optically inactive, hut can he resolved into opti¬ 
cally active d- and 1-acids. The racemic acid is fherefore, said to he 
cxiernalli] compensated. 

Lmiis Pasteur, (1850) the fnrnous Prenrli sdeiilisl, did elasMial researches on 
epical isoniensni of lai'I.JHic acid. 

(htric acid„ occurs free in citrus fruits (and hence the 

name) such as lime, lemon, tomato and orange. Selu'ele isolaU'd the 
acid from lemon jnici' in 1784. 

^Citric acid, is made from lemon jnice, which contain 7-8% of the 
acid, by huiUuij wdth milk of lime, when ciilciuni citrate is jiree.ipitated. 
'Phe precifiitate is separated aial decomposed with diluli' Jl^SO^. 'I'he 
itisohihle CaSO, is filtered off—the filtrate gives crystals of critic acid* 
on concentration and cooling. 

Citric aciil is also rn.idi' hy forincntatioii of a dilute glucose solution at. about 
40°—the fcrnieut is a fiiuifiis \vlii<h dCcnniprxscs ffliicosc into ciliic, acid and carbon 
dioxide, 'riic .icid is separated by formation of calcium citrate, above. 


Properties. —(1) Citric acid forms large transparent crystals, 
<1,H,(),.I120. The crystals melt at 1(K)\ but the anh.vdrous acid at 
ir)3°. It is soluble in w'ater and alcohol, but not in ('tlier. 

(ii) When heated to ITu", it loses a molecule of water, formic 
aconitic acid. 


(1H,.C00H 

C(OII)C'OOH 

I 

Citric acid 


CH.CCOH 

II 

-f (\C()()H 

I 

I'll ..COOlf 
.\( onitic :u nJ 


+ H ,0 


Citric acid is u monohydi'oxy-tricaibox,>lic acid 

(iii) It is optically inactn’e, as it contains no asymmeirit! carhon 
atom in the molecule. 

(iv) Jt does not reduce nmmonical silver nitrale on warming, but 
slight reduction takes place on boiling {cf. tartrates). 
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(v) A neutral solution of a citrate gives a white precipitate of 
calcium citrate on boiling with CaClj solution, (c/. tartrates). Cal¬ 
cium citrate is soluble in cold but insoluble in boiling water. 

Uses. —Citric ‘acid is used in making; lettionades and as a mordant in dyeing. 
Ferric-,ammonium citrate is used in medicine. 


I 


XIV 


CARBOHYDRATES 


The Carbohydrates. — Sugar, starch an<l cellulose, which are the 
important products of plant lif(', are the common examples of a class 
of substances, known as carbohydrates. The name carbohydrate 
originated from the fact that compounds belonging to this class, 
contain carbon, hydrogen and oxygen only, the hydrogen and oxygen 
being in the ratio of 2:1 (as in water), and their formula may be 
writen as (llo(l)y, i.e., hydrate of carbon, o.g., glucose Cr,(H./))g or 
CglFmO,,; cane sugar or But the term is mis¬ 

leading as carbohydrates do not bi'havt; as hydrates. Also, carbo- 
hydrat(*s ai-e known which do not contain carbon and hydrogen in the 
ratio of 2:1, c.g., rhamnose, Cgllj^O^. 


The carbohydrates fall into two main groups : the sweet and crysUdline 
sugars, e.g., glucose and cane .sugar, and the tasteless and amorphous starch 
(as rice, wheal, l)arley, potato, etc.) and cellulose (as -cotton, gi;ass, straw, wood, 
bamboo, juto, etc.). 


The carboh)'(lrates are classified, by reference to their behaviour 
towards liydrolysis, into: 

Monosaccharides which, do not undergo hydrolysis with dilute 
acids, e.g., glucose, and fructose, 

'»(n) Disaccharides, 1’, 21122 ^^ 1 , whidi give two molecules of mono¬ 
saccharides on hydrolysis, e.g., can sugar aiid lactose. 

(cane‘sugar) + II/) CJl^jO^glucuse)-!-(fructose). 

vdii) Polysaccharides, (Cr,l'f]o^^5)n . which on liydrolysis give mono- 
sachliaride, c.g., starch, cellulose, gum, pectin, and dextrin, etc. 

The tri- and tetra-saccharides, on liydrolysis, give 3 and 4 moiio- 


sacch aridos-respeeti vely. 

The monosaccharides are eitlier polyhydroxy aldehydes or poly- 
hydro.xy ketones, and are kno'vn as aldose and lictose respectively. 
^ (ilucose, is aldo-hexoHC, and fructose, C.HiaOg, is heto- 

hcxosc. The ending -one generally refers to carbohydrates, . 


Carbohydrates are mainly derived from the vegetable kingdom. The carbo¬ 
hydrates are of great importance in our daily life. The starchy food we take, 
the cotton fabrics we wear, or the paper wo write on, are all carbohydrates. 
Cotton is almost pure cellulose. Paper is made from bamboo and grass which 
are mainly cellulose. The carbohydrate, chiefly starch, is one of main types of 
foodstuffs' w'hich arc fats, j/roteim and carbohydrates. Alcohol is made from 
carbohydra^se. Artificial silk and celhiIoi«l are -produced from modified cellulose. 

\><^COse, CJTjjOp, occurs in grapes—ripe grapes may contain as 
high as 20-30 per cent of it. But it also occurs in most ripe fruits, 
in the nectar of liowevs, and in honey, usually associated with 



CARBOHYDRATES 


75 


fructose and cane sugar. It is called grape sugar from its presence in 
grapes, dcxtrone from its dextro-rotation, and glucose from its sweet 
<aste ((jreek glucus, sweet). 


Criucose occurs in traces, about O'l per cent, in our blood and urine. But 
in the case of diabetic patients who cannot decompose starch beyond ^ncose 
stii^e duo to defects in digestwe system, the urine may sometimes contain 
a-lO% glucose. 


In the laboratory gUicoso can be readily p]‘eparod from cane 
sugar. The can sugar is dissolved in 90 per cent alcohol and the 
solution warmed with strong hydrochloric acid,* when the cane sugar 
i‘! convei’ted into glucose and fructose. Fructose, being more soluble 
in alcohol, remains in solution, while glucose separates us anhydrous 


ystals. + (gltn'os(0 +(fruc.tose). 


Glucose is made cotnmernnlly from starch (which is built up of a large 
number of glucose molecules). Starch is hydrolysed into gliiooso hy heating with 
(lilue lIjSO^ under pressure. 

(t'.H„0,)nfstarch) + nll,0 - nCJI.d).,. 

The liquid is neutralised with chalk and the itisoliihle CaSO, filtered off— 
the aqueous solution of glucose is then decolorised by filtration tlirougli a bed 
of animal charcoal, and then concentrated to a thn-h syrup in a vacuum pan. 


'i^operties. —(i) (llucosc is a colourless crystallitie solid with a 
sweet taste, though not .as sweet as cane sugar. It is readily soliibUi 
in water, but ojnly sparingly soluble in alcohol. It crystallises from 
aqueous solution with one molecule of water, the crystals melt at 80" ; 
the anhydrous crystals melt at 140". (llucosi' is de\iro*-rotatnry in 
aqueous solution. It is fennnted by 5’^‘tst to alcohol and CO,. 

(ii) Cilncose contains 5 alcoholic 01 f groujis and one aldehyde 
group, -Cno, in its molecule. Glucose is aldehrxosc. It gives many 
reactions of aldehydes. Thus it fonns cynhvdrin with HGN, oxirnc 
with hydroxylamine, Nlf^flU. and plienylhydra/.one with phenyl 
hvdra/.ine, Cjr^NTI.NH,. The reactions are; 

()II 

(i) 0rT,OTT-(ClIOU),-GIlO+llCN -> CIT,()n-(GriO]l).-(TT/ 

Glucose Glueose cyauhydrin ^GM 

(ii) Cl 1,0FT-(C110H),-C110 + 1T,N0I t 

_> Cir^Oll-fClIOlll.-ClI -NOII 1-11,0 
, Glucose oxime 


(iii) CH,/)n-(GlI0II),-CH0-hir2N-Nlll',H, 

rn.,0TT-(cii0Ti ),-ci I -n-nii,c,,ii,+ ir.,o 

Glucose phenyl hydra/.one 

• 

But the phenyl hydrazono by further action of plienyl-hydrazinn 
forms a yellow crystalline solid with a definite melting point, known 
as ghicosazone. 

The phenyl hydrazone is'oxidised by a second molecule of phenyl 
hydrazine, giving a ketone which is phenyl hydrazone of glucosono ; 
the ketone I’cacts with a third molecule of phenyl hydrazine, forming 
glucosazone: 
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(i) (iir,on 
i 

(CH0H)3 

I 

ClIOH 


+ I1.,N-N1IC TI, 


CH,OH 

I 

(CHOHh 

I 

CO 


+ NH3 + C.,H,NH, 
Aniline 


CH -N.NlirjI, 

I'henyl hydrozne 

(ii) (ni.OH 

I 

(GHOH), 

I 

(.:o 

I 

CIU N.NIIC,H 


+ U,N-NUC.n, 


(’H-N.NHCJI 3 

PJienyl liydrjtzonc of gUicOhOiie 

CH^Oir 

I 

((’HOH), 

I 

a N-NIIC.H, + H„0 
I 

(’H-N-NU(\H 


Pliciiyl I'liioo.'ifizonc 

Tlip osH/diio IS usL'il ill drtccHiifj mikI uh’iiHfifiu/f (fUiroi^r. 

Formation of osazonc —A soliilion of plicnyl hydrazine acetate (prepared by 
mixiiit^ 1 i^ni. of plienyl liydrazme wifli 1 f<ni. of glacial acetic acid, and then 
diluting In 10 c.c.) is added to 5 e.c. of glucose solution (containing about 
0-5 gm. glucose). The iriixture is heated in a test tube iu a bath of boiling 
wate.r. In 10-15 minutes yellow crystals of osazonc separate. The cry.stals are 
filtered, wa.shcd with water and recrystallised from alcohol. The o.sazone melts 
at 204-5", and looks like crystaHiiie tufts under the microst'ope. 

\.,£t^ver.sion of glucose into fructose.—Ou hydrolysis with hydroeliloric acid 
phenyl glucosazone gives glucosone. The glucosonc on reduction with zinc dust 
and acetic acid yields fructose : 

CH,0II 


(OflOH), 

I 

C -N.NHCJL + 2H,0 

! 

CTl-N.NHCJI, 


CH.OH 


(CHOU), 

I 

CO 


+ II. 


oil.OH 

I 

(GIIOH), + 2H,N-NIICjr, 

I 

CO 

I 

Clio ((»liico.sono) 

CH .Oil 


(CHOll), 

I 

I CO 

GHO I 

CH^Olf (Fructose). 

(iii) Tjike aldehydes, glucose reduces aminouiuciil silver nitrate and 
Folding’s solution (p. 38). 

(a) A ij'uiTor of silver deposits on adding a solution cf glucose to 
ainnioniaeal silver nitrate solution in a test tube and then heating the 
test tube in boiling water: 


ClI,OH-(CllOn),-(1HO I Ag/)- 


cn,on-((:iioH),-co()ir+Ag 

(Uuconie acid 


(h) A red precipitate of cuprous oxide is formed on boiling a sc)lu- 
tion of glucose with Fehling's solution. The reaction is used in the 
csiimation of sugar, and also for detecting reducing sugar in the urine 
of diabetic patients. 

OH20rr-(Cll()Il),^-C110 + 2(hi()-> CH20H-(CH0ir.),-C00ii-i-Cua0 
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(iv) On mild oAididion with bvotniiK' wntpr ufliioosp givps 
jicid, (\,I I tlif* akli'hvdt; t^i'nup -dllO^ iti <»lucosc nxidispd 

to -(!OOH i^mup. (iliic'oniij acid on fiivtluM' oxidation gives sac^Oiario 
acid. Strong nitric acid, liovvever, oxidises glucose, to oxali<; acid. 

" (-lL()Jf-((^lI()fl),-(’OOir-f 2 irBr 


dH 30 TT-(ClIOir)^-OOOll 1-0, - 

(li) oirj)rr-{C!rorr),-(^no-t 0 o 


(iluconic lu^id 

IIOOC ((ni0TT),-(’00U ! J[,0 
Saeeliaiie, acid 

IIooo-{'oolI^ ;^n,o 

Oxalic! acid 


(v) diluc'ose forms a penta-aeeh 1 derivative, ('■,,,H,0((Kk)(’llJ,, 
by reaction with acetic anhydride, and ln'iice it ccjutains 5 (M.f groups: 

cii,oir- (oiroi[),--ciro-i-(’ii,dOdi 

’ Ohicose ('ll,(0(’()(’ll,) (rilOCOdll.,), . i-.VIK'l 

I’enta a(!etyi glucose' 

Olncosc' is, ihi'refore, penta-bydroxy ahb'liyde, (\n„(01 10. 

(vi) (ilui:ose is tediiced b\ sodimn-amalgnni to an alcoboi 
anrhilol. llu' CIlO group being rc'dnced to the (’ll,OH group: 

rii.oii- (cnoii), cHo ! 2 ir-^(•ii.,oji- (('iioin,- ('ii.,oii 

Ohicfise Sorbitol 


Till' soibitol ('ll 'ediietion witb .lit givi's iionnal sceondarv liexyl 
iodidi*. (d I,-('111-(’! 1,-('11 ,,-t'll ,-(’11 vjJiicb is a derivative of normal 
luixane, ( '11 ,-t’1 1 ,-('11 , (’l I '11' 11 ^ d’lierel’ore, glucose is a 
straight ebam (.tompound and ina\ be written as • 

(’11,011 -(.’lion (.’IlOII (’HOll-CllOil --(’HO 

Ihit tin* open (‘bam fornnila of glucose cannot stLi(!tly explain its 
bebaviour. It lias been ('stablisbcd that glucose exists in a cyclic form 
and that it contains an oxide ring in its structure: 

011,011 (’ll OHOH OlIOH- (’lion (dlOH 

- () 

(vii) On lieatiiig alone or witb stroTig n,,S(),. glucose e.bars into a 
black mass. 


MolLsch’s test. —Two to (liivo drops of an alcoholic .-(oliition'of 5 ,-nijplithol 
is :ifl(l('(l to <j;liicosc solatinn arul IIk'm (('(ic. H ,S(), is carofnily poarod down the 
sid(! of liic ic.st (nhL'--i blue or violet I'oloiir di'vel(<ps. The i'0a<lion i.s j;lvcn 
hy all solii})le c.iiLoli^idrates. 

llses.—(lliicose is used as a sweetening agenl. in c(infe( I ionary, and in 
preserved fruits and jams. It is used in silvering miirm.s. and as an invalid 
food. Patients are given glms'sg iujeitioii 1o inereasi' the hlood sugar content 
Oaleiuiii gliKO’iale removes ealeium doficiei’.cy (llucose is fermenled t<j wind and 
beer. 

c.'FfUCtose, (’jr,—Mixed witb glucose, it occ.urs in many fruits 
(and therefore, also called fruit SUgUr) and in honey. Tt is also called 
laevulosi:-, on account of its laevo-rotation in solution. 
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Preparation' —^Fructose may bo made from cane sugar by hydrolysis by 
heating with dilute sulphuriu acid. Cane sugar is converted into glucose and 
fructose. The a'.;id is nrecipitated a.s BaSO^ by adding barium carbonate and 
filtered off. The filtrate is concentrated and heated with milk of lime, when 
calcium fructosate, C,H,a 05 .Ca 0 , being sparingly soluble, separates—calcium 
glucosate is soluble in water. This is suspended m water and decomposed by 
COj, and lillcred from calcium carbonate : 

C.H,,(),.CaO+ CO, - CaCO, 

The filtrate on concciitral ion dejiosits crystals of fructose. 

Comnicrciiilly, fructose is made from inuiin, (a polysaccharide made of 
fructose only) found in dahlia tubers and Jerusalem artiihoke. liuilin on 
hydrolysis with dilute sulphuric acid gives fructose. The acid is removed by 
precipitation with Hat^O,, and the filtrate is evaporated under reduced pressure 
to a thick syrup, wliich solidifies on adding a crystal of fructose. 

Properties. ■—i’ructoso crysttillisos from alcohol in rhombic prisms, 
in.j). 0.3Jfj is more soluble in water and alcohol than glucose, and 
tastes sweeter than glucose. Ijike glucose, it is fermentable by yeast 
to alcohol and 002 . 

bVuctose contains a ketonic group, >C- 0, atul is therefore, a 
kctohi’-ronc. Ja most of its reactions it resembles glucose, ft reacts 
vsith IION, and t?gH.^NilMH 3 in the same way as glu('o.si‘. 

With idietiylhydraziiie it gives the name osa/.on-<j as glucose. 

Althougli it is not an aldalivde but a ketone, yet it reduces 
ainmouiacal silvei- nitrate and Fidiling's solution, like glucose. The, 
pri'scuci' of easily oxidisable -(' 0 (’Il 201 I group in. fructose aecount.s 
lor its reducing property. I’rucioso, being laevo-rotatory, differs from 
glucose in its action on jiolarised light. It forms .a peuta acetyl deriva¬ 
tive like gliKiOse, and hence eontaiiis five. Oil groujis. Therefore its 
structure may be written as ('-11^(011),,(>C0). Like glucosi*, fructose 
contains a chain of six carbon atoms, and its formula may be wiitteii 
as: 

CHoOH-oilon - ciioir-ciioii-co -0112011 

But it has been shown that fructose exists in a cyclic form and 
contains an oxid<;-ring structui'e: 

ou2-oii-o(on)-ciioH-cHOii-oiroi:r-ori2 


• I’ructose can be assimilated In diabetic patients, whereas glucose 
passes out unchanged Avith urine. They are, therefore, given fructose 
in placy of glucose or cane sugar. 

VyjCane sugar, siicrose, occurs in large quantities in ripe 

sugar cane (lo-18 per cent) and in beet root (l,o-2i) per cent), and also 
in small quantities in some fruits such as pineapples, strawberries and 
ripe banana. Sugar is obtained commercially from either sugar cane 
or sugar beet. 

Extraction from sugar cane. —The sugar canes are cut into short 
length, and pressed between hot rollers, whereby the juice is ox- 
"Cfesed. The juice contains about 10-20 per cent cane sugar and a 
/ reducing sugars (glucose, etc.). It is heated at about 90” with 
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excess of milk of lime in. order to precipitate as insoluble calcium salts 
the phosphoric, oxalic and citric acids, and to coagulate thti albumin, 
which are contained in tlie juice. Carbon dioxide, is then passed 
through the liquid to precipitate the excess of lime, and also to de¬ 
compose the naccharate of Itrne, (.^gH.^O^^.SCaO, which is formed 


Cj2H,,0„.3Cal) + 3C0, ^ CjJd^O^ + .-JCatX),. 


The precipitate is removed by nitration. The filterc'd juice is 
decolorised by passing in sulphur diojidc. llie clear juice is then 
couceiitrateil under reduced pressure in vacuum evaporators, until the 
sM’upy liquid deposits large crystals on being cooled, it is then run 
out and cooled, when sugar crystallises out. The crystals are separat¬ 
ed from the yellow (or brown) syrupy tnnihrr liquor (called molasses) 
liy a centrifuge. 


(ii) Extraction from sugar beet. — n’ho discovery of .socroso in bool nxjt w.is 
by tlic German chemist Alaiggraf in 1747. Tbo sujrar oonlonl •>vij;iiiaUy was 
about. 7 per cent only, but it lias boon, raised as ln,i;]i aji 25 per ooiil by <-iH’eful 
lu'cediiig, but the average is 16 per cent, 'riie roobs arc wa.sliotl to remove 
any adhering earth, and out into (hm slices, and Ihiui maoeratod \\itli liol v\ater. 
The aqueous c.Yliacl of sugar is (hen treated in the saino way as sugar oano 
jiiiec. • 


Molasses i.s used in «iaking aloohol (p. 27), and also as a cattle foial and 
a fertiliser, /{eijtis^e (the extracted canes) is used as a fuel and in making the 
building board ‘t.dotex’. 

Sugar refining. --The raw ciuk' sugar has a brown or vdlow 
colour. It is ndinod by dissolving in water and LIhmi tiltcring tbo 
solution tlirougli lu'ds of iinirual charcoal. The decolorised solution 
is then evaporati'd imdf'r reduced pres'sure and crystallised. 


The name cane sugar and beet sugar merely refers lo Ihi* source of the 
sugar, f'hemically they are identical, and refer lo a single chemical substance 
sucrose. Cane sugar is the coinrnorcial name for siicro.se. 

Properties. —Sugar crystallises from aqueous solution in mono- 
clinic prisms. Surqur candij is largo sugar crystals dc])osit('il on 
threads suspended in the solnlioii. 

Sugar is readily soluble in water but. is almost insoluble in alco¬ 
hol. It molts at 100'’ and on cooling sets to a [lale yellow' glassy mass, 
known as barlnj siujnr. tint at about 2tJ0° it is conveited into a brown 
mass, known as caramel, which is imich,used in confectionary, and for 
tinting spirits, soups and vinegar, etc. A very pure ha-m of charcoal, 
known as su’yar charcoal, is [ircparod by dry distillation of sugar. 


Sucrose is optically active and is dexiro-rotiitoiw 
tration of sucrose, in a solution can be mrasiircd by 


The conccn- 
dfdermining its 


rotation in a polarimeter. Sucrose is readily bydrolvscd by warming 
with dilute mineral ariids, e.g., dilute ll^S(),j, into glucose and fruc¬ 


tose. 




The mixture is known as invert sugar, and tlie process inversion 
of sucrose. Of the tw'o sugars formed, glucose is dextro-rotatory and 
fructose laevo-votatory but the rotation of fructose is greater than that 
of glucose, aiid therefore, the invert sugar is laevo-rotatory. But since 
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cane is dcixlro-retatory, this process of fiydrolysis is called 

inverfiiott due to change of si^ti iti the volation. Tlic invert sugar 
is s\vu'et(M- than cane sugar and is used in confectionary, and also as 
a food for the infants and the invalid. 

f 

Concentrated sulphuric ac/id gradnallv d('(ioinposcs and chars 
sugar -the charred rttass froths up. ('onciaitratcd nitric acid con¬ 
verts it into oxalic acid. Sucrose is not dirccll\ fermentable by yeast, 
lioforc idcoliolic I'ernu'utatlon. it undergorjs inversion by the en/ytne 
invcrliiHC, also present in \<‘asl. 

Sucros" does not sl'ou- reacdioiis of an aldelivdc or a kc'toiu'. It 
is nut a rerhicing sugar. It does i-educe I’ehliug’s solution, but 
does so after boiling \\i(h dilute sulpluirio acid for a few niinutes, 
\vh(>n iiuf'ision into glucose and fiuotose takes ])lace. tty this I'c- 
acdioii suer>)se. can hi! (h’lcclrd and (liftlituiiiifijird from the reducing 
sugars, e.g., glucose and fructose, whieh dircclhf tvducc. k’chling's 
solution. 

Test. —A solution of cane snf;ar is inverted hy boiling wilb dilnto sulpliniic 
aciil, and then rnaiie alkaline with caustu- soda solution, and boiled with Keldmg’s 
solution. \ red preeiiulale of euprons o\ido is formed and deleets eane sugar. 

Cane stigai is an iinjiurtaiil aitiele. of food. 

'v.-Fbiysaccharicles. - -Starch atid eellulose are comph'x earhohvdrales 
huill ii]) I'lom a large munher nf glucosi' (monosacclufride) molecules 
with climinxliou ol watcj-. 'Ihey arc called ])olys:i(H:harides and give, 
glucose on acid hwlrolysis. Their mole(!ular compli'xity is not delimtc- 
Iv known, and hence their I'ormula is given as In con- 

liast to simple sugars, they are tasleless amorplious suhst.mees which 
are insoluhlc in water. 

Starch, ainylum, (<'..ffoieiirs 'ii \arious parts of plants pailieularh 
in seeds. root>, and tubers (where it foniir'. the food reM-r\i' for growing jilanls). 
.M! kinds of gram siieli as nee (75‘’„), inai/.e (66-707,j) and tubers sneli as potato 
(207,,), lapoua, and .irrowrool. couiam starch, and aie i1.« eliief .souiees. 'riir 
OKtiaeiiou of starch is a meeh.inical process. The stareb-bearing mateii.il is 
liuely criish(.d ('^o as to break the cell-walls and lehsise (he stareli) and nii\ed 
with w.iter. and then passed through .scives which allows the sl.areh granules to 
jiass through lull iiol. the eoars-’ particles of cell tissue. The starch granules arc* 
allowed to settle and then separated by eentnfugiiig and dried. 

Saijii stareli is made, from the ])ith of .sago palm. 

Properties. Starch is nmoluhle in wateig hut when heated with 
water, the March granuli's swell and hurst, giving an opaipie solution, 
whieli sets .'o a stiff ])aste. known as nhirr.li iian(r, on cjonliug. Starch 
j)asti‘ IS usi'd in stift'etiing linen, in sizing paper and as adliesives. 

A snhiliun of starch is best made hy ruhhing starch into a paste 
witli cold water, and then pouring the ])aste into boiling water. 

.\ solution of slaveh gives a ili'ep blue colour with iodine, solution. 
The colour disappears on lieating and reappears on cooling. This is a 
drJirrIr Iruf for staieh as also for iodine. When heated with dilute 
niiner.il acids, stareli is converted into a gummy mass, called dr.rfrin, 
hv iiartial hvdroKsis, hut prolonged aetieu of the acid gives maltose, 
(’i.,ll„^()j,. ami tinally glucose, hy complete hydrolysis: 

Starch —dextrin —> maltose —glucose. 
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Diastase (p. 27) also converts starch into maltcse, so also ajul paucrcalm 

juice (which contains ptyahn ivsemblinj» clia^taso). Tukadiu^Ut^t' converts starch 
into glucose, aiul is given to patients for digestion of starchy food. Dextrtn 
is prepared by healing starch to al)nut 200°, and is used as arfhesivo under the 
name Jiiitixh <jum. Starch is an iinportanl food htuff. It. is used in fiiaking 
glucose, alcohol and adhcsi\cs, and in stiffening linen and .si/,iiig paper, and tor 
laundry purposes. * 

CelluiosCf «larch, is widely distributed throughout the 

vegetable world and is the most abundant of all organic coinpouiids. It is tiio 
chief component of tliu ccll-wall of plants, and forms^ the frame wmik of all the. 
voget.ihUi ti.'^btii's. Cotton. linen and Idler {'.iper a*re nearly [iiire oelUdose. 
Ccllnhwo i.s u.sually found as fibres wliii'b arc suitable for spinning and paper- 
iiMking. Wood, juic, hciuf), lla\. md siiaw, cl<'., lontam < cHi.Ii'm' win. h ,s 
associateil with lignin, gum and rc'sin, etc. 

Cellulose* IS iii.soliihio iii water imi is i’airlv rcsist.'inl to the action of alk.sli^ 
'iiid ciiioriiie, niul .d'O dilute aculs. It-, iiicriness townnls coinmoii reagents 
accounts for ils use .is a filler p.iper. ('iiislie ;,oil'i, and eliloriiu* are ofien n.sed 
111 getting ecliulose lived from the iinjuinlies like liguin, etc. In making paper, 

for cMirnple, from wood, bamboo, i:,rass, i-le., lie' ni.ilei.il is boiled with 

e.iiistie .siiila soluliou to di.ssol\»» out iln* iigniii. etc., and Iheii bh'aehed with 
sodiiim liypochlonte. 'I'he bleaeli.’.l eelliilosi; is thi'ii pressed into paper sheets 
viitli llie. .idditioii of xizuuj iiKiteiial (.iliiiii. rosin, (Ivina eliiy, ‘'le ) whii li makes 
(lie p.ii'cr im]ier\ions to ink. 

e’nmiiig JiydroeJilorie acid or iioilin,, diliiti* If SO, coiuects eellnlose into 

■.;]iieoM‘ iid,\. 'I’lie I'.'aelioii >liow,s (liil (eilnlohe is m.nh* up of *';ineosi! iniits onlv. 
Woi.'d iii.i% be simil.uly .*i)ii\erteii into v lii-vse. Wlien i e|l niose, i*..; . mi-i/.ed 
ji.'iper (lilti'i !).i])eri. is .iipfied min tiU pei* is ill ndplniiie and, n lieeo.iu,, lough 
.md ! i .iiisliie.'i'l. •Will'll '.c.mlieil will*. I'atrr. llieii ainmoiii.i, .nnl ibiilly diied. il. 
iici null's '-iiinntli .ind mpiM'Vinns irid is kiinv.ii .ts p/irrhi/ii'ut ii'ipfi' 

Ween inlimi librc' ir'* trealed under ii"siiiii willi 20 j.ei' i .ill ansi in a.ul.'i 
siihnin!), fliey bei niiic "lossy and .lc\eln|) ,! silky liiiLre. The imaiss is krinwti 
as nicrcerisution aft(*v .Inbn Mentr vlin dr., .ueri'd liie pi'i'ces-. ni 

Win 11 healed with a lin'd are nf UNO ^nll If.SO,, eellnlris,. "i\es i sei’,"' 

of ei-U'ilii'C iii'ralts mminniiK laliid nitrui'ClIulo.SC. Highly niirated lelln , 
loa'. v'.e., gun cotton, is le-ed iii mckiiig e'C|iliisives. Itun eollnn is iii'-oliible in 
.1 iinsl.'i'c of al'diiol and eiiie''. luli is snliible m ai'"lon(' fnimnig a ji'llv. 'Tin' 
aeolniie -ohilien is mixed v itii nilroglvejiiie and vaseline In prepare cordite 
(s/y/o/'i/e.-.s /)f>ii:drr forllK' mililai;, I. DIasliiig gelatine is a inivtiire of gun entlon 
and nitrnglyeei'irie. Le.'-'s highli iiiliated (ellidosi' i.s known as px'roxylin .md is 
soliihle in .i mix I me, nf alinfml and ellu'i. TIu' ..nhiiinii is known as collodion, 
and is usc-d in making .irlifieial ^ilk. and m niodieine and jilmtograi'liy. Pyroxylin 
is nii.xed will' famplior and alinhnl and cnuxeited m(n celluloid by lie.it and 
pressme. Celluloid is lough .md Irimsp.iii'iil. and isvi'idily m.nilded xxhen hoi. 
and is used for makiiug combs, knife liaudli's. imiti.lmn ivmy .md tortoi-e .shells, 
etc. ft is highly inflamm.ible. 

Colliilnse ili.s.solve.s in a, solution of eoppi'r, liydro.vide in anmioiiin. 'I’he, soln 
tion is iiM'il m in.aking artificial ^ill\. 

Colmn and xvnod eelhdn.se are largely used for nmking artificial silk oi rayon. 
]}nyon is chiefly made by the rincn'ic /iriirrus. In thi.s iiiolhod tlu' celliilnse (wood 
pulp) is treated with .strong lanslie soda siiliilioii, .and then carhon disulplndi' 
when a, vi.«eons ma.ss, called vt.seo^iB (cellulose, xanlhate) result.s. The viscose is 
dissolxed in dilute aqnous caustic soda, and the resulting .solution is forced 
through sots of fine jets into .'i b.'itli of ililute sulpluirie. acid, when (•(•llnhe-e 
n'goneratcs. forming fine threads. The yarn is then hlcai'hed and dried. 

Cellulose acetate is also used in making rayon, known as cclanese. Cellulose 
acetate rayon is superior to viscose raymi in its resistance to moisture. Rayon is 
cellulose fibre, but wool and silk are iirotein fibre.? and therefore, emit a smell 
of burnt hair on ignition, as they contain sulphur. 

Cellophane paper is made from viscose solution in the same way as viscose 
rayon. It is used as wrapping paper. 

Nylon is a synthetic fibre but it is not a cellulose derivative. 

6—n 
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AROMATIC COMPOUNDS 
Benzene and its Homologues 

Aromatic hydrocarbons. —A small group of plant products such 
as gum benzoin, tolu balsam, oil of bitter almonds and oil of winter- 
green, etc., was original^ classified as aromatic because of tlui 
fragrant smell or arorr^a they all possess in (common. 

The aromatic compounds contain a higher percentage of carbon 
than the corresponding aliphatic hydrocarbons anil Inirn with a smoky 
flame. Thus, benzene, (’glTo, the simplest aromatic hydrocarbon., 
contains 93-6 per cent, whereas hexane, CaHj,. contains 83-7 per cent 
carhop. 

Experiment. — Hum some benzene anil hexane in two ])orcclaiii basins and 
obsor\o the irjiu-h larger ilcposU, of soot in the benzene flame. 

Most of the simple aromatic compounds contain at least nix carbon 
atoms. ^Tlie more complex arorntitie compounds may bi' converted by 
the action of appropriate reagents into the simplest aromatic hydro¬ 
carbon benzene, Cgllo or its derivatives. 13nt any aitempt to convert 
an aromatic compound into compounds with fe\\'er carbon atoms than 
six (as in benzene) disrupts the entire molecule. Jienzeue is, there- 
I'ore, regarded as the parent substance of alf aromatic compounds 
Compounds (jerived from or closely related to benzene, are now called 
aromatic to* distinguish them fjprn aliphatic c.ompounds. The\ are 
cyclic or ring compounds containing at leant one henzenc ring. 

Coal tar. —Cc^l tar is the iiriiicipal .source of benzene iinil many oilier 
ai’omalie compounds such as toluene, xyleiie, naphthalene and carbolic acid, etc. 
fj.vntlielic organic dyestuffs are aromatic coini»ound.s. Tlic di.scovery of the tiisl. 
.synllicLic. eoal tar colour mauve by W. fl. I’erkin in 1856 gave a sliiniilus to the 
study of coal lar products whicli largely bellied the development of aromatic 
chemi.stry. 

Tho dry distillation of coal at liigli teinperalurc (1000°-1400°) yields coal tar 
(about 6 25or cent of coal), aramoniacal liquour (8 per cent), coal gas (70 per cent) 
and coke (17 per cent). 

Coal lar is a thick, black oily liquid (sp. gr. 1’1-1'2) witli unpleai^anl smell. 
Water is removed from the tar b.y slow heating and the far is then distilled in 
iron retorts—the distillate is collected in a number of fractious in separate 
receivers according to ajiecific gravely or temperature at which the fraction is 
collected. The fractions are : 


I'emjjeraturo rsAige 

Number of fractions j Sp. gr. 

• • 

Yield by volume 

] 

U|jto 170° 

170” to 230“ 1 

230° to 270” { 

270” to 360” 

Light oil or crude naphtha 
Middle oil or carbolic oil 

Heavy oil or creosote oil 

Green oil or anthracene oM 
Pitch (left in still) 


2-8 per cent. 
8-10 „ 
8-10 ,, „ 

16-20 „ „ 

55-60 „ ,, 


These fractions are then worked up and separated into their constituents. 
The major constituents of different fractions are 
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as 


Light oil 
Benzene, CgH, 


Middle oil 

Heavy oil 

Phenol, C,1I/)H 

1 iresols. 

Naplithalenc, C,„H, 

i 

tyidOH.lOH 


_ 

• 


Gjipen oil 


Anthracene, 
I’henanthiene, 0,,H,n 


The eroosnte oil if, not sejiaiMted into its eon>lil ueiits and is iisimI as such 
t.t'or ))reserving tiniher. 'I'lie pilch finds uses in roofing and roail-inaking. 
Naphthalene, a while crystallino solid, m.p. 79”, is used in making dyestuffs 
(alizarin) and solvents (telralin and decalin). It acts as a vermin-killer and a« a 
mild antiseptic, and is coriimonly sold as balls for use as a profecLion against 
moths. Anthracene, a colourless soliil w’itli a bluish fhioresceiico, lu.p. 216°, i*, 
used in making djms. The coal tar hydrocarbons arc the starting point for the 
synthesis of many dyes, drugs, pliotographic <lo\elopers, explo.sivos, flavours and 
} perfumes. 


100 parts of tai yield the following approxiuiale quantities of products ; 
benzeno 1'6, toiueiiu 0’25, xylene 0'03. phemd 2, naphllialcne 4, erco.Note oil 24, 
aidliraceno 02 an<l pitch 55 parls. 


Isolation of benzene. — 'rhn ennli' lighl oil is rc-diiflillcil mnl ilu' 
(lislillaie below 70° is rfyected. The rest ot Ihe dislilhifo is wuslied 
sueeessively with strong sulphuric nciil, watiu’. caustic suda and water, 
/rhe sid])hn)'ic .acid removes llie b.nsic impurities, e.g., .aniline and 
Vyridine, and also some thiojitume: e.austie, soda removes 'carRwIic aeid. 
The washifd light oil is then distilled usin^f a fractionating colnnin ; Ihe 
dislillate is collected in three fractions--namely, frrmi 80-lt)0°, 110- 
IKf'' and 140-170® res[)ectively. Tlie livst aiul second fiac,lions are 
commercially known as *90 per amt hrnsol' and ‘M per cnif hruzol,' 
r('s])ectively—the term refers to the proportion of distillate which 100 
c.c. of the commercial product yields on distillulion below 100°. 'Fbe 
‘fifty per cent benzol’ eontains about 46 btaieenze, together ^^ith sonn^ 
toluene and xylene. The third fraction is called solvent naphtha or 
benzine (consists nminh of xylene, ete.) and is used as a solvent for 
luhher, paints and resins, etc. 4’he ‘tX) per cent henzol’ (which con¬ 
tains 70 per (‘cnt henzene, 24 per cent tolueni* and a little xylene) 
Uiidds commercial henzene. toluene and x\lene on careful fmetiona- 
tion. I’or Inrther piiritication, the eoinm^rcial benzene is cooled in 
freezing mixture, when pure henzene crystallises out. hh'gii than, 
H rnntaina lra(ir of thioplu’nr, 


The presence of thiophene in coal-taf benzene may be shown by shaking a 
little of the benzene with a diop of comeiitrated siilphuiic aciif and a crystal of 
{.satin, when a deep blue colour of indophenin is produced. No such colour is 
giicn by benzene made from benzoic acid. 

Thiopene may bo removed from coal-tar by agitation with small amounts of 
cold concentrated sulphuric acid. , 

BenzetJie, toluene and xylene are commercially known as benzol, toluol, and 
xylol respectively. 


Ben ze n e, CgHg, is the simplest of the aromatic compounds. It 
was discovered by Faraday in 1825 in the illuminating gas made from 
whale ‘oil. It was isolated from coal tar by Hofmann in 1845^ 
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Hei'tlioJefc tii'st syiitliesised it in 1870 by passing acetylene through a 
red-hot tube. 

3C,1I, C,1I, 

(’fanrnere.ial bejjzoiu; is obtained from the light oil fraction of coal tar. 

It can be madi* in the laboratory b^’ distilling benzoic acid or its 
salt (sodium or calcium benzoate) with soda lime (cf. preparation of 
methane, p. ;}y3). 

Experiment. —Mix Sodium beiizoato with t\\ice its weight of sodulirae, and 
distil ilui mixture from a retort .attached to a condenser and receiver, Wasli 
the oily distillate (smelling strongly of benzene) witJi water in a tap-funnel, 
rlry willi anhydrous (alciiim chloride .and re-di.stil. 

(.'(Jl.rOOXa (sodinm hcrizoiitc) |-NaOH (IglTg-i-Na^COg. 

r.i'M/.cia* i*- also ohtained hv distilling phenol willi zinc dust: 

('JI.,OILh-Zu CJl,-^Z jiO. 

Properties of benzene. —Jlcn/.cnc is a colourless liquid (b.p. 80-4“ 
and m.p. .rl°j v\itli a peculiar hut riot unpleasant smell. It is very 
iiillaimnalde and hums with a smoky llanie. It is lighter than \\iitcr 
(sp. gr. ()-H74 at 20°) and insoluble in it, hut is miscible witlv alcohol, 
elhcr, and jnd-ol. It I'cadily dissolves fats, resins, sulphur, phosphorus 
and iodine. 

4'lie cbemical projierties of bon/eno are Ivpica] of aromatic b,ydro- 
carbons and an' ofti'ii called aromatic pio/irrt/cn- These include: 
(i) Rcsisfnncc; to oxidation. Picnzcne is a remarkably stable cora- 
pouiid .‘uul I'l'sisls D.viiialion jiv cliromic ajli! mc acid p(d.a‘-''ii]m per- 
niiiug'inate. 


(ii) Halogcnalion, the substitution of Indrogcu ly cldorme or 
bromine. Substilulion takes place in ]m'si!uce of a catalyst (halogen 
carrier) such as iron jiowder or iodine. Ilalogenaled ]>i<)dii(ds con¬ 
taining from one np to six atoms of halogen ar<> obtained. 


(’,.II,_|Ch (nionochloi-o hen/ene)H( ■!. 

('^,Il,,('l t Cl„r|,Il,(.'l.^ (dichloio l)enzeiie) + HCl, and so on. 

(iii) Nitration, tiro substitution of hydrogen by the iiiiro group. 
— N()y, Henzene reacts with concentrated nitric acid in prcsenci' of 
strong sulphuric acid, forming nitrobenzene—tlie sulphuric acid absorbs 
the water formed in the process. Dilute nitric acid has no action upon 
henzene. C,.lIg-hH0.1SO^ — (■,.11..XO, (uilroben/,enc)-|-ir 20 . 

(iv) Sulphonation, the substitution of hydrogen by the snlphonic 
acid group, -SO^IT. Concentrated sulphuric acid, on. warming, flis- 
solves benzene forming benzene snlphonic acid. 

Cgl 1 ,^- 1 -110.SOgfl t: CjH-.SOgll (benzene sulpbonic acid)-i-H,0. 

Friedel-Crafts reaction, the intioiluction of an alkyl or acyl 
>^roup into the benzene nucleus in presence of anhydrous aluminium 
chloride. The reaction is described under toluene. 


C,lIe + C,H,Br C,H,.C 2 n, (ethyl benzene) 

C^He + CHjCOCl = CjHg.CCi.CHg (phenyl methyl ketone)-HHCl. 
Sulphonation, nitration, and Friedel-Crafts reaction distinguish 
arcrmatic hydrocarbons from the aUpkatic. 
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Unlike the aliphatic compounds which are open chain com- 
l)Ounds, the aromatic hydrocarbon benzene possesses 
a closed chain or ring of six carbon atoms. Benzene 
lias a regular hexagon formula with alternate single 
and double bonds. The famous German clunnist 
Kekiile (1829-1896) suggested* the hexagonal formula 
lor lienzeiie in 1865. 

Benzene contains three double bonds in a closed ring, and forms 
additive compounds with hydrogen, chlorine aii^ bromine. 

(vi) Tn bright sunlight benzene reacts with chlorine or bromine, 
giving benzene hexachloridc, (’3gHgClg or benzene hexabromide, 
('gllgBr,.. Tt is reduced to c\cloh«^xano, CgH^j, by hydrogen in pre¬ 
sence of finely idvided nickel at 160°. 

(igllg-i-aCU - CUlaC’UjGgHg } .‘ill, --- 
Ilcnzene leacts with ozone, forming a triozoiikle. pointing i<i Iho 
picsence of 3 double bonds in it. 


CgHg-h'^Og -- GgKg(()g )3 (bt'iizene tihv.onide). 

(vii) Failure lo respond lo the usual tests for unsatvraiinn —In 
spill: of 3 double bonds in benzene, it is very unliki* tin* oleliues, and 
ill marked contrast benzene reacts iieilher until bromine lealer nor 
irith a solulion of potassium permanganate in the cofd^ the reagents 
whicli readily attack the olefines. Benzene also forms no addition 
eoinpmmds with* halogen* acids or strong sulphiirie aeid (e/. olefines, 
]) 333). Benzene, lln'refore, possesses a peculiar degi-i^i* oj' uiisatnra- 
tion. 


Uses of benzene. —fienzouc is used: (i) us u bolveni for oils and 
(ii) for dry cleaning, (iii) for motor fuel, and’(iv) for making nilrolienzene. and 
ilm insert leide (/ainiin .finic. 

Benzene and its humologues. — Bimzeue is Ibe >s(:u'tiiig point of 
a homologous serie.s, Cj,TT_,jj_g. 

Benzene, —(’utf.'. if* niono\ulrnt phenyl group. 

Toluene, inetliyl Ijc-nzrne, (’-Tf, or 

.Xylene, diiiirtliyl hrnzene, or 

Mcsilylenc, «//«(-t.rinicthyl henzene, 0,11,j or 0,,H,.(0ll,),. 

The monovalent, ludieals of the aromatic hydroourbons, e.g., —tltH-,, phenyl; 
toly], etc., are known us aryl radicals (e/. alkyl radnal.s) 

Tolune, methyl benzene, ])lieriyl methane, GgtI,,.GrT., is the first 
lir)mologiie of beiizerie. 'Polucne received its name Fr(»m loin balsam, 
a resin, fromy\hich it is obtained by distillation. It is intidi^ from coal 
tar by fva(;tipnal distillation. Tt also occurs in Assam and I-Jorni'o 
petroleum. Toluene can be synthesised by: (i) Fittig’s mdthod from 
bromobenzenn and methyl iodide by the action of sodium in dry ether 
medium. CgH,Br-t-(3H3l-h2Na — Cgllj.CITa-hNnBrH XaT. 

Sodium is added in thin slices to a mixture of bromohenzene ami inctliyl 
iodide in dry ether solution, when the reaction begins sf)ontanpoiisly. After the 
reaction is over, the liquid is decanted from the sodium salts and toluene 
separated by distillation. The method recalls Wurtz synthesi.s of paraffins. 

(ii) Friedel-Craftf reaction from benzene and methyl chloride in 
presence of anhydrous aluminium chloride which acts as a catalyst. 
CgHg + CHgCl - CgHg.CH, + HCl. 
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Aniiydi'otis aluniininni chloride is added to beii/ene and methyl chloride (a gas) 
jh passed in, when hydrogen chloride rapidly evolves and toluene is formed. The 
protliu’l is jmiired into water and the upper layer of oil is removed and frac¬ 
tionated for toluene. 

Syiithosis of toluene from benzene shows it to be methyl benzene 
(’^,ir,.C!lT,. Higher homologues can be synthesised similarly. 

(VH„ + CJl,lir=: C.H^.C.IL“(ethyl benzene)d-HCl. 

llenzt'ne reacts with acetyl chloride in presence of aluminium 
cliloride to give phenyl methyl ketone, also called acetophenone (a 
hypnotic). CtlljCOCl — C 6 Hr,.C().cn, (acetophenone)-hHCl. 

AromaLic hydrocarbons alone undergo Friedcl-Crajts reaction. 
A'ciHie^hc paraffins nor olefines share this property. 

..,^^/NucIeus and side c hain, —The tiromatic part or ring in a compound 
lik(! toluene is known as nucleus tmd the aliphatic part is called a 
side chain. Toluene, contains a nucleus (benzene ring) and a side 
chain (the methyl group, -('II 3 ). On oxidation the side chain is con¬ 
vert ed into a carboxyl group, — OOOH, the )uic]eus remains intact. 
'I’lnis, on oxidation wdth chromic acid or permanganate toluene fields 
lienzoie acid. 

CJI-.OH^-hUO - 0,1'OOH f 11,0 

Any side chain such as ethyl, propyl, pic., containing several 
carbon atoms, give a carboxyl group, — tlOOIl, on oxidation. 

Properties of toluene. —'Foluene is a colourless liquid with a ben- 
/ein'-like spiclj. It is lighter than water (sj). gr. 0.860 at 10°). It 
boils at 110° and I'reezes at -08°. It closely resembles benzene in 
properties. 

Action of chlorine on toluene.- Toliunu' like benzene, undergoes 
substitution by chlorine. Deptuiding on conditions, substitution mtiy 
take place in the nucleus or in the side chain; 

(i) Tf chlorine is passed into cold toluene in presence of a halogen 
carrier. i*.g., iron powder, iodine, etc., substitution takes place in the 
nucleus, I'orining ortho- and para- chlorntoluenes mainly. 

ITiei'c are, three isomeric mouochlorotoluenes, the relative position 
of clilorine with respect to the - CM I,, group being different in each 
case. They are known as ortho (1 : 2), meta (1 ; 8 ), and para ( 1 ; 4), 
or in short, 0 -, m-, and p- respectively—the position of the (Ml, 
group in thf nucleus is taken as 1 . 

CH, Clf, i:k, 

I ■ i ■ I 

(1 

1 I i ,, ] I 

\/ \/ * \/ 

o-chlorotoUieno m-chlorotoIncMic I 

Cl 

• p-clilorotohiene 

(ii) If chlorine is passed into boiling toluene substitution takes 
place in the nucleus and the following products are formed succes¬ 
sively : 
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Ben/.yl cblorMe, CglIg.CHjCl. 

BeDxal chloride or benzylidone chloride, CeH.,OHClg. 

Bcnzo trichloride or bcnzenyl chloride, CjH-.CClg. 

Uses of toluene. —Tulucue is tlie starting material for making sacgaharin 
{550 times sweeter than cane sugar), T.N.T, (trinitrotoliieiio), and many dyes and 
drugs. Toluene, like benzene, is* a solvent and motor fuel. 


XV [ 


HALOGEN COMPOUNDS 

Aromatic halogen compounds. —The hydrogen tiUun on the ring 
of the aromatic hydrocarbons may be replaced by chlorine or bromine; 
the resulting compounds are aryl halides {cf. alkyl halides). 

Chlorobenzene and bromobenzene. —They arc made by passing 
dry chlorine (or adding bromine drop by drop) into benzene in presence 
ul some iron pf)vvdei‘ until the re(piisite specific gravity of the product 
is reaelu'd. 'Hie j)ro(iuct is purilied by distillation, [odobenzeue is 
made bv tlu^ actitm of iodine and boiling nitric acid on toluene. 

21H 0(11X03) - 20,11,1+11.0. 

Tile thiec ary] bf^lides arc colourless liqvials and heavier than 
watc]- ill which they arc insolubh^. Chlorobenzene is used in making 
1) D.T. and syMllictie [ilienol. 

ChlorotoluenC) t\.ll,(OTt.,)Cl • It (‘xists in three isomgiric forms, 
ihe ortho-, meta-, ami pai'a- coinj)oimd«. The o- and p- chlorotolueiies 
.-ifi* made l)y diii>et chlorination (jt toluene in prc'seiicc of a halogen 
carrier (p. vSO). 'Jlie elilorotolunes are’ colourless liquids, resembling 
clilorobenzeni*. • 


Benzyl chloride, benzal chloride and benzotrichloride. —They are 
made by chlorinating toluene in the side chain, (’hlorine is passed 
into hoiliiiy toluene until the requisite specilic gravity of the product is 
jc'ached. The product is (hen separated by distillation. 


U,H,.CH3-i-C1, 
t:,iL.O’H3 + 2(M, 


-- C,U..CH/;i (benzvl chloride, b.|). 170^) + HC1. 

--r fV.H,.CHCL (benzal chloride, b.p. 2()6°) + 2HCl. 


c,,ii,.(:H3+3(ii„ - Cfiii^cci., 


(benzo trichloride, b.p. 213°) + 3HC1. 


Tliey are (jolourless liquids, heavier tlym water, in which they are 
insoluble. 

Properties of halogen derivatives. —Nuclear halogen ^oompoimds 

(aryl halides), o.g., chlorobenzene, chlorotoluerie, have agreeable 
smell, but compounds with halogen substituted in tlwi side chain, o.g., 
benzyl chloride, etc., have pungent smell and attack the eyes, tn 
comparison with the alkyl halides, the aryl halides are very unreactive 
-—the halogen is firmly attached to the nucleus. Tims, chlorobenzene 
is iinafTccted by such reagents as dilute acids or alkalis, moist silver 
oxide, alcoholic potash, alcoholic ammonia and potassium cyanide, 
which readily affect an alkyl halide. Aryl halide, however, reacts 
with mtallic sodium in ether medium (Fittig’s method, p. 85). 

C,.H 3 Br+C 2 H.Br + 2Na = C^H^.CaH,, (ethyl benzene)+2NaBr. 
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But the side chain halogen compounds closely resembles alkyl 
halides. Thus, benzyl chloride readily reacts with aqueous alkali, 
alcoholic ammonia and potassium cyanide. 

CjHjCHjCI + NaOH = CjII^CHjOH (benzyl alcohol) + 2NaC]. 

G\H,CH,C1 + 2 NH 3 = C.H,CH,NH, (bonzyj amine) + NUX’J. 

C^HjOHjCl + KCN = CjH^CHjCN (benzyl cyanide) + KCl, 


Benzal chloride on hydrolysis \Aitli aqueous alkali, o.g., milk of 
lime, gives benzaldehyde; 

C,1I,CHC1, + Ca(OlI), =. 0J r/JUO + CaCL -t- H,(). 

Benzotriehloride on hydrolysis with milk ol lime or steam imdor 
pressure gives benzoic acid : Cfll.CClg + 2 H 2 O -- C/5H5COOH^-31ICl. 


Benzyl chloride, (/eH,CH,Cl, is isomeric with chlorotolucne, OgH^(CII,)Ci. 
Rut on oxidation with alkaline perinanganato chlorotolucne gives chlorobeuzoic 
acid, C,.H^(-l.COOH, whereas benzyl chloride gives benzoic acid. 0,,H,,C00H. 
Hence oxidation offers n method to distiugnisli between miclear and side chain 
chlorinated hydrocarbons, 

CJI,CH,CI + 0, ..CJf/lOOH (benzoic acid) + flCl. 

C,HdClf 3 )Cl + 30 - CJd^tn.COOlI (clilorol.cn/, 01 c acid) H.O. 


XVII 

NITROBENZENE 

Nitrobenzene, C^-HgKO^, is made by direct tiilralioii of benzene 
with nitric acid; usually a mixture of concentrated nitric and snl[>liurie 
acids (‘mixed acid’) is used i)i introducing a nitro j,’ioap, -XO^- inbi 
(lie benzene, nucleus. IIO.XO^ - - CJlgNO^-l-iL^). 

A cold mixture of concentrated nitric acid of sp. gr. 1'45 (60 g.) ana 
concentrated sulphuric acid (80 g.) is slowly jun from .n. tap-funnel into well- 
I'ooled benzcrio taken in a flask, which is well shaken during tlic process—the 
temperaturo is kept at about 35—40° by cooling the flask in water. After all the 
.'icid has been added, the flask is heated for half an hour on a water bath—during 
this operation tho flask is shaken fi'eqnently. The flask is then cooled and its 
contents poured into a largo excess of water—nitrobenzene .separates at tho bottom 
as .a heavy palo yellow oil. The oil is separated by a lap-funnel, washed with 
water, then with dilute sodium carbonate solution until free from a«‘id, and 
finally with water once more. Tho nitrobenzene i.s then run off and dried over 
anhydrous oaleium chloride until it pecomes clear. The oil is then filtered into a 
distilling flask and distilled, using an air condenser—tho distillate collected 
between 205—?10° is fairl.v pure nitrobenzene. 

Properties and uses. - Nitrobenzene is a pale yellow' oil (b.p. 
205°) ol sp. gr. 1-2 at 20°. It is insoluble in water and is poisonous. 
It has a ph'asani smell lik;' that of bitter almonds for which it is 
often substituted in perfumes under the name of oil or essence of 
mirhane. Tt is also used in scenting soaps and polishes. But its chief 
use is in making aniline and benzidine. , In strongly acid solution it 
is reduced to aniline by nascent hydrogen—suitable reducing agents 
are iron filings, granulated tin or zinc, Vv^ith strong hydrochloric or 
glacial acetic acids. 

C,HgNO.,fOH - CJI.,,NH„ (aniline)-f-2H,0. 
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ANHJNE 

» 

AnUine, aminobeuzeiic, phenylaminc, C5H5NH3. —Aniliat* was 
first obtained in 1826 by ilis^iillation of indigo from India. The Portn- 
giu'se iniTne for indigo (Sanskrit nil is dark blue or indigo plant) is 
rt»d. and lienee the name auitinc. Aniline occurs in small quantities 
ill coal tar and bone oil. 

In the laboratory aniline is prejiared by •reducing nitrobenzene 
nitli tin and concentrated bvdrocliloric! acid. 

CJI,N 03 + 61I CJIA'II, (aiiiline) + 2llj) 

('gl-l.Nll, + HCl (.’glI-N'Jl.j.lICl (aniline hytlroehloride) 

Xilrolien/.eiie {25 j;.) ami }»niaiilaU‘d tin (50 an* taken in muiul-liottoin 
flask fitlocl with an air ronUenser ami eoiieeiilrated liyalroeliloric acid (100 e.e.) 
is iuided in small amounts (5 10 e.i.) at u lime with .sliakim;. Much heat ift 
evolved and hence I lie llask is cooled in water to ]m:Nent the iefu;lion-uii-\tnr« 
from Lioilinj;. W'hon all the acid is added (in eoinse of half an hrnir), the llask 
js heated on a water hatli until smell of nilrohenzene ha.s disajipearcd (about 
one hoiii). Till leaels willi hvdrochloiie acid, giviiif; nascent hydrogen whi«'h 
lediices rutri.heiuene to aniline. Aniline, being a base, combines with hydro¬ 
chloric ai id funning aniline hydrochloride 

After (ho reduction is eoiupletc, the tla-^k i.s cooled and ffu exci'ss of strong 
caii.^tK .soda solution (50 100 c.c.) added until tlie liquid is alkaline to 

lihende aniline ftoiii its salt—tin* liherateil aniline floats on the surface as a dark 
oil ai'd sepnr.iti’d hy (luftifliian in slcam. 

Steam fioni the can H is jiassed into llie flask K containing the liberated 
aniline. I'lie flask (fitted with a condenser and receiver) is plaeecldii a slojuug 
position and healed on a .sand tray (fig. 7).* Aniline is volatile in steam. Tha 
steam c.irrics with it Die caponr of aniline which is condensed and collec-ted with 
the w.iter ni the receiver. The aniline in the iVeeiver is llieu si-parated hy shaking 
ill a l.ijj-fimnel willi ether, w’hieh ilissolves the aniline. T’he ether layer is then 
dried ()\er ,mliy(Irons solid canstic ]iotash, and then decanted into a dry fla-sk. * 
T’lie ether is distilled off on wati’rhalh. and then the aniline is di-'tilled over 
the tlame, using an air eoiuleriser and the distillate helween 182-185° eolleeted. 
.\niline boils at 182-183". 

Steam distillation. --I’bi' boiling point of two ttumincibli' li(|ui(lK 
(liquds: wliifli rio not dissolve into one nnotln'r) is determined by their 



Fig. 7 

combined vapour pressures. When this is equal to the atmosplieric 
pressure, the mixture boils and both liquids distil. The distillation 
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tiila','. phioc rit !i tenipcjutiu'o which is l)i'lo\v the uorrnal boiling point of 
vviitor, i.e. below 100®. This is the principle of steam distillation. 
vVt al)out 08’5° the sum of the vapour pressui-es of aniline and water 
f(|ii}ils the atimispheric pressure, and the mixture boils, and therefore, 
aniliJU' distils in sti'am much below its own boiling point, 

Ovganic liquida which are volatile with steam hut are iiimiiscihlo with water, 
»'aji be purified by .steam distillation. The process is useful in purifying organic 
substances which are likely to decompose when healed to their normal boiling 
jiuints, e.g., glycerine. Steam distillation is of iiractioal value in separating an 
organic substance from noivvolatile impiirilies. ]{o.se oil is separated from rose 
petals by steam distillation. 

Commercially, aniline is made by reducing nitrobeuzoue with iron filings, 
water and some hydrochloric acid, instead of (very expensive) tin, Th aniline 
is liberated from its salt, aniline hydrochloride, by cheaper milk of lime, and' 
then steam distilled. 

Aniline is also made technically by reacting chlorobenzene with aqueous 
ammonia under high pressure at 200° in prc.sence of cuprous oxide and chloride. 

2C),ir,Cl + 2NH, fCiuO 2CJI..]^1L \-ruXjL + B.p. 

Aniline can also be made by electrolytic reduction of nitrobenzene in a mix¬ 
ture of sulphuric acid and alcohol. 

Properties of aniline.—(i) Aiiiliuo (b.p. 183°) is an oily liquid 
(sp. gr. 1*024 at 1'8®) with a cliaractt'ristic smell ; it is colourless, when 
freshly distillcil, but readily darkens on exposure to light and air. It 
is voi'v sparingly sohible in \vat(T and dissolves readily ,in alcohol atid 
ether. Ji is poisonous. 

(ii) If is' a very ircalc base (weaker than aliphatic amines, e.g., 

C’2H,NH._5, and ammonia) and forms salts with acids, e.g.. aniline 
hydroclilorido, Cgll.NHy. 1101, rfiniline sulphate, (C,;ll5Nir2)2.H2S()j, 
—the salts are solui)le in water hut the solution gives acid reaction 
due to hydrolysis. C\1T,NH,.H01 (^11,^142+IfOl. 

(iii) Carbylamine reaction. —Aniline is a priruary aromatic amine, 
and like aliphatic primary amines, it gives carbylamine reaction when 
warmed with chloroform and alcoholic potash—^phenyl isocyanide, 
OgI[,.NO of intolerable smell being formed. 

Oell^NIL-t-OJICl^^ 3K01T (\,IT NC + 3KCI + 3IT2O. 

(iv) Acetylation.—Aniline (like an aliphatic primary amine) under¬ 
goes acetylation, i.e., the acetyl group, CH3CO-, replaces one of the. 
hydrogen atoms in the amino group, when treated with acetyl chloride, 
acetic anhvdride, or even glacial acetic acid, yielding acetanilide, 
CJI,Nir.(iOCH3. 

CJI2NH2 + CICOOH3 - C,H,NH.()OCn3-fHCl. 

(v) Methylation. ■—.Aniline, like aliphatic amines, undergoes 
methylatinn when heated with methyl iodide under a reflux condenser,, 
yielding methyl- and dimethyl aniline. 

C,II,.NH 3 + Cn,I - C^H.NHCH, (muthyl aniline) + HI 
C,H,.NHCH 3 + CH.I (J,H,N(0Hd3 (dimethyl aniline) + HI 

\/^\) Diazotisation. —In acid solution aniline (e.g., a solution of 
aniline hydrochloride in dilute hydrochloric acid) reacts with nitrous 
acid hi ilfiG cold, forming benzene diazonium salt. This is known as 
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iliaao rcaclion. On wai'mina; the lesuitiiiji snlufiou, the ditizonium salt 
is decomposed by water, yielding phenol. 

i- 'xo.oij .:_c,ir,x,ci i-mp 

lionzene diazoniuni chloride 
(^.II .N^CI + H.OII - C.HjOH (phenol) + N, + HC1 

.1 i)ii)iiary arotnafic amine such as nuiline alone (jives the diazo 
n'oefion. An aliphatic primary amine does not }>ive diazo reaction but 
forms alcohol, nitrogen and water when treafed with nitrous acid. 

(yr,NiL+N().on cyi,oii }N.,-t np. 

(vii) Sulphonation. —When treated willi iuining sulphuric acid 
• at 180“ aniline forms aniline-p-siilphonic acid (jr sulphanilic acid, 
0,,JI,(NH2).S0,,I1, used in making dyes, e.g., methyl orange. 

('-yr.xiL-hiro.styi c\,ii,.(ni[.,).S() 3H f-iLO. 

Aiiiliiu* fui))Ii.alo on heatinjj at 200° also gives Milplianilic aeid : 

fyT,NIJ,.II,SO, i)-Nn.C„n,-S 03 H + H 3 O 

(xiii) Bromination. ---Aniline readily reacts with lu-omine. water, 
giving a white precipitate of 2-4-0 tribromo atiiline, C^Tljllra.NlI,. 
tJliloriiie reacts similarly, giving 2-4-0 trichloro aniline. 

CV,l],,.X4f,'H-3 Jlr. ... (’,lTJh' 3 .Mi, 1 - llBr. 


(ix) Nitration. —Aniliju' is readily oxidised by concentrated nitric 
acid (the amino group being destroyed), and hence to tiG'ect nitration 
the amino group is first 'proteeicd\ by aerlylafion by boiling with 
glacial acetic, acid when acetanilide, (.yH.,N 1 1.(!()('’• Hj, is formed. 


The acetanilide, on nitration with fuming nitric acid in the cold, 
gives 0 - and ]>- nitro acetanilides. These compounds on liydrolysis (by 
boiling with strong hydrochloric acid) yield o-nitro aniline and 
p-nitro aniline. 


(:,H..N11 .(T)(-hlEO.NO. ^ NO^.C,.If,.N1 ICtXTl,- 1 - lip 
yoi.^,ri,.NH.cocn3 fii.oHN 03 .rjr,.NiL+cfr,co{)ii. 

(x) Ariilim; is very sensitive to oxidising agiail-^. A solution of potassium 
ilichroinaie ucidiiied with dilute sulphuric acid oxidises aniline to aniline black, 
.111 important dye 

Uses of aniline. —.Aniline is used in making indigo, many aniline dyes, and 
drugs, o.g., atoxyl and aritifebrin. ^ 

Tests for aniline. —(i) Aniline gives carbvlammc reaction. 

, , , * • , 

(11) It gives an intense violet colour with a solution of hlcaching powder or 

sodium hypechlorite. • 

(iii) Aniline (e.g., an aqueous solution of aniline hydrodiloride) gives a white 
precipitate of tribromo aniline with bromine water. 

(iv) Aniline gives diazo reaction. A cold solution of sodium 
nitrite is added to an ice-cold solution of aniline hydrochloride in dilute 
hydrochloric acid, when the solution turns yellow and contains benzene 
diazonium chloride. On pouring this solution into (i) a solution of 
phenol in causic soda, a deep orange red colour develops, or (ii) a 
solution of beta-naphthol in caustic soda, a scarlet precipitate is 
formed. The diazo reaction identifies a primary aromatic amine. 
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Acetanilide, phenyl acetamide, antifebrin, CgHjNH.COCHg.—It- 
prepared by acetylation of aniline (p. 90). 

A mixture of* freshly distilled aniline (10 c.c.) with glacial acetic 
acid (lO'c.c.) and actyl chloride (10 c.o.) is gently boiled for about an 
hour in a flask fitted with a long glass tub^ (to condense the acetic 
acid vapour which is given off) ; the contents of the flask is then 
poui’ed into water, when acetanilide is precii>itated as a crystalline 
mass. 'I’his is filtered and re-crystalised from water. 

(^jr.NH^-i-CH’COOH = C,H,NII.C0CFl3 + H20, 

Acetanilide is a colourless ciystallino colid, in.p. 114”. It is sparingly soluble 
ill cold water but readily in hot water. It is hydrolysed into aniline and acetic 
acid by boiling with strong hydrochloric acid. The reaction recalls the coni- 
]»!n'iiblo behaviour of acetamide (p. 51). 

C.H.NH.COC’II, + HOH - + CH^COOH. 

Acetanilide is used in modieine a.s a febrifuge (to reduee the body Icmpe- 
tiire) iiiidg»-the name of antifebrin. 

diazo reaction. —The dinKo reaction ^vas discovered b\ 
P. (Iricss, a Oevinan chemist, in 1800, tind is vi'vy useful in organic 
synth(‘sis and in making the synthetic dye-stuffs, ktiown as azo-i\\je!< 
Aromatic primary umines such as aniline give diazo reaction (p. 9t> 
and 01), and the process is knowai as diazoli&atior'. 

Several important reactions of a diazo salt i.o., benzene dia/.o- 

tiiiini chloride, tire mentioned below; 

\ 

(I) On boiling an tiqueous solution of the diazo salt tiitrogeu 
evokes :ind phenol is formed. 

CgH.NoCi+ir.oircji,on i K-t-nri. 


(ii) When the diazo salt is reduced with ti solution of sodium 
’•tamiite, benzeni' is fornu'd. The reduction may .also lie done 1)\ 
lioiliiig with alcoliol. 


0 jr.N.Ol -h NaOl I -t- ^Ia,,Snl). 
('-.ir.NjCi-t-cHjaf^oii -- 


- {\] l,^-F "N'., + Na,SuO„ -1- N;.(’l 

c ji, -f N„ -I- ('IT 30 RO irci 


(iii) When the diazonium salt is warmed with ])otassium iodide 
solutio^aodobenzcne is formi'd. (,\R .N„C1-f Kl -- -p N^-i Kt']. 

Sandmeyer reaction. —When a solution of the diazonium salt 
is tvetifed uitb: (a) a solution of cuprous chloride in hydrochloric 
acid, (h) a solution of cupious bromulc in hydrobroinic acid, (o) a 
solution of cuprous cyanide in potassium cyanide, chlorobenzene, 
bvoinohi'nzene, and cyanobenzeno (phenyl e\iinide) are forniod res¬ 
pectively. 

* C.HjN.ni + lOuOlj = CJl.CI + N„ -I- [CuClJ 
C,H,N,C1 + OiiBr ^ -4- N, Ciif’l 

r!,H,N,Cl 4- CuCN - C.H,(3N N, -f CuCN. 

Thuff. via the prmaiion of a diago salt the, amino groxtp, -Nil.,, 
ill aniline may be replaced by II, OH, Cl, Br, I and CN. 

(v) When reduced with stannous chloride and hydrochloric acid, 
benzene diazonium chloride yields phenyl hydrazine, CeHgNH.NHj. 

C.HjN =c NCl-f-2SnCl„-H3HCl = CeH3NH.NH„4-2SnCl^. 
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PHENOLS 


Phenol, ciiibuiic acid, Ogll^OII.—Phenol is hydroxy beifzeiie, in 
which a hydiogcii atom o> Iho nucleus is replaced by hydroxyl. Stiuc- 
tiirally. it is apparently analogous to an aliphatic alcohol, e.g., C'H.,Oll 
and (’jll-.O!!. But unlike the latter, phenol is a weak acid, although 
it f)ossesses souvo pvoperlius of alcohols. l?.ut an aromatic alcohol like 
ben/yl alcohol, (^.R-^ClIjOII. which contain^ a hydroxyl group in the 
side eliain, is the real aualogi:e of an aliphatic alcoliol and possesses 
the properties of true alcohols. 


Source of phenol.— Tlie lit.iiii smirce of [ilu-iiol is coal far. 'I’lic itiiiidU' oil 
fi.uliciii of LOiil t.ir (onl.uns pIkmidI toiiuUioi- with .soinf iKiplilhidciic. On cooliiii; 
naplillialetu' niohlly dcpotiils and is .soparatod by reallifuaijii;. Tlio liquid is tiieu 
Iroalrd witli raii.slic .>oda solution to dissolve tlio ])hriioI a.s sodium phenato. Tiu! 
alk.ilino liquid is srpar.itcd ^’roiii any uudussoKrd oil. .ntul thru ariilified witli 
siiliiliiiric arid (or larhoa ilio\idi' is ])asM'd imo liqiiirl) wlirii )ilipnol separalis 
oil thr smfiu’o as a datk-rolonrrd oil. 'Plui oil is rrinoved and dislillrd—I hr 
di.sIdlaU' is almost pure piioiiol. I lou of co.il e:i\i*s about 1‘5 lb. of plirnol. 

C„H,Oir + NaOlf (V.ir,(>Ma (sodiiiiii phni.ilr) + II ,(> 

CJI-.OXa d- H,S(), -= + XaHSO,, . 


S\nt.h(‘lic plii'hol is made techniealK I'ntm hen/iMie by two 
methods: (i) Sodium* beiizeiii' siilphonate is fieiul with caustic soda at 
doO' to :dv'' sodium jdieuati'. 'The sodium iilieuate is dissolved in 
water and the sdbition tri'ated with snlpliniu* ,tcid* or*(;arb'>n dioxide 
under pressure to libeiiite pliennl* wliieli is tlien separated 1)\ flis- 
liliation. 


<\,ir,SO,Xa-;-L>N'a()l[ - ('.IBOXa ; Xa SO, uRj) 

( \,ll ,OXa i 11,0 ! CO, - ( J I .01 1 -I \.i) I (’O, . • 

Ben/imi' on sulphonation by heating witli eoncentrated sul^vm-ic 
acid, vields benzene suliihonic acid. 

C,H,-t-T10.S03Tl C,H...SO,B hJT>0. 


(ii) Chloroben/e is In'ated with a H) per cent eaustie soda solnlion 
at tuidei' a ptessure of 200 almospberi's in copper tubes, when 

sodium plienate is formed. Copper acts as a eatalyst in tljc process. 
(\ir,Cl f2Xa()!i C,irONa +Nad-1-11,0. 

'riie plu'iiol is then liberated by'acid or carbon dioxide. Benzene 
ts conveated to chlorobenzene by direct chlorination fp.,87). 

In* a recent method ehlorobenzene is catalytically hydrolysed with 
steaiii at 425“ to phenol, and the. regenerated IICl is u*sed in presence 
of air and a catalyst to chorobenzcMie. which again goes through tlie, 
process. r,TT,Cl-|-JI.OH -- CJT,01I-t-HCl 

OJI,+IICl -t- 0 (air) = (\n,CA+ H,0 

Benzene diazonium chloride on hydrolysis with water gives phenol 
(p. 92), but this Is not a ’technical method. 

Properties of Phenol. —(i) Phenol forms large, colourless, deli¬ 
quescent crystals which melt at 42" and boil at 183®. It turns pink 
on exposure to light and air. It has a characteristic smell, is highly 
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poisonous and has a strongly corrosive action on the skin, quickly caus¬ 
ing blisters. It possos^'.’s antiseptic properties. It is freely soluble in 
alcohol and other, but moderately soluble (1 part in 15) in cold 
\\at(‘r ; «bove 68'’ phenol is fieely soluble in water. Phenol is volatile 
in steam. 

(ii) Phenol is a very weak acid, (even weaker than carbonic acid) 
and readily dissolves In caustic soda (or potash), forming salts, called 
Ithanatra or phenoxidca. Hodiitm carbonate, hnn'cvor, has no aeiion 
upon phenol. An aqueods solution of phenate is strongly alkaline to 
lilmuR due to hydrolysis: CJI^OXa-i-HOII (’,.11 ,()J1 4 NaOH. 

A phenate is decoinposecl by acid—«n’en a feeble acid like carbo¬ 
nic acid decomposes it—liberating j)henol. 

0,11 ,pNa 4 U./) 4 0(), - (’,11,011 -1 Na H C(),. 

The. decoinposilion of jdienales by carbon dio.\ide is iililiscd in .sopaiatinj; 
plionol from acids such as benzoic fuid, salicylic icid, clc., whose sodiniu salt i." 
not acted on hy carbon dioxide. A mixlme of p'henol and benzoic acid (oi 
salicylic acid) is neutralised with cau.stic .soda, forming sodium phenate and 
benzoate (or salicylate). On passing carbon dioxide throngh llio .solution, phenol 
is s('fc free and is extracted with elber. The elber is lemoved on warming tlie 
ctlier extract on water bath—(be residual oily Hqunl is phenol. The alkaline 
soliilion which contains the benzoate (or snlicviatcl on acidific'dion witli hydro¬ 
chloric acid, precipitates benzoic, (or salicylic) acid. 

(iii) Phenol shows alcoholic properties in forming esters and idhers. 
When heated nith aeetvl chloride or acetic anh\dri(le. [dieiifd gi\(‘S 
ac(‘latc, Cjl,aOQCIl, : CJI,0n4Cl("0CIT, -- C,.H,().C().tMl,,-hTI01. 

With benzoyl chloride in presence uf caustic soda solution, plienol 
gives phenyl benzoate (.l,,Il.p.('(),C\.II^ (Schotten-Baumaiin reaction). 
(VH,0H4(ncbc,H, (’.■ lLp.(’()(’Jl ,1 lU’l. 

Sodium phenate reacts with alliAl halides on heating, giving 
]iheuol etbers {Williamson siinthesis). 

C«II,0Na4l(-ll., - (anis()le)4Xa]. 

(\TJ .pNa+rejT, - (1;H,()(^,11‘ (p]ienetolc) 4 NaI. 

Anisole (phenyl methyl ether) and plionetole (phenyl ethyl etlier) 
are fragrant smelling liquids. 

Phenol reacts with phosphorus penfcachloride, giving chkiro- 
ben/ene. 

(V,11,011 i-l’Ol.,-- r,U,(’l4P(KM,4lT(’i. 

(iv) Phenql readily undergoes sulphoiiation and nitration.^ yielding 
phenol sulphonic acid and nitrophen(d, and lienee in its reaction with 
snlphurie and iiitrie acids phenol acts as an aromatic compound and 
noi as an alcohol. N'tration can be done, bv dilute nitric acid. 

(VH,.0H4H0.S0.,1T -= (011).(\H,.S0.,ll4H.,0 
(’,li.pH4H0.Nb3(0U).C,n,.N()3 4Hp‘. 

Picric acid is 2-4-6 tvinitrophenol, C,,H3(0II)(N02)3, an explosive. 

(v) Phenol is reduced to benzene, on distillation with zinc dust. 

C,H,0H4Zn - C,.H„ 4 ZnO. 

(vi) Aniline is obtained by heating phenol with a compound of 
zinc chloride and ammonia. 

C,H,OH 4 ZnCla-NH, = 4 ZnCl^+H^O. 
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(vii) With bromine water, phenol readily and quantitatively gives 
a white precipitate of 2-4-(: tribromophenol/ 

Tests.— (i) An aqncout. Sjolntion ot‘ phenol gives (a) u violel coU)!!!' willi 
Icrric cliluride soliitioiL and (b) » while yuveipitate witli bruinino walev. 

(ii) Phenol gives Licbermann’s reaction. Phenol is gently wanned aiitl a 
minute crystal of sodium nitrite and 2 or 3 drops of concenlraied snlphuvie aeid 
added to it—the solution turns brown which quickly changes ti> blue. On pinning 
in water, it turns ml, but is turns blue again, on adding caustie sntla. 

Uses. —(i) Phenol is a iioworfnl antiseptic, disinfectant and a genniride. and 
hcni-o its use in dilute solution (3 ])or i“ont) in dressing and washing wounds, and 
tor disinfecting snrgnal instrinni'nl--. rooms, eli . 

"I’lic connnon disinfi'ctants (trade naiiie.s '/i/n ni/t'. cti.) are lint ini\- 

tines of iifKofs (cre.so].s, ('„H^.((‘Ff,).Oir, are ])iicnols which ar<‘ also present in 
coal tar) and soap solution. 

(ii) Phenol is used in making yilaslics, e.g.. bakelite, explosives, o.g.. picric 
acid, dcvelojicrs, e.g., mcLol, dyes, e.g., pheiiophihalein, synllietic fibre, e.g.. 
nylon, drugs, e.*!.. asi»ii'm. salicvlic acid ami salol (aiitisejitic). ItaUelile is made 
by condensing phenol and formaldehyde in presence of ammonia. 

I>i- and trihydric phenols.- Ordinarv jilicnol is monohvilro.w ben/ene and is 
called motiohydvie jibenol, but if more than one hydrogen atoni in the ben/.eue 
miclens is replaced by hydroxyl gron'p, llic «li- ami tri bydri^ phenols, cli., are 
obtained. 

'riiero are Ibrcc isoinerii dibydric jihenols ; 

Cdtitiiol. 1 : 3 tliliydroxy benzene, ('„ll,(On)., in.p. 104' 

Ifft^orcDioL 1:3 diliydro-xy benzi'iic, (,',,11,(1^11).., ni.p. 

(Jinnof. 1:4 dihydroxy benzene, (’,,H (till )., ni.p. 169' 

Quinn] is also called hydroqninone. 

Resorcinol. 1 3 ilibydrow bcn/.ciu'. l\ll.|QH)_, i.s a (ulonilcss ciyslallim 

solid (m fi. 119“, wliich is leadilv soluble in water, alcohol. .>n<l ctln r. Its 
reaclii-iis resemble those of phenol. Thus it gives a deep violet eolout wdlli ferric 
chloiidc solution, and a precipitate of tribronio resorcinol with bromine. It 
reiluccs Fehling’s solution and also arnmoniaoal silver nilrale, but it is not as 
lioworful a reducing .agent as catechol and is of no value as a developer. It is 
mainly used in the preparation of the fluorescein and eosin dyes, llesoreiuol is 
made hy fusing .sodium salt of m-benzone tlisulphonic acid with caustic soda. 


\s(),Xa + 2Na01i. 


/ 

'\ 


4 2N:i,SQ, 


SO.lMa 

Therefore, resorcinol is in-diliydroxybenzenh. 


Oil Kcsorcinol 


Benzene ou sulplionalioii (p. 84) fir-st gives benzene snlphonic adid, ami then 
m-benzene disylphonic acid : , 

H,SO, /-- 

3 II+H.,0_^SO.II 

I 

so,ir 

V . , •* 

Pyrogallol, pyrogallic acid, C,Hj(OH)j, is a trihydric phenol. It is 1:2:3 
trihvdroxy benzene. Its alkaline s^ilution readily absorbs oxygen and darkens in 
colour. Pyrogallol is a reducing agent and a photographic developer. 

Cresols, cresylic acids, hydroxy toluene, C,H^(CH 3 )OH.—^The three isomers 

_ 0 -, m- and p- eresol—are found in coal tar. The creosote oil fraction of coal 

tar contains them. In mixture with oil or soap, the creosote oil is used in making 
disinfecting liquids, e.g., phtnyh, lyeol. 


H + HO.SO.H 


< 


^SO 
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.iIiijIuTI. ( I’ll ,(>11. -Ii 1^ ;i iiiit* ill ijiiinl ic ak'oiiol iti w>iu-li llu; 
Oil I-, 111 fh« I'liidn {Plieii'il xi'iliiMii (»H- .jroiip in tlu’ lu‘ii/.tiu‘ 

Jill* irii-,). It oiriir.'i ill jaMiiiiie (»il, ;m<| in toln aini |.i>iii Imlsams, other in fivo 
il.'iii' I'f .iM an fj-lcr. • 

Hiii/.vl .ilrrihiil 111 (il)Li'iinoil hy ; (i) irdiii 11114 l>i“ii/.ihU‘liyil»; wiili •Msilinpi 

.1111.1 l''.(tii mill water. 

t'Jl^’UO (li.ii/...Idiliy.l.'J f 211 (;1J t'lr^t)!!. 

(11) lijiJmlyi'iH Ilf hen/.Ji < liloride by lioiliii;f with ‘luilimn 1 wi-hnii.iii- Miiutin'i. 

2(', n,(’]ld l 1 \ii..(;(>.. f 11_<) 2('.,ll,t:H,()U -i 2Na( ' 1 ( !) . 

!iii) Ihji!iiii 4 liifi/iililcliyilo with slrony i.ui'.iie i-mla vihitinn, wli. 11 heii/Nl 

•ill (ihul .iiiil '.(iiiiiiin hi'ii/’.iiali' .ire rmiiieii. 'I in-. iiMi'iimi l^ < ii.ir.n irt''tn .if .in 
.iii.iii.iiIf .ihh'hyitf anil ii known .is Cnnni/./urroV reaction. 

2(’.,ir(.’H(> I- NaOll t’^ll^Clfddl I 

•lie lioi/.sl ah-ohol is nxli'acicil with othei. 

Pro per tic.*!. Iifii/,yl ali.ohol I-I .1 i-uIomh-'S. n>iihiil Injniil (h.ji 2U6 1 wilii .1 

1 ' fi'l, .ii'oiiM. It is I’lffli siilnlilf 111 .ii'i'liiil I’l I l'•ll.|•. lint 'iiili iii. ilfr.'t' 
•.llhlllll' 111 w.il •! 

It. i:i .' 1 . |iiiiii.iiy .ilioho) .iinl iln-ily itifin'iii , niftli^l nr fill-,! .iliiiliol ip 
ehi'Jiiual prijjii'itu >• in riMclmns willi N'a, I’Ll,, aiiil.. im finnnng isttr.sj, oMdisiiiu 
ii!;i.*nl, <>lr l)iliili', iiiti'U' arid nxidises it to hi ii/.iI'Ii'IimIi’ and hn.div to hi'ii/.nii 
•u'id. 

2 <’J! CH.Oil f- 2 \.i ■ 2 t Jl .(dl.ONa (sodiiitn fifif/.\l.l.d t M. 

('j'l .0<l .’>11 -1- J’t'l, f, I'l .ClI.Ol (hi'ixNl . IiUp-hK') -h POt'l, T IK'l 
(\il I'll oil t-(ihot'ii.’ li cii o.rtn ii :h lI/^l .•■ft lie) iici 
t',dl’t;Md>W i-O (\l!,t'HO (lion/,lid. ludf) t 110 
t , II fill) -!- O ( „H,t'i)Ol! I‘ ' .'/■ i- ' 'll. 

Iicn/ 3 l(lchvdc, "il td' InttPr alinonds. (I.,('I It I. I’li'P/iMi'lix di- 

iM:i\ in' MMil-’ (i) 111 tin' Inliuralury iiy lioiliiio In-ii/.yl .■lih'i nit* itii 
•<-ii|i|n-i- nilfiitr siilutinn ; In'ii/vl fliloinln i-. li\diol\-^I'l] In 
iilci.fnt] wliicli in till'll oxidisi'il to lii'ii/aldcliilii’. 


(’,ii.ciM'i hir.oir (’,,!( (11,011 i Hci. 

n,iroH,oJiiO (’11 Clio : 11.0. 

'rill' pioduci is distillod in sti'ain, and l)cii/aldi'li\dn is oxtiariod iVoin 
till' disiillali' liy I'fcher. 

(ii) hv disUlling n inixturo of l•al<•illln benzoate and ealeuiui 

li.niiat.' ■ (\,H..(X)OCa' 

I- ircooc^a' -■ <'ji,riro ^('aco, 

(iii) by partial oxidation of loliu'in' b\ nii'ans of elnuinyl idiloiide, 

(’v()jt'l.j (Etard*s reaction). t i t,.ii^^t Iff) + itr.jt 

(iv) (’’omtntMvi.illv, by liydrolysis of luMiza! eliloride bx bleating with 
rnilk of lime iindav pre'^snro. 

(\J 1 , 0 HC 1 , hCa(or {)3 .-(\,ir,ruo f (’ari.-f-iT.,{). 

or by partial oxidation of toluene witli manganese dioxide and 
snlpimrie acid at 40 ®. 

It omirs in bitter nlinniul.4 as nvuitjilotin whiih on hydroly.sis with the 
eii/yme rmuhion (also present in bitter altiionds) or hot dilute acids uives 
tien/aidehyde, and hence the name oil of bitter almonds. 

C„H„NO., + 2H,0 = r.H^Ciro + 2t'’.H. A + HON 
Amyftdalin fJlncosc 
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Properties. —(i) IHenzaldehydo is a colourless oily liquid (b.p. 
171)'’ imd sj). j'r. l-Oo at 1,")“) having the sweet aroma of hitter almonds. 
Jt is ‘^lightly soluble in watiT, hut is miscible with aieohol and ethe.v. 
It is volatile in steam. • 

(ii) Jt resembles acetai^lehyde, CIl.,(M10, in the I'ollowing 
respoest: 

(a) on o.\idati('n, either by oxidising agents or l\v mere exptisure h» 
air, it givt's benzoic aeitl. 

(b) tin reduetion with sodium amalgam, it gives heuzyl alcohol. 

(e) it reacts with giving benzal chloruie, 

(d) it forms cyanh\drin with lU’Ni and a bisnlphite, addition 
product with NallSO^. 

(e) it reacts with NlIjOll, XHj.NJlj and N1 giving 

oxime, ludiazoiie and phen^l hydrazone respc'clively. 

(f) It slowly reduces ainmouiaeal silver nitrate and Feliling’s 8<du- 
lion, and xloidy restores tlu‘ e<ilour of SehitT’s reageul. 

Jhjt beiizaldehyiit* differs from aeetnUlehyde in the following 
rc'speets: (ii on beating with strong caustic soda (or potash), honzal- 
dehule gives benzyl alcohol and ben/oate (Cannizzarro’s reaction). 


('ji,,(’H.,()rr i t 


•2(\.H,(’I1()+NaOlI - ('Jl,,(’H.d)rr i t',Il,('(M)Na. 

(ii) with aniitioiiia at <itdinarv t(Miii)eratiii'e, it give.s hydro- 
benzanii.le. (I’.,11.,(’11).,N:;{(•, 11’11 ()4 2N11, t (CJf J’JI),N^ \-81 r,(). 

(iii) on lieating with potassium c\auido in aqueinis aleoliol, it gives 
benzoin: L>(’,,11 .('110-—>(.’,H,riI(()JI).('().(',.11 , (beii/oni).' • 

(iv) It does not polviiierise or undergo aldol eoiiilensatiou (p. 3H) 

ill presence of acid or alkalis. . 


Uses. ■ IS used .-is ,i H i\mil in.; a';ciil aiiil in niakiiii; ilyi.s, (•.<»., 

inaliicliiU' i;i(‘i‘ti 


Benzoic acid, It oeeurs in gum bi-ii/oin (a natural 

resin) from wliieb it may be obtained by .■'ublimalinn. It is presolifc 
in bois(‘’s niine (about U'Yd as ///p/iaric arid (la-n/ovl glveine), 
t’JI (.’().Ml CllJ'OOlI 

Preparation.- —Hen/oic acid can be maile ; (i) liy <ixidation of an, 

aroiTiatie compound Imviiig a side cliaiu in the lii'iizeiie nuehms, o.g, 
toluene, benzyl chloride, (',,11 .(’K.^Cl etc. Ovidatiou is faci¬ 

litated if the side chain is siibstiluti'd; tliiis. t'gH ,('llJ'l is nionv 
readily oxidised tlum toluene itself. 

Beitunir iuTil is infule in dm lalinratoiy li,v «\i(tisiiig bcni/.vt ■ liloriiie liy heat¬ 
ing with . 111 'aHcaliiii* .sdlutiun of {intassimii pcrinangniiato. Maiiganoite dioxide iis 
piecipitnteil during the priH'oss and the hi-ii/oie aod foinied rnnaiiis in solutieii 
IKS henzoate. ()ii passing .snlpliiiroiis and, in.'ingaiie.sc dioxide «liss<i]v(>.s and benza^ie 
arid jireripitati's. 4KAInO, 4 211„() - 4K0TI 4 4.Mii(>j (precipitated) 4 6,0 

3C,ir,0H,('l 4- 6, O - 3C,H,t;00II 4 3H(.'l. 

(ii) by hydrolysis of phenyl cyanide by boiling with strong sul¬ 
phuric acid : C,1I,,CN 4 211^0 :'if .COOJI4 Nfl, 

Benzoic acid is made commercially • (a) by hydrolysis of be.nzotvichlo- 
ride by heating w'ith milk of lime ; benzoic acid precipitates on acidi¬ 
fication with hvdrochlorio acid. 

2 CJI^CCl 3 4 4Ca(0H), = ((t,H,C’()0),Ca i 3CaCl,4 41f20 

II—7 
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f(;,,H,<X)()),Cjn 2H(:i - ‘2(;,H,CX)OH+(JaCl, 

(b) hy passing tlio vapour of phMmiiu acid with excess of ste^m 
over jicated zftic oxide (catalyst) at 4o0°, when CO^ is eliminated. 


/ NCOOII (PlithaJic Hcid>—^(XK)lf+(’0, 

roou 

Plitludie acid is made, fnjtji naplithaleiie. 

Properties, (i) Ben/oic acid forms colourless needles (in.p. 122°) 
which suhliirie on ln‘atin{^—tlu^ vapour having irritating action on 
throat, causing cougliing and snee/ing. It is volatile in steam. It is 
sparingly soluble in cold water, but rciulily dissolves in hot wahir, 
idctdiol and ether. 


(ii) Ben/oi<‘ acid clnselv resembles acetie acid in properties which 
are determined by-— (X)()ll group, and gives corresponding derivjitivos, 
prepared in a simdar way, namely: 

Sodium beii/oaU'. (\JI rOONa l'Xb\] ben/oate, 

Beii/oly chloride, t'^Jf COt’l Ben/oic anlisdride, ((\lI./-())„0 

I'henyl cyanide* (1,11.,(IN Bcn/arnide, (.'„HX’()N llj 

’Pliese coinpttiinds possess the general chaiacler of the correspond¬ 
ing idiphatic compound. * • 


Tests.-^ti) A iiouli'iil soIuHop of a bonzoale j!;ives u Imff-colmiri'd procipitato 
with fon n' chloride .sohitioTi. , 

i (ii) A .solution of hcn/oatc on acidification with cold sulphuric acid, gives a 
whilu precipitate of huiizou- acirl. . 

(iii) When ]iea.ted with .sod,a lime, hen/.oic acid or a heii/.oate yields benzene : 
• CJ 1,00011 -- I\n„ + CO,. 

Benzoyl chloride, (\.ll. ('()(’!, is a colourless fuming liipiid (b.p. 
197°) of most irritating odour. It is imtile bv the action of PCI^ on 
*ben/.()ie acid: (’.,H,(-OOl I } PCI., C,,I I.,C( )C1 i POCl,,-i-1ICI 


It is used in hrii^u,i/htf/ua of hydroxy or amino compounds—the 
hen/oyl vinlical. (\,H ,C()—, replaci's a hydrogen atom of the hydroxyl 
or the amino group, giving lieu/.oyl derivatives. This is known as 
Hrhothcn-liautHann rctictinn 


Henzeylatiou i.s dune hy shaking the compound with benzoyl chloride in 
presence of (hlute (10 per cent) caustic so<la solution, nrul then pouring in water, 
when tlio benzoyl (Uroalives .'separate. The benzoyl derivatives are usually 
aoHits whichthelp in the idenlilication of the hydro.w or the amino coinponnd. 
On heuzoylalioH. phenol aives jihenyl benzoate, C Tl .COOCsll,, m.p. 71* and 
aniline gives henzanWide. C.H,X‘0, S H(’eH,, in,)i. 1W“. 


C,H.(’!0C1 -f H0(\.ir. - (’„H,(’0()(\H, 4- H(M 

t^'‘^»llicylic acid, o-hydvow benzoic acid, CJ«H^{OH)COOH.—It 
occurs naturally in blossoms of tnesulow ftweet and as methyl salicylate 
in dil of winter green. It was first isolated from Kalichi (found in 
wUhnv bark) and hence the name salicylic acid. 


It is made synthetically from phenol by Kolbe*s reaction. Dry 
sedium. pheiitite is heated to J90° with carboiulioxide in an autoclave 
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under a pressure of 1-5 atmospheres for some hours, when sodium 
salicylate is iormed. The product is dissolved in water luid salicylic 
acid is precipitated from tlie solution by acidilication with hydrdbhloric 
acid. 

—ONa —Oil 

I^J ■* "" 1^ -COONa 

Sodium phenatc Scdiurii salicylate 

Properties. —(i) Salicylic acid forms colourless needles (m.p. 
155°), sparinj'ly soluble in cold water, but readily in hot water, alcohol 
and ether. Its vapour has iiritiiting effect ou throat. 

(ii) It is a ])henolie acid and gives the pn>perlies of hydroxyl and 
carboxyl groups linkcal to the nucleus, i.i*., it gives reactiims of both 
phenol, ('^ll._OH, and lien/oie acid, (’,,11 ,C()011. 

(iii) When lieati'd with /iiic dust, it gives lionzoic aciil, hut on 
heating with soda lime it gives phenol. 

(’.,.}f,(0Il)('0()JI f Zn - l',.II.,('()01I-i ZnO 
(.’,ll'(()ll)(’()()ll + Na()H -^t’,,11,011 i-NallCO, 

(iv) It dissolves in sodium carbonate solution, forming sodium 
salieUate—sodbim carbftiiaie has no action upon phenolic —()11 group 

2(’Jl,(()Il)COOH + Na .,(’()3 2(\,ll j011)(X)ONa^ US() + (’()a 

On aeiditleation, salicvlic acid jnecipittites again. 

(v) Methyl salicylate, also called oil of wintergrceil) 
C„H,( 0 H)(’() 0 (Tf 3 , is formed by warming salicylic acid and methyl, 
alcohol in presence of strong sulphuric acid. 


/ \_c()()ir / ^-(’oot'ifaf ii„o 

on (III 


(vi) Aqueous solution of salicylic acid gives a violet colour with 
ferric chloride solution. 


(vii) Aspirin or acetyl salicylic acid, (.-jir,,(0(;00H3)(Xf0H, is 
made by acetyfating salicylic acid wiA;h acetyl chloride or acetic 
anhydride. It melts at 135" and is sparingly soluble in wijter. 


COOH+CM^COtJl—> HOI 

I I • 

oiE ococir. 

Uses of salicylic acid. —Salicylic acid is a strong autisoplic and is used aa a 
disinfectant. Salicylic acid and sodium saficylalo are anti pyretic (i.e,, a drug u««d 
to reduce temperature in fever). Salol (phenyl salicylate) is an antiseptic aad 
is used in tooth paste. Mel hyl ralicylate is used in tootii paste and in flavouring 
confectionaiy. The use of a.spiria for the telicf of neuralgic pain and headache 
is well-known. 

Salicylaldehyde, o-C 3 n,j.(()Il).CMO, is ortho-hydroxy benzul- 
dehyde. It occurs in the oils of meadow sweet and other species of 
Spiraea. It is formed together wdth its p-isomer, by te- 
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action Ih' lu'i'iliu^ plienol with chiorolorm and alcoholic potash, and 
soparati'd by stcani distillation—tlu* p-isomcr is not readily steam 
volatile. 

KOII KOH 

+ (’l.CHCl, _ 

_>. + H.o 

It IS ii vi)lmiiles.s, pleasnnt-snic'llin^ liqaii!, h.p. 196°, aiul u*; moderately 
soliilile in wilin’. It j'lves a violet, rolour with tciric rhloride and is readily 
o.vidiscd to .‘jiilivyclu; and.* 


XXI 

*FOOD AND NUTRITION 

Food and diet. —Food is required for the jjrovv th and Tnaintenanee 
of huniiin body, llroadly speaking, food is what wo eat to live. Its 
main functions are: (i) tci sn|)i>Iy heat and eiiero'v, (ii) to build and 
repair tlie t.issues of the body, and (ii) to rej^ulate tin' internal pro¬ 
cesses of the body so as to luaintain life. For the fulfilment of the 
I’.bove functions food must suppl\ : (a) fnts, (b) y.wtrius^ (<;) carho- 
hjltfralc.i, (d) rilaininn and (e) muirml aalln. llesides, water and 
oxyj^en an* esseiitial (o all livin'; processi's. * 

'Fhe first main function of loud is to jinfvidc fuel for producing 
energy in lie’ iiurnan bod_\. In this respi'ct the body may be compared 
to an eiigiife. As an engine cannot move without fuel, so also a human 
body needs fuel or I’uergv to do work. lint our fuel is not coal or 
petrol but fats and earliohydrates. |}\ slow oxidation inside the body 
.these fiK'ls sufiply eiiergv which maki's both hodil\ movement and 
menial work possible. 

Fats. - 1^' ats also called lipid.'t, ean lie found in hotli animal and 
vegi'lahle loodsMiffs. Vegetable tats inelude eoeoanut oil, mustard oil, 
groundnut oil, and olivi* oil. .\nimal fats iiielude butter, ghee, fish oils 
and mutton fat. (’ereals. e g., riee and wheat, eonlain a small amount 
of fat. Fat is a more eoneentrated form of eiu'igv tiian e.irboliydrates 
and proteins, and ,viehls ni'iie ealorios. woiglit tor weight. Fats arc 
oxidised to furnish energy and partK slorcd as body fat which acts us a 
j-f'serve. 'I’lu' lesevve is called ^upon during fast or starvation. 

Fats arii,oinul^iru’(l in ili<* sUnii.uh ainl split up iiilu fatty avals .and glycerine, 
during digestion, largely hy the aitioii of the eri/_\ me lijid’fr from, the pancreas. 
Oils are iur*i’» easily digestible than fats. ^ , 

Carbohydrates, -t’arbohydrati's are of two kinds: starch and 
sugars. Starch is obtained mainly from rice and otlu'v cereals such as 
wheat, mai/.e, barley, and millets, and also from sago, tapioca and 
potatoes, etc. Starch is abundant and is a cheap source of energy. 
Sugar is obtained from sugar cane, honey and fruits. The carbohy¬ 
drates enter into the process of nutrition as glucose, formed by their 
hydrolysis by enzymes. Tlie glucose finds its way into the blooil where 
it is oxidised to CO, and water, yielding energy. 

The o.xid<ilion of glucose is helped by in<u/7i;i, wlucli is secreted by the 
panCi'Cas into the blood. This secretion is seriously hampered in diabetes, and 
sa Rwh the glucose is not oxidised in diabetes for want of ittnulin. This 
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accounts for the abnnrnial inrrca'>e of elinoac in ilie lilooil amt nriro of rliabelic 
{latieiits. The digestion of starch iicgins in the iiumlii during masticaiion, 
where the ciuyinc ptyoHii of saliva Jiydiolysos sojiu* of tlic starcli into malloso in 
slightly alkalint incdtuni, and the jnocess coutiniu's in the stoniiich. Further 
hydrolysis into gluto.'.c is ('Hoc led by iMucimtii- uiui/it/fH' aud*oliiir enxyinos of 
the pancreatic juice. Ch.oked staivli is more readily digt'^ted, uJlhoii^h raw 
starch cart he digested, (ilyeogeii, somelinies eaJIed •iiiiiiiini sl.ueh', (t.\H,o(>j)ii. 
i.s a reserve food in our liver wliiPh is readily uni verted into gineo'e when oeeasuiii 
arises. 


The earbobyilrates seiwe as fuel, bill if tbe diet is pailieiil.irly rieh in 
carboliydrate, in excess of tbe needs of the body, the surplus i.i tnitifjouned iiitii 
fat. Uelliilose i.s not iligesleil in the biinian body, j^nd lienee it lias no food 
value, but it gives bulk to the food residues and Iheri'by a-vists tlnir passage 
along tlio dige-stive trait. 

Proteins. —Tin* ijic-iiid fuiu-liou ui fond is to supply Jiuiti’rials tor 
•ljuildiiio np intd ri'piiir of tissues of the body. Tin* niost importnni 
huildittg; jinitiM'iiils me proteins. They me essenthil eonstitnents of all 
livititf cells and ilicrv can he no life irithont firotciiift. IMmits synthesise 
their pioti'iiis, hnt we ^'et our proteins either from [ilants or miinnils. It 
is out of the proteins that llesh, mtisele, mid various jiarts of our body, 
such as brain, liver, lvidiu*y and heart, me iniuh'. 

J'ood.s rieh in animal proli'ins are lisb, meat, eheesi*, eg(», ami 
milk. All animal [iiott'ins eaniud serve in luitrition; t*gg albumin, for 
example, is a jirotein iood but gelatin is not. I’rot^ins are foutid in 
vegetable p'rodnets like pulses and nuts and also to a small t*xtent 
in cer(*uls, , 


l>iiring iligoslioa in ihe sloniacli tlic cn/wiic jx//fiii of Ibe gastric juice 
.>pliLs up jnoti-ins into Minplcr forms, wiin li aiv liiialiy dcm’adoil iifto amino acids 
(p. 55) by the action of cn/ymes in tlio int^'itnu*. 'I'hi* amino mid.s pass into tlie 
circulating blood. The boijy syullnsisics its own tissue pfolcin.s out of tlicso 
Aminoacnis. Protoiii.s can also serse as fitcl. They supply about the sninu 
I'aloncs as carbohydrates, weigh! for weight, hut the protein is a costlier fuel. 

Vitamins. —ttur lu'alth and grow'th largely depends upon (he pn*-* 
sence in foodstuffs of umall amounts of specilie. organic substances, 
called rilaminH- -a name given to tlH*m from ‘vita’ wliieb moans life, 
since, tluy arc lu’ccssury for life. Vitamins are acresHOrif food snhfi- 
lances witihout which in small amounts ii body sick(*ns ami ilii*s, I'ven if 
provided witli fats, jiroteins, enrholiydratea and mitieral salts, since 
fiHjil is not properly absorbed in absence* of vitamins. Vhtamin doti- 
cioncy. therefore, causes various disorders and disi'asi's in oiir system. 
Vitamins are jiresent in fresh foods of various kinds. At l(‘asi six 
vitamins me well known, thonglt many, mort* Imve het>n report(?d. 

Vitamin A. --It promotes growth. Jts deliciency Icsjds to night 
blindness ahd an eye disease, called xerophthalmia. (h*rtuin fats and 
oils, such as cod-liver oil, halibut-liver oil and butler, arcVich in vita¬ 
min A, but it is not present in lard, olive oil or nun’g'arine. 

Vitamin .\, a.s .such is not present in vegetable foods. They amlain a subs- 
‘tance called rnrotene. or yrovitandn A, Man produces vitaniin A from carotene. 
Henco foodstuffs which contain caroLciie aro clas.scd as rich in vitamin A. 


Green leafy vcgetabl<?s, carrots and tomatoes are rieh in vitamin A. 
Both laud and marine plants contain carotene. The source of vitamin A 
in milk and milk products is the green pastures of the cattle. Fish liver 
is rich in vitamin A—the source may be traced to the marine plants. 
Vitamin A is fat soluble and is fairly resistant to heat. 
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Vitamin B. —It is not a single substance but consists of several B 
vitamins, e.g., B,, B^,, Bg, ami is commonly known as B>complex. 
Vitamin B,, sometimes referred to as vitamin B, regulates the use of 
carbohydrates inrthe body. Its deficiency causes heri-beri. It is abun- 
dent ii/all whole cereals like rice and wheat, in many vegetables and in 
_\enst, but it is absent from ivhite flour syid ‘polished rice and hence 
the incidence of bori-beri amongst people fed on polished rice. Vitamin 
A and vitamin B are not easily destioyed by cooking. 

Vitamin C, —It is found in fresh fruits, vegetables and sprouted 
pulses, and especially id lemon, orange, tomato and anila. It tends to 
be destroyed on cooking or storing food. Vitamin C or ascorbic acid is 
chemically related to the sugars. Its deficiency leads to scurvy. Sailors 
on long voyages are particularly susceptible to scurvy for want of- 
fre.sh fruits and vegetables. A liberal supply of lemon juice prevents 
its occurrence. 

Vitamin D. —It promotes growth and wo)-ks primarily on our bones. 
Its deficiency causes rickels in children and osteomalacia (which means 
‘.softening of the bones’) in adults, chiefly w-omen. Cod-liver oil and 
other fish oils are rich sources of vitamin I). Bickets and ostc'omalacia 
can be cured by ^taking cod or shark liver oil. It is also present in 
milk and milk products and in vegetables. Vitamin D is not easily 
destroy(nl by exposure to air or by cooking. A(;lion of ulti-a violet rays 
of the sun on our skin produces this vitamin in*our system. 

Vitamin 'Ilia vitiimin jn-events sicrilily of m.in and animals. It is 

present in lejfves of plnnls, ■wheat norm oil, and milk. Lettuce and alfaalfa are 
specially rich in it. It is stable to lie'at but is readily oxidised. 

Vitamin K.- It is present in sieen plants, specially in alfaaifn. It stops 
haemorrhajfe and causes dotting; of blood, Anini.ils deticient in this vitamin aro 
ui danger of bleeiling to death when injured. 

IVfineral salts. —'I’he mineral salts act partly, along witli proteins, 
as building materials for the formation of bones and teeth, and paitly 
as regulating factors like vitamins—they regulate the functions of body 
fluids such as blood and digestive juices. About 4 per cent of the 
human body weight consists of Ca, B, K, Na, S, Mg, Gl, Jh'e, T, Ri and 
F. Among the 5 metallic elements calcium is the most plentiful (Lfi 
per cent) in tbo body—our bones contain calcium phosphate and teeth 
calcium fluoride. Calcium sails are necessary tor the maintenance of 
heart beats and for coagulation of blood. Milk and green leafy vege- 
tabh's are the best sources of calcium as well as phosphorus. 

Plwsphoni^ is present in buries and muscles, as well as in brain,and nerve 
iissne.s. Iron is essential for the formal ion of red haemoglobin of the blood. 
Shortage of iron cau-se^s anacmi.a. Foods rich in iron are green vegetables, spinach, 
cabbage, and yolk of egg. Milk, which is otherwise a complete food, is poor in 
iron. Another important mineral requirement is iodine. Its deficiency causes, 
goitre. The common salt of our food sup|)lies the hydrochloric acid of the gastric 
juice in our stomach, and also traces of sodium iodide. Sometimes sodium iodide 
is added in small amounts to the city water, supply or to the table salt to 
avoid the prevalence of goitre. 

How much to eat. —The quantity of food that a man takes daily 
vari»w with such factors as age, sex, weight, work and climate. A large 
proportion of the food supplies energy by oxidation in the circulating 
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blood. The energy provided by food is measured in calories. In nutri¬ 
tional science one calorie is the heat required to raise the temperaturq 
of 1 kilogram of water by one degree centigrade. Different foodstuffs 
have different values in terms of calories. The fuel values of protein 
and carbohydrate are approximately 4 calories per gram, while that of 
fat is 9 calories per gram. The energy requirement of an average man 
weighing about 150 lbs, and doing moderate muscular work is about 
8520 calorics a day. At a rough estimate a man in India rc<juires on 
an average 2500 to 3500 calories a day^, while ap Indian woman needs 
21(X) to ^(X) calories a day, varying witli the nature and amount of 
work. 

Heavy manual workers obviously need more : stone iTia.son 4400 ealorics, 
^ood cutter 5000 calories. A brain worker is amply supplied by a diet of 2200 
to 2600 calories. Nursing mothers need more calories than that quoted for average 
woman. Growing children require as much food as uii adult manual worker. 

The weights nf different foodstuffs necessary to supply the required 
calori(*s is then calculated from their energy or fuel values. A 
satisfactory <|ivision of the elements of food in the daily diet giving 3000 
calories is: 1(K) gm. protein, ICK) gm. fat and 400 gm. carbohydrate, and 
a certain quantity of minerals and vitamins. A typical diet contains 
about one-sixth of fat, one-sixth of protein and two-thirds of carbo¬ 
hydrates. • 

A balanced diet. — ^rhe dilT(* rent kinds of food taken together 
constitute a diet, and a satisfactory diet should : (i) contahi necessary 
amounts of each of the essential elemeiits of fot^d, namely, fat, protein, 
carbohydrate, mineral salts, and vitamins, (ii) supply adequate calories. 
A diet which is so dislrihuted is known* as a balanced diet. The diet 
must also conform to dietetic habits of the people concerned. Typical 


balanced diet suitable for India ii 

s as follows: 


Food muterialu 

Veyt'fnritin 

Noii-re<jeturian 

Cereals (including wheat) 

20 oz. 

20 oz. 

Vegetables 

12 ., 

8 „ 

Pulses 

3 „ 

3 „ 

Fruits 

2 .. 

2 

Milk 

8 

8 „ 

Fats and oils 

2 

1 „ 

Sugar 

2 ., 

2 

Meat, fish & eggs 


4 „ 

• 

49 „ 

*46 „ 

7/c.os 5 per*cent, for wastage 

2.6 „ 

£.5 ,, 


Net 46.5 oz. • 

45.5 oz. 


• Blit the present Indian diet amounts only to between 20 and 30 oz. in the 
day, and that also revolves practically round cereals (about 16 oz.), o.g., rice, 
wheat and millets. Tho cereals are all rich in carbohydrates and hence their 
energy value is high. But they also contain a little fat, protein and mineral 
salts’ Cereals are not very rich in iron and calcium but fairly rich in phosphorus. 
Mice is 75-^% starch and is a poor source of vitamins and calcium. Proteins, 
vitamins, and minerals are lost in milled and polished rice, but they are retained 
in parboiled rice. Wheat (65-70% starch) has the largest protein content (about 
14) of all cereals, while rice has the lowest. Wheat also contains a little morq 
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<alcnitn ami is richer in B vitamins than rice, and hence a better food. Pulses 
are richer in proU’ins than cereals, and hence it is called ‘poor man’s meat . 
Sprouted pulse, contains vitamin C. Fruits supply vitamins and mineral salts. 
Citrus fruits (lemfins and oranges) arc particui.arly rich in vitamin C. 'The nearest 
approaWi to a complete food is milk. It contains fat, carbohydrate, high quality 
protein, mincr.'il .salt.s like calcium and phosphorus, and A, B, C and D vitamins. 
Ki.sJi IS an imiioitant food; it is a good store of*proteins, vitamins A and I), and 
phosjduu'iis. Mutton and other forms of meat are rich in proteins. Next to milk, 
oggs aro ail-round food. Eggs contain more of vitamin A and iron Ilian milk. 
So, wo know what tlicro is to eat. 


XXTI 

ORGANIC MANIPULATION 

Purification of organic compounds. —first step in the investi- 
gtikion of an organic substance is to obtain it in a pure state. Whether 
the organic compound is isolated from a natural source or prepared in 
the, laboratory, the initial product is seldom pure and is usually a 
mixture and hence its purification involves its separation from other 
substances. Common methods of purification are: (i) crijHiallisation, 
(ii) sublimation,^{ui) distillation, and (iv) extrarfiou with a solvent. 

Crystallisation from a suitable solvent is^ VI' ly effecti\ e foi th 
purification of organic solids. A suitable solvent (oi- a mixture of 
solvents) is chosen, and the crude substance *is then dissolved in the 
mmimum ifuaijtity of the hot solvent—beating being done on water 
bath, in ebse of inflammable s^olvents, and using a reflux condenser 
(p. 52). Wlicn the hot solution is clear and contains no insoluble 
impurities, it is talceu in a ba.^in and allowed to cool in cold water or 
. ice, when crystals separate. ]5ut if the hot solution contains insoluble 




impurities, it is filtered before cooling—the filtration is done through a 
hot water or steam-jacketed funnel (p. 42, part I) in order to prevent 
cTyrtullisation in the funnel. A fluted filter paper and a funnel with 
its steam out off are also used for the filtration of a hot solution. The 
filtrate is left for crystallisation in a porcelain basin. After the 
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crystallisation is complete, the crystals are filtered with the aid of a 
suction filter (fig. 13, part I and fig. 9). 

A Buchner funnel (fig. 8) of oorroct size to contain the,crystals is lightly 
fitted into the neck of a Buchner filteri/uj jltiKk (lig. 9) (liroiigh a ruhtjfir cork, 
and a filter paper of right size (just to cover the hole.s of tho perforated plate of 
the funnel) is placed in posiliop. The side arm of the flask is eoiiiiectcil to a 
water pump by a length of pressure rubber tubing To stai'i. filtration, tho filter 
paper is moistened with the solvent, suction is applied, and the crystals are 
quickly transferred into the funnel—any residual eryslals in (he. basin iiro washed 
into tho funnel by means of a liltlo fresh .solvent. After most of the mother liquor 
is drained off, the crystals are waslied once or Iwico with minitnuin amount of 
cold solvent under gentle suction in order to remove the adhering mother liquor. 
The crystals arc then pressed with a spatula or glas.s slopiier. When no more 
liquid fillers, the pump is disconnected, and the cry.stals are taken in .a sheet of 
• filter paper or a watch glass. 

To filter small qu.'intities of solids, a sauill funnel with a 
Itme j)rrfuTattd jMrcefain diKc is preferred—a piece of filter paper 
is cut to size and placed in the disc so as to lap up the sides a 
short distance. The funnel is tightly fitted through a rubber cork 
to a stout and wide test tube having a side arm (fig. 10) which 
is connected to llie water pump. 

If the suhsLance under investigation is a mixture of solids 
and if they all dissolve in the hot solvent—tho least soluble of the 
solids would first deposit as eryslals on cooling, and the nu)lhcr 
liquor will give a .secqnd crop of crysltils containing a larger 
propoition of the more soluble constituent. Tiy repetition of this 
jirocoss of fractional crystnUimtion, (he constituents of the mixture 
may be separnied more or less in a pure form. 

Treatment with animal charcoal a 'nmninn met hod tu parify ^md decolorise 
organic substances which are contaminated, with coloured or resinous impurities. 
Crude acetanilide, for example, is purified by boiling its aqueous solution for 
some time with animal charcoal (about 5% sjf the weight of tho substance), and 
then filtering hot—tho filtrate deposits colourless crystals of acetanilide on cooling. 

The drying of the crystals is tlie final .step in the process. The crystals are 
often dried by placing them in folds of filter jiaper, and then by standing in air, 
Drying may a!st> be done by placing tlic crystals on a watch glass in a desiccator 
(or better a vacuum desiccator) (fig. 30, part 1) containing substances like granular 
calcium chloride or concentrated H^SO, which would absorb the vapours of 
tho solvent used for crystallisation or washing. The crystals of relatively high 
melting point may be dried in a sti-ara oven. Hygroscopic solids must be’ dried 
in a desiccator. 

A small .sample of the crystals may be dried by pressing with a spatula on to 
a porous plate, and its purity siscertainod by determining the melting pdint. 

Choice of a suitable solvent is a. matter of utmost importance 
in crystallisation. A suitable solvent dissolves much movQ of the solid 
tvhen hot than when cold, so that the hot saturated solution deposits 
a portion of the solid as crystals on cooling. The right solvent is 
found out by trial. A little of the crude solid (0-05 t- 0-1 gm) is treated 
with 0-5—1 c.c. of some solvent ; if the solid dissolves in the cold or 
remains insoluble even on heating, the particular solvent is regarded 
as unsuitable. If, however, tho solid dissolves in a maximum of 3—4 
c.c. of the boiling solvent, but crystallises out readily on cooling, the 
solvent under trial is chosen, and if not, another is tried. 

Water is a very common solvent. Other solvents usually employed are : 
(i) ethyl alcohol, b.p. 78*C, (ii) ether, b.p, 35°C, (iii) acetone, b.p. 66®, (iv) 
benzene,, b.p. 80®C, (v) glacial acetic acid, b.p. 119^0, (vi) chloroform, b.p. 61*C, 
(vii) carbon tetrachloride, b.p. 78°, (viii) ethyl acetate, b.p, 77®C, and (ix) 
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■petroleum ether, available in different fractions having boiling points ranging 
from 40" to 120“ C. 

If a solid happens to be almost insoluble in one solvent, but too much 
soluble in another^ then a mixture of two such solvents, called mixed solvents, 
e.g., (i^ benzene and chloroform, (ii) benzene, and petroleum ether, etc., may 
often prove useful as a solvent. 

Sublimation. —Occasionally an organic soliil is purified by sublimation— 
volatile solids, e.g., camphor, naphthalene, benzoic acid, sublime, while the 
non-volatilo impurities are left behind. There are various ways of carrying out 
sublimation. In one method the crude solid, e.g., camphor, is taken in a 
porcelain basin and covered with a sheet of filter paper having some perforations 
on it—the filter paper is Ifold in position by a funnel. The basin is heated on 
a aaiul-lray by a small flame, when the camphor sublimes and deposits as 
colourless crystals on the filter paper and any non-volatile impurity remains in 
the basin. 

Distillation. —Distillation is a common method of purification of 
organic liquids which hoil witliout decornpositioti. Volatile liquids can 
ho separati'd from non-volatilo impurities by distillation. 

.The liquid is placed in a distilling flask fitted with a condenser and 
receiver (fig. 19, part I)—the neck of the flask is closed with a cork 
through which a thermometer passes in such a way that its bulb is jimt 
below the opening of the side-tube. A few pieces of porous tile arc 
placed in the liquid to prevent bumping. The flask is then carefully 
heated on a wire guaze, waley hath, sand bath of metal bath (depend¬ 
ing on the liquid to he distilled). . 

Tn case of high boiling liquids or when a small* amount of a 
liquid is to^He distilled, the fiask may he directly heated vvith a free 
flame (using, however, a rotary motion i^f the tlarm‘). 

The mercury column in th« thermometer rises quickly as soon as 
the licpiid begins to boil and then remains practically stationary until 
almost the entire liquid is distilled, 'rownrds the end of distillation, 
the temperature may show a rise due to supper-heating, when the 
distillation is stopped. When a single liquid (which may contain non¬ 
volatile impurities) is treated, the temperature does not fluctuate dur¬ 
ing distillation. 

In case of licjuids which hoil above 1,S0°C or so, the condenser is 
omitted and a long glass tube is used as an air condenser. 

Fractional distillation. —^When no constant boiling point is observ- 
‘ed during distillation, it is an indication that the liquid is not a 
single, substance but a mixture. 

It is ofthn possible to separate two liquids by a single distillation, 
pmvided that their boiling points are wiile apart and differ* by 40®C 
or more, e.g., benzene, b.p. 80", and iiitrobenzetie, b.p. 209®. When 
distilled the more volatile liquid first passes over, the temperature then 
quickly rises and the higher boiling liquid distils—the distillates are- 
collected in separate fractions. A second distillation is often necessary 
to obtain the liquids in a pure state. 

W^hen, however, the boiling points of the liquids lie close together, 
a single distillation causes a very incomplete separation. In such 
oases the liquids are separated by fractional distillation using a frac¬ 
tionating column (fig. 21, part I). 
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The liquid mixture benzene (b.p. 80*) and toluene 
(b.p. 110°), for example, is distilled in a round flask 
fitted with a fractioning column (which is inserted 
between the flask and the condenser) (fig. 11). 

The vapour from the boiling liquids is richer in 
the more volatile component. As the current of 
vapour passes up the column, the vapour of the higher 
boiling liquid is more readily *conden.sed, so that 
the vapour above the condensed liquid becomes still 
richer in the more volatile component. The con¬ 
densed liquid runs down the column and in its return 
flow washes the rising current of vapour. The v.ipour 
leaving the column at the top is richer in the more 
volatile component—it passes off by the condensci 
and is collected as a distillate in the receiver. The 
distillate is richer in the more volatile benzene th.nn 
the original liquid. The liquid remaining in the flask 
is richer in the less volatile component toluene. Only 
partial separation is effected by tliis means. The 
fractions are rc-distilled, when the distillate become 
still richer in benzene, and the residual liquid iu the 
flask in toluene. Fractionation is repeated until 
fractions of constant boiling points are obtained. 

These fractions are taken as pure liquids. 

Sometimes complete separation is not possible, as 
many liquids form conufant boiling mixturi’, e.g., 
alcohol and water (p. 27\ 

Distillation under reduqgd pressure. —Tf a liquid, e.g., glycerine, decomposes 
near its boiling point when distilled at .itmosphcric pressure, it may be distilled 
under reduced pres.suro which naturally lower.s the boiling j)oinl. (p» 50, part 1)— 
the lowering depends upon the extent of vacuum created inside ifie di'rtilling flask. 
Distillation and fractional distillation are, tticreforo, carried out under reduced 
pressure in the ease of liquids which are likely to decompose near tlieir boiling 
points at atmospheric pressure. Distillation under reduced pressure is also called 
vacuum distillation or distillation in vacuo. 

The distillation is u.siially carried out in a two necked Clainen flonk (fig. 22, 
part I) whose side-tube is connected, via a condenser, with a pumyi and pressure 
gauze. The thermometer is inserted into one neck of the flask and through the 
other passes a tube drawn out to a fine capillary, reaching nearly to the bottom 
of the flask. When the pump is started, air bubbles are drawn thonigli the liquid, 
which prevents bumping and helps regular boiling. The condenser is attached to 
2 (or more) receivers (to collect different fractions) through an adapter. 

The liquid to be distilled is placed in the flask and the pump is atarte<l— 
air bubbles arc tirawn through the capillary. As soon as the pressure becomes 
Euffleiontly low (as the pressure gauze indicates), the distillation is started by 
cautiously heating the flask with a constantly moving, almost luminous flame. 
By rotating the adapter the different fractions are made to fall iq one or the 
other receiver (wilhout breaking the vacuum during distillation. 

The distillation unit may bo attached to a water pump, when high vacuum 
is not required. Vacuum distillation can also be carried out in ordinary distilling 
flask (fig. 216). 

‘ Organic liquids must be carefully dried before distillation.— 

This is generally done by adding solid dehydrating agents, e.g., the 
anhydrous salts like CaClj, K/iO^, MgSO^, and NajfiO^, or sr)lid caustic 
potash, in the liquid and corking the container, and then allowing the 
liquid to stand several hours in contact with the drying agent until 
the liquid is clear. The liquid is then filtered and the filtrate ready 
for distillation. 
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Steam distillation. —The method of steam distillation is often used in the 
isolation and purification of organic compounds—both solid and liquid. The 
method has been discussed with reference to the distillation of aniline (p. 89) in 
a current of stcaw. 

Elktraction with solvents. —Many organic compounds can be 
isolated from their aqueous solutions (or syspemsions) by extraction with 
an organic solvent in which they arc mutjh more soluble than in water. 
Kther, benzene, petrol and chloroform, etc., are often used for extrac¬ 
tions, as their solubility in water is very low and therefore form separate 
layers. Ether is a ctxnmon solvent as it is inert and can be readily 
removed at relatively low temperature, b.p. of ether being only 35®C. 

The aqueous mixture, c.g., phenol in water, is taken in a separating funnel 
and a small quantity of ether added-the funnel is then gently shaken, and then 
allowed to rest. Ether and water separate in two layers—the phenol dissolves 
in other which floats on the top of the aqueous layer. The aqueous layer is first 
run off and then the ether extract. Siuscssive exiractions are made with the 
solvnnt. The extracts are wet. The combined e.xtracts are dried with anhydrous 
Oadh until clear, and then filtered. Tho solvent is carefully distilled off on a 
water bath—the. phenol remains as a liq<iid residue. 

In extnvctiou with ether or benzene, the organic solvent, being 
lighter than water, floats on the aciueons layer, but chloroform, being 
heavier than water, sinks below the aqueous layer. (Caffeine may be 
extracted with cliloroform from jupieous lea rupior. 

Successive extractions with small amount of a solvent are more effective than 
a single exlraclion with the same total amount of the solvent.^ If in a mixture 
of two liquids, e.g., alcohol and bonzouc, one is .soluble in water and the other is 
not, it is possible* to separate the insoluble liquid. The liquid pair, c.g., alcohol 
and benzene, is shaken with water in a separating funnel and allowed to rcst^— 
benzene, being insoluble and lighter tliau w'atcr, separates and floats on the aqueous 
layer of alcohol. T'he aqucou.s layer is run off anfl separated from benzene. 

Tests of purity. —A pure solid generally looks homogeneous when 
examined under a microscope, and if crystalline, the crystals all appear 
alike. But the best test for the purity of an organic solid is its aharf 
melting point. A pure solid melts sharply at a correct temperature 
within a range of about 1". Melting point, therefore, is an index of the 
purity of a solid and is used for iilcntifxcaiion of unknown solids. 

Alost organic solids melt below 3(K)° and at a definite temperature, 
but there are some which melt with decomposition. Impurities nearly 
always lower the m.p. of a solid, and also makes it indefinite. 
It is also essential that tlie solid must be dry, as a trace of moisture 
may greatly lower the melting point. 

Determination of melting point. —A clean and dry soft glass test 
tube is heated in a Bunsen flame until it is soft, when it is drawn into 
a thin-walled capillary tube. The capillary is cut into a short length 
(0—8 cm.) and sealed at one end by holding over a flame. 

A little of a carefully dried solid is placed on a clean porous plate 
and finely powdered by pressing and rubbing with the end of a spatula. 
The open tnd of the capillary is then gently stabbed several times on 
to the powdery solid, and each time the closed end of the capillary is 
tapped on the plate until a tightly packed layer of the solid (2—3 mm.) 
is formed at the bottom. 

The melting point bath (fig. 12) is generally^ a boiling tube or a 
small beaker (50 c.o. capacity) containing concentrated sulphuric acid— 
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a crystal of nitre is added to oxidise any charred matter 
and also to prevent the liquid from being discoloured. 

The sulphuric acid bath may be used up to about 2t>0“C, 
but there is a risk of serious injury if the bath breaks. 

For temperatures up to ‘210“C liquid paraffin or glycerol 
is a suitable and safe liquid to use. 

The thermometer (reading up to 360°C) is removed 
from the melting point bath and the capillary (with the 
packed solid in it) is lightly pressed against the moistened 
(with the liquid of the bath) end of the thermometer so 
that the enclosed solid is opposite the middle of the bulb 
“^the tube adheres to the bulb by capillary action. The 
thermometer (with the capillary) is then suspended in 
the melting point bath w'ith its bulb a few miri. below the 
surface of the liquid. The bath is heated gently and 
steadily with a small flame, and the temperature, at 
which the solid melts, i.e., becomes a transparent liquid, 
is noted. 

Exercise. —Find the point of niiplitlmlene (in.p. fJO'C) and benzoic 

acid (rn. p. 121 °C). 

Identification by mixed melting point. —Tf an unknown solid X, by reason 
of its m.p., is suspected to Iw a particular substauce- A. then about e(pial amounts 
of X and A ard intimately mixed together, ami the m.p. of • the mixture 
is determined. « ’ 

Tf X and A arc identical, the mi.xturc w'otild have the same m.p. as A. But 
if X and A are not the. same, the rn.p. of flic mixture would be less than that 
of either and also indefinite. The method of*mi\ed melting point i.s helpful in 
identifying unknown solids. 

Determination of boiling point. —A pure liquid, which boils with¬ 
out decomposition, has h constant aud definite boiling point at a given 
pressure. The b.p. affords a valuable means of identifying an organic 
liqtiid. 

A constant boiling point is not necessarily a test of the pmily of a lirpiid, 
as it may be due to a constant boiling mixture (j). 27. part I.). 

A boiling tube (or a small .distilling flask; is fitted for distillation 
(fig. 13), and a few c.c. of the. liquid is placed in it. Two or three 

pieces of porous title are 
added to the liquid in 
order avoid burnping. A 
thermometer is then in¬ 
serted so that the bulb is 
well above tfie liquid and 
docs not dip in it. The 
liquid is gently heated by 
means of a small flame 
until It boils and distils 
at the rate of 1—2 drops 
a second. The stem of the 
thermometer is complete¬ 
ly immersed in the va¬ 
pour during distillation. 




big. 12 


Fig, 13 
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The mercury column rises rapidily in the thermometer as soon as 
the liquid boilg and then remains practically stationary until nearly 
the emtire liquid is distilled. The constant temperature is noted and 
is the boiling point. 

xxni 

ANALYSIS OF ORGANIC COMPOUNDS 

Qualitative analysis. —After an organic compound has been pre¬ 
pared in a pure state, the next step is to detect its constituent 
elements. 

Detection of carbon and hydrogen. —Carbon and hydrogen are 
detected by oxidising an organic substance with copper oxide, when 
carbon dioxide and water are formed. 



Fig. 14 


The (irif uutistance (O'S gm.), e.g., cane sugar, 
is mixed with 20—25 times its weight of dry and 
line copper oxide in a mortar, and the mixture Ls 
tlien placed in a hard glass test tube. The tube 
is fitted with a cork and a delivery tube which 
dips into lime water (fig. 14). On strongly heat¬ 
ing the mixture, any ci^bon present is oxidised to 
(lOj which bubbles into lime water and turns it 
milky, and any hydwigen present is oxidised to 
UjO which deposits in drops on the cooler part of 
the test tube—the liquid drops turn anhydrous 
copper siilpliate blue o.nd are confirmed as water. 
Tl - formation of water indicates the presence 


ot Hydrogen, provided the substance and copper oxide are thoroughly dried before 
the experiment. 

Copper oxide is hygroscopic, and hence it is strongly heated and then cooled 
in a desicator before use m organic analysis. 

When the organic compound is a gas or a volatile liquid like ether and alcohol, 
the gas or the vapour of the liquid is p.-issed over red-hot CuO, and then through 
lime water. ® 

Organic substances are frequently inflammable, and readily catch fire or char 
and swell up into a black mass on heating in a cniciblo lid. 


Detection of nitrogen. Many organic iiitrogpu compounds evolve 
ammonia when strongly lieated with sodalime. Evolution of ammonia 
proves the presence of nitrogen, but a negative result does not show 
absence of nitrogen, since the,/'e are some organic compounds contain¬ 
ing nitrogen, e.g., nitro and azo compounds, xvhich do not evolve 
ammonia on heating with soda lime. 

Eut iJtissaiync s test for nitrogen is applicable to eVeVv type of 
organic nitrogen pompound. 

Lassaigne’s test for nitrogen, sulphur, and chlorine, bromine, and 
iodine.— iThe method depends on the fact that when an organic coin- 
pound is strongly heated with metallic sodium, any nitrogen present 
is converted into sodium cyanide, sulphur into sodium sulphide, and 
the halogens into sodium halides, which are then tested. 

A piece of metallic sodium, about the size of a pea, is melted in 
a tfh/>r<)’te3t tube by heating over a small dame, and a little of the 
organic compound (0’02—0'05 gm.) is dropped directly over the molten 
metal. A vigorous reaction sets in and care is necessary. 
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The mixture is strongly heated for 2-p3 minutes^until the glass 
is red-hot. The red-hot tube is then plunged in distilled water j(about 
5 c.c.) in a mortar, whereby the hot end of the tube crumbles—the 
plunging should be done in such a way that the eye is not endangered, 
as any unused sodium woulJ react with water with a flash and may 
cause explosion. 

,The contents of the mortar are then ground w'ith a pestle, and 
filtered from powdered glass and carbonaceous •matter. The ftlltratie 
is alkaline, because any unused sodium reacts with w^ater, producing 
caustic soda. The filtrate contains sodium cyanide, sodium sulphide 
and sodium halides, if nitrogen, sulphur and halogens are present in 
ttie original substance. The filtrate is tested for as follows: 

(a) Nitrogen. —To a j)o)tii)U of the alkaline filtrate about 1 c.c. of 
ferrous sul]:)hatc solution is added, and the mixture boiled for a miuutc 
or so. The solution is cooled and a drop of fen'ic chloride solution is 
added, and then acidified with dilute hydrochloritj acid, when the 
formation of a blue colour or precipitate detects the presence of 
nitrogen. 

J luring fusion the nitrogen and carbon in the substance combines 
with metallic sodium,* giving sodium cyanide. When the alkaline 
filtrate is treated with fprrous sulphate, ferrous hydroxide is precipi- 
' tated and then sodium ferrocyanide, Na 4 [re(CN)j j, is forjned in the 
solution. On the addition of ferric chloride and acidification .deep blue 
ferric fenooyanidc (Prussian blue) FeJ^Fe(CN6 jj, is formed. 

Na -p C + [N] = NaCM (codiiim cyanide). 

FeSO, + 2NaOH - Fe(OH), -f- Na..s6, 

Fe(OII), + 6NaCN = Na,Fe(CN), + 2NaOH 
FeSO, + 6NaCN = Na*Fc(CN). -I- Na,SO, 

3Na,Fe(CN),-h 4FeCI, - FeJFe{CN),J,-f 12NaCI 

(b) Sulphur. —To a porlioTi of tho alkaline filtrate lew drops of sodium niiro- 
prusside solution are added, wlien a violent colour develops due to the presence 
of sulphide. 

During sodium fusion any sulphur prscent in the substance is converted into 
sodium sulphide, and hence the detection of sulphide indicates the presence of 
sulphur. 

) (c) Chlorine, bromine and iodine .—In absence of nitrogen and 

sulphur (as indicated by the tests above) a portion of the alkaline 
filtrate is acidified with dilute nitric acid and a solution*of silver 
nitrate added-^-a curdy white or yellow precipitate indicates % halogen, 
since during fusion with metallic sodium any Cl, Br or I present in 
the substance are converted into sodium chloride, bromide, or iodide. 
The precipitate is distinguished as follows; 

Precipitate Solubility in ammonia Indicates presence of ; 

. _ _ ___ _ . _ _ _ __ _ 

Curdy white AgCl Readily soluble Chlorine 

Pale yellow AgBr Difficultly soluble Bromine 

Yellow Agl Insoluble Iodine 

For further tests a portion of the filtrate is acidified wUt» = 
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and then treated with chlorine water and shaken with carbon disulphide : (i) a 
reddish-brown CSj-layer indicates bromine, and (ii) a violet layer iodine. 

/«•presence of nitrogen and for sulphur the filtrate is acidified with dilute 
HN(), and then boiled for some minutes to decompose any NaCN and NUjS 
present and to expel the liberated IICN and HjS. The solution is then cooled 
and tested with silver nitrate. A curdy whifts or yellow precipitate indicates 
halogen. 

Beilstein’s test for halogens. —An inflannnable organic halogen 
compound often gives ^ gveen-edged flame. But a more delicate test, 
due to Beilstein, is to heat the substance Avith copper oxide when a 
bright green flame is produced. 

One end of a thick copper wire (4 inches) is inserted into a cork, and about 
i in. of the other end is bent over .so that it lies parallel to the longer length 
of the wire. The bent end of the wire is heated in a Bunsen dame until it ceases 
to colour the flame green—the end is now coated with copper oxide. It is cooled 
and dipped into the substance and again heated, when the flame is tinged with 
green. The test depends on the formation of volatile copper halide. The test 
may sometimes fail, and also fKicasionally given by compound.s free from halogens. 
Thus many organic nitrogen compounds give this test due to the formation of 
cuprous cyanide. 

Deteiition of phosphorus. —When an organic phosphorus (ornpound is fused 
with an oxidising mixture of sodium carbonate and nitre, the phosphorus is 
converted into alkali phosphate. The fused mass is pxlractcd with hot water— 
the filtrate is acidified with nitric acid and then wanned with ammonium molyb¬ 
date solution, when the formation of a yellow prec;^iiiatii detects phosphorus. 

Detection of oxygen. —There is no satisfactory general lest for detection of ^ 
oxygen in • orgahic compounds. It.s presence is «leduced from tlie results of 
quantitative analysis. 

Middleton's alkali>sugar test ,for sulpliur and lialogcu and nilrugdi (in a 
limited number of cases).—A small sample of the suhstauce is mixed with 5 times 
its weight of alkali-sugar mixture (a mixture of 9 parts of ])ure anhydrous Na^CO, 
and 1 part of pure cane sugar) and then heated and proceeded for detection of 
.S, halogens and N, iis in Lassaigne’s test, except tlial 2 —3 drojis of aqueous 
NaOH are to be added to the filtrate before testing for nitrogen. 

Middleton’s alkali-zinc test for nitrogen. —A small amount of the substance 
is mixed with 5 parts of its weight of alkali-zinc mixture (a mixture of 1 part of 
anhydrous NajCO, with 2 parts of zinc dust) and then heated and treated as in 
Lassaigne’s test. 

*Qiiantitativeanalysis. —'Fhe qualitative analysis of organic coin- 
pounds is followed by their quantitative analysis (also ealled iiUimafe f 
analysifi) by which the actug,! amounts of the elements present in a 
compound are determined. 

Estimation of carbon and hydrogen. —The (quantitative estima¬ 
tion of carbon and hydrogen in an organic compound is carried out 
by oxidising the substance in a current of oxygen, and collecting and 
weighing the carbon dioxide and water foimed. This method of / 
analysis was mainly due to Liebig (1831). 

The combustion is carried out in a hard glass tube (fig. 15) whiqh ' 



Fig. 15 



contains (i) a spiral of oxidised copper gauze (B), then (ii) a small 
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porcelain boat (C) containing a weighed quantity of the a\ibstance 
(0-1—()-2 gm.) and (iii) finally a la\er of dnj wire-foim copper oxide 
(P to P') tilling nearly two-thirds of the tube, kept in position by loose 
asbestos plugs. 

The tube, (d) is placed ip a combustion furnace (fig. 16), and the 
end lic'arest to the boat is attached to a gas holder (b) containing air 





Fi«. 16 

and a (‘,y]in<ler of compressed oxygim (a) via two wash bottles (c) 
containing concentrated caustic alkali and sulphuric acid respectively 
to piiriry the air and oxygen from carbon dioxide tind moisture. The 
other end of the tub(' is connected 
to a weighed U-tube (e) contain¬ 
ing gramdar (;alciiim ^3hloride and 
a potash bulb (contaiying strong 
caustic, potash* solution) with an 
attached ealcium chloride tube (f) 
to prevent the loss of mf)isturc' 
from the hull). Tht* potash bull) with the Oa()l„-tube is also 
prc'viously weighed. Then follows a (kiClg-tuhe (g) to prevent diffu¬ 
sion of atiriosphei'ic moisture inside the ai)pai-atiis. All corks and 
rubber connections nmst he gas-tiglit.. 

Tlie opcr.ition of c-oinlui.stiou is rarriod out as follows A slow strcani of 
o^v^fn i.s tirsi passed Uuoiigli Ihe tube liy tuniin,; on the <»xy;.fen sii])ply, then 
(ho layi-r of coppiM* ovide and uoxl the roll of oxidise cojiper ^auzc' are made 
ird-hol, by lif;htint> thi burners under llieni. Tile sid (anee is then gradually 
heated hy lifrlitiiifj the biiriici.s under (lie boa( itself. iid burnt. The u.xidised 
Ou-gaiJ/.c (H) inevciits baek\v:ud diffusion ol the pmdi els of eombustion. The 
copper oxide layer {pi»') oxidises ativ of the snhslaiee whioh may vaporise 
nn< banred. and also converts anv CO (formed cine, tc incomplete eondmstion) 
into CO.. 

'The w'ater that is formed is absorbed in the CaClg-tube., and the 
COjj in the pptash bulb. "When the substance is completely burnt, tlu^ 
oxygen supply is cut off, and the apparatus is allowed to *cool down 
in a slow current of dry air. The entire operation of combustion takes 
2—3 hotirs. 

The CaClo-tube and the potash bulb are disconnected, and their 
ends closed with rubber caps, and finally weighed. The increase in 
weights of the OaClg-tnbe and* the potash bulb gives the weights of 
water and CO^ formed respectively. 

Calculation. —Let the weight of substance taken = w gm. 

The increase in weight of potash bulb = a gm. 

The increase in weight of CaCIa-tube = b gm. 
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weight of CO, formed = a gm.; weight of water formed = b gm. 

. . 12 n 300xa 

percentage of carbon = XlOO = 

2 h 100 y h 

Percentage of hydrogen XlOO = 

If the organic substance {ontaina nitrogen, a," roll of (unoxidised) copper gauze 
placed in tfio combustion tube beyond tiio copper oxide layer, and kept red-hot 
during combustion, this will reduce any oxides of nitrogen which would otherwise 
be absorbed in the potash bulb. 

In case it contains hakujena or sulphur, the copper oxide is replaced by fused 
granulated lead chromate, which retains the halogens as lead halide and the 
sulphur as lead sulphate, as otherwise the free halogens and SO, are liable to bt 
absorbed in the potash bulb and vitiate the result. 


Example. —0-1793 gm. of acetone containing carbon, hydrogen, and oxygen 
only, gave on combustion 0'4082 gm. carbon dioxide and 0167U gm. of water., 
Pind its percentage composition. 

Weight of the aubstanco burnt —0'1793 gin. Wt. of CO.^ — 04082 gm. ; wt. 


of H,0 0-1670 gm. 

% of C = ] 


300 x 0-4082 
11x0-1793 ■ 


100 x 0-1670 

62-07; % of H - gy 0-1793 ~ 10-35 


percentage of oxygen — 100—(62-07 -c 10-35) - 27-58. 


Estimation * 0 ! nitrogen. —Nitrogen iu au organic compound is 
usually estimated by -. (i) Dumas’ tncthod iu ^vbich all the iiitrogeii 
contained in the organic substance is ilberated as free nitrogen gas, 
and (ii) Kjcldahl's method iu wliich llie shtrogeu js liberated as 
ammonia. * , 

riHinpih* method. —Tbo metliod is based on the fact that wlien an 
organic compound containing nitrogen is strongly heat(*d with copper 
oxide, it is entirely diicornposed into carbon dioxide, water and nitrogen 
(and its oxides)- -the products of combustion arc then passed over 
heated copper gauze to reduce the oxides of nitj-ogen, and finally the 
nitrogen is collected in a graduated tube over caustic potash solution 
which absorbs tbe carbon dioxide. I’he percentage of nitrogen is 



Fig. 18 


calculated from the volmnc of nitrogen obtained from a given weight 
of the substance. The analysis is carried out in a combustion tube 
(fig. 18) which contains: first a spiral of oxidised copper gauze, b, 
then an intimate mixture of the organic compound (0*15—0*5 gm.) and 
10—20 gm. of fine copper oxide, and next a layer of wire-form copper 
oxide, c, and finally a spiral of bright (unoxidised) copper gauze, d. 
A hard glass test tube, a, containing magnesite (magnesium carbo¬ 
nate) or podium bicarbonate, is attached to one end of the combus- 
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tion tube, and a Schifif's nitrometer, n, containing 40 per cent caustic 
potash solution is connected to the other end. The nitrometer con¬ 
sists of a graduated tube fitted with a stop-cock at the top, and having 
two side tubes, one being attached to the combustion tube, and the 
other to a reservoir of caustic^ potash solution. Before the substance 
is heated, all the air from the apparatus is displaced by a slow current 
of carbon dioxide—all the while the stop-cock of the nitrometer is 
kept open and the reservoir is lowered so that the potash solution is 
run out of the nitrometer tube. When all the air is driven out, the 
nitrometer is completely filled with the potash solution by raising the 
* reservoir, and the stop-cock is then closed. 


The combustion is tlien started : first tiic wire-form copper oxide, and then 
tlitJ two copper gauze spirals arc heated to bright redness by lighting the burners 
of the furnace, and finally the mixture of the subsLanoe and copper oxide is care¬ 
fully heated until gases cease to be evolved—the current of carbon dioxide is 
slackened but not stopped during combustion. When the evolution, of nitrogen 
has ceased, the flow of is increased to drive out the last trace of nitrogen 
into (ho nitrometer. The ai)paratus is then alloweii to cool. The reservoir is then 
raised until the potash is at the same level in it and in the nitrometer tube—the 
volume of nitrogen is then read, and tho temperature and barometric pressure arc 
also noted. 


Calculation. —Let weight of the substance taken - w' grn. Volume of N,_, 
collected -- V c.c. Temper^fturo -- t°C. Aqueous tension at t°c - f mm. Baro- 
mtlric pressure — P mm. ^ 

Let the volume!*of tho N, gas at N.T.P. c.c. ^ 


, _ ^x(/'-yix273 
- '(273-V/1X760 
22400 c.c. N, at N.T.P. 


c.c. at N.T.P 
weigh 28 gm. 


(gtfina 


niolccuhir weight of N 


v' c.c. of Nj at N.T.P. weigh 28i’'/22400 gm 


percentage of N . - 


28r'x100 


22400x^0 ’ "flw 

Example. —0'1&]6 gm. of an organic coinponn<l con¬ 
taining: nitrogen gave 25 c.c. of nitrogen measured at 
17°G' and 754 inin. pressure. Aqueous tension at 17®t' 
is 14’5 nmi. Cahnlatc the percentage of nilrogen in tlic 
jiiibstmcc. 

25-(754 --14-5)-273 


Volume of N, at N.l’.P. 


percentage of Nj 


(273-1-17)-760 
22-92 


22-92 


< .c. 


8x0-1616 


= 17-73. 


(ii) KjeJ<j&hl*s method ,—The method is 
based on the* fact, that Avhen many nitrogenous 
organic compounds are completely decennposed 
w’ith hot concentrated sulphuric acid, tlieir nitro¬ 
gen is converted into ammonium sulphate. 

A w'eighed quantity (O'5—5^m.) of the sub¬ 
stance is taken in a Kjeldahl flask (fig. 19) and 
covered with about 20 c.c. of concentrated sul¬ 
phuric aci.d to which some 10 gms. of potassium 
sulphate are added. The potassium ,sulphate 
raises the boiling point of the acid and promotes oxidation. 



Fig. 19 


A small 
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crystal of copper sulphate which acta as a catalyst is also sometimes 
added. The tiask is then heated for nearly an hour, at first slowly 
and then sufficiently to boil the acid. 1’ho acid first darkens in colour 
and then becomes colourless. 'J'he nitrogen contained in the sub¬ 
stance has been converted into ammonium sulphate by this time. 

The flask is then cooled and its contents are transferred into a 

round-bottom-flask (fig. 20) by carefully 
washing with water, 'rhis flask is connected 
through a trap (a device to prevent carry¬ 
over of the li(piid from the flask into the * 
condense)-) to a condense)- whicli just dij)s 
into a mra-'iurrd volume of stoiidard acid 
(X/lfl H(’l or H..S()j) in )t conical flaAk 
(fig. 20). 

'I’ho Ji(|uid in the flask is nuide strongly 
idkali))e u ith caustic sodii solution to liber¬ 
ate ammonia from the ammonium sulphate, 
a)](l tluMi boiled to drive off the liberated 
a)nin(mia which is )d)soi-bed in the standard 
acid. When )io moi-e jimmonia comes over, 
the excess acid in 4he conical flask is back 
tit)-iited with sta)|j(hu-d oiustic; soda solution 
so iis to tind tl*e acid neutrjilised bv the* 



percent .'I gc of nit’-ogen -■ 


ammonia. Hence we can find out the 
jimoiuit of atrunoniii foi-rm'd and from 
this the pei-centage of niti-ogen in the oi-ganic comj)ound. 

Calculation. —the w-ciglil of snhstiiiKo (uken = •?/> gm. ’ 

of .-u-'d l.-ikcn - x c-.c. of N .-it-id .solnt)on. Volianc of alkali reqnii-od 
in tlie back titialion - // o.o. of N .NaOII Roliilioii. 

voliinii* of acid nciUralisod by amnionia - (x—//) or r c.c., say, of N acid, 
ammonia liiioralcd -- r c.c. of N amnionia. 

1000 c.c. N iuinnoriiu --- 17 grn. of Nil, or 14 gms. of nitrogen, 
r c-.c. N amnionia 0-014X'' Rm. of nilrogcn. 

0-014X r X]C0__ 1-4r 
w w 

Examole. —0-590 gm. of an organic comi'onpil containing nilrogcn w-as decora- ^ 
posed by Kjeldalil’s method and distilled with caustic soda—the liberated gas was 
absorbed in 50 c.c. of N/2 ; after absorption the c.xcchs acid was neulralkscd 

by 30 c.e. of N/2 caustic soda. Calculate the iierceiitage of nitrogen in 
compound. 

Vol. of acid taken -50 c.c. N/2 acid - 26 c.c. N acid. 

K-xcess acid 30 c.c. N/2 alkali - 15 c.c. N alkali. 

acid neutralised by ammonia - (25—15) i.e., 10 c.c. N acid, 
ammonia liberated 10 c.c. N ammonia. 

0-014x10 

percentage of N„ = ' Q.ggQ XlOO =-^ 23-72. 

Dumas' method is applicable to all types of nitrogenous organic compounds. 
But' the Kjeldahl’s method gives reliable results only with those types of com- » 
pounds.in which the nitroffen exhts in a non-oxldi«c.d fortn —^the method, for 
cxamnle,, is unsuitable for the analysis of iiitro, nitroso, azo, and azoxy com¬ 
pounds, ’ Cyclic nitrogenous compounds, such as pyridine, cannot bo analysed 
by this methml. The method, however, has the merit of being quicker and less 
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laborious^ and is largely used in the routine analysis ol soil, fertilisers, natural 
waters, and foodstuffs, etc. * 

Estimation of other elements. —(a) Halogens. The halogens, cliiorine, 
brornino and iodine, are usually estimated by Cunuo’ method in winch a weighed 
quantity of the substance is oxidised with fuming nitric acid in presence of a 
lew crystals of silver nitrate in a sealed tube—^the tube is placed in an iron case 
and heated in a special type of furnace, usually at about 200"C, during four liours. 
Any halogen present is converted into siher halide. The tube is then cooled 
and caretully opened, and its conlcnt.s arc waslied out with distilled water, 
collected, and weighed as silver halide, • 

Calculation. —Let the weight of tlio substance = u\ gm. Weight of AgX 
formed (where X — Cl, Br or — ym. 


X 


P«‘'‘-cntage of X ( 10 ^ 
where x - atomic weight of X. 



Example. —0-3149 gm. of an organic comjnnind containing chlorine gave 
0-4025 gni. of silver chloride by an.alysis by Canus’ method. I 'alculate I lie per¬ 
centage of chlorine in the conipoinid. 


% of chlorine r. 100 31-62 

(b) Sulphur. —Sulphur is estimated by ('.arims’ method in iiftich tho same way 
as tho halogens. The cotiipournl i.s oxidised by beating with fuming nitric acid 
in a sealed tube, hut witlioul the oddttion of si/nr nitiatr. 'I’be resiilling 
.sidpliuric acid is then prccip»Uited and weighed as barium Hulphalc. 

Example.- -0-250 gm. of thiourea gave 0-766 gm. of BaSO, (m®!. wt. 233). 


percentage of sulphur 


^ C-766 

235 ^0-250 


XlOO - 42-07 






(c) Phosphorus. —Under similar conditions* as above phos|jhorii.s 's oxidised 
by iiiU'ic acid to )'hosphoiic acid which may be precipitated as magnesium 
ammonium phosplialo, MgNH,PO,, and finally weighed in the form of magiie- 
siiim pyropho.sphato, Mg^P^O,. 

(d) Oxygen. —There is no suitable gencial nictiiod for estimating oxygen in 
organic compoiin<I.s. The percentage of o.xygen is always found out by difftre/irr, 
when I lie percentages of all oilier elements jn osent in an organic eoinpoiiud aro 
known from analysis. 

In numerical problems involving jierccntage coniposition, if (he sum of Urn 
percentages of difforent elements docs not come up to 100, tlie deficit (if consi¬ 
derable) is assumed to be tlic peiecntiige of oxygen in tho substance. 


XXIV . 

ElVfPIRICAL AND MOLECULAR FORMULAE 

Empirical and molecular formulae. —Tlic enipiiical furiniiln of an 
organic compound is calculated from its percentage composition, i.o., 
from the rcaults of quayititatiun anahjnis. Kut to fmd out tlie mole¬ 
cular formula, the molecular weight of the substance must be known. 

Determination of molecular weight by physical methods include: 

(a) Va/mir den>*ity method —molecular weights of volatile liquids, e.g,, 
acetone, alcohol, ben/.eno, chloroform, etc., aro usually found out by Victor 
Meyer's vapour density method (page 106, part I). 

(b) Methods involving measuremonta of (i) osmotic pressure, (ii) lowering of 
vapour pressure, (iii) elevation of lioiliny point, and (iv) lowering of freezing 
point, of a solution (page 108, part I). 



118 


A TEXT BOOK OF INTERMEDIATE CIIEMISTRy 


The method of arriving at empirical and molecnlar formulae is 
explained with reference to a few actual examples. 

Example 1. —0*1793 gm. of an organic compound containing 0, H, and 0 
only, gave on combustion 0*3586 gm. of CO, and 0*1467 gm. of H^O. Calculate 
its empirical formula. • 

The steps in calculation are as follows : (i) Calculate the weights of C and II 
in the weight of the compound taken : 


Weight of carbon = 0*3586x12/44 = 0*0978 gra. 
Weight of l^drogen 0*1467x2/18 = 0*0163 gm. 
W'eight of substance taken - 0*1793 gm. 

0*1141 gm. 

Weight of oxygen = 0*0652 gm. 


weight : 
proportional 
each element 


(ii) Divide the weight of ea('h 

C - 0*0978/12 0*008149 

II - 0*0163/1 .= 0*0163 
0 -- 0*0652/16 0*004075 

In order to avoid cyphers it 

numbers by 1000. Then,* C ^ 8*149, II --- 16*5, and O -= 4 075. 

(iii) Divide the proportional numbers so obtained bv the lowest 
C = 8*149/4*075 -- 2; H = 16*3/4-075 -r 4; 

O — 4-075/4-075 = 1 empirical formula is CjII^O. 


elenicnl by its atomic 
These numbers are 
number of atoni.s of 
in the compound, 
is convenient to multiply 


to the 
pre.sent 


each of the above 


Example 2. —6*1886 gm. of an organic compound gave 0*2175 gra. of CO^ and 
0*0222 gm. of HjO on combustion. ^ 

0*1791 gm. of the same snhatarice gave 29*1 c.c. of nitrogen collected over 
water at 17®C and 743 mm. pressure. Aqucous.tLcnsion at 17' is 14*6 mm. 
Calculate the empirical formula. * 

Weight of carbon - 0*2175x12/44 - 0*05932 gm. 

Weight of hydrogen = 0*0222x2/18 - 0*002473 gm. 


Volume at N, at N.T.P. 


?9h X (743-14*5) X 273 
290 x 760 


26*26 c.c. 


22*4 litre of nitrogen at N.T.P. weighs 28 gm. 

0*02626 litre of N, at N.T.P. weighs 28x0-02626/22*4 - 0-03283 gm 
i.e., 0*1791 gm. of the substance contain 0*03283 gm. of Nj. 


0*1886 gm. 


• Wt. of 0 = 0*05932 gm. 
Wt. of H = 0*00247 gm. 
Wt, of N ^ 0*03457 am. 


0*03283 x 0*1886 
0*1791 ^ 

i.e.. 0*05457 gm. of Nj. 

wt. of 0 = 0*1886 gm. 

0*0964 gm. 


0*0964 gm.,nearly. 


0*0922 gm. 


Multiplying these numbers by 10(X) (in order to avoid cyphers) and dividing 
by at, wls. of C, etc., we get: 

C = 59»32/12 = 4*943; 11=2*47/1=2-47; 

N = 34-57/14 = 2-470 ; 0 = 92-2/16 = 5-762. 

Dividing the-so proportional numbers bv the lowest amongst them : 

0 = 4*943/2*47 = 2; H = 2*47/2-47 = 1 : 

N = 2*47/2*47 = 1; 0 = 5-76/2-47 = 2-33. 

Multiplying by 3 to bring to whole numbers ; 

0=6 H = 3 N=3 0 = 7^ 

the empirical formula is C.HaNjO,.* 

Example 3. —An organic compound of molecular weight 60 contains 20*0% C 
and 6*7% H,. 0*3 gm. of it gave 112 c.c. of N, at N.T.P. Find its molecular 
formula. 


Weight of 112 c.c. of N, at N.T.P. = 


28X112 


= 0*14 gm. 


22400 
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percentage of N, in the compound = 0*14 x 100/0*3 = 46*67 
.*. percentage of O, = 100-(20*0 + 6*7 + 46*67) = 26*63 
.*. C - 20?b ; H = 6*7% ; N = 46*67% ; 0 = 26*63% * 

Dividing by their respective atomic weights : 

0 = 1*67; H 6*7; N == 3*35; 0 = 1-67. 

Dividing by tho lowest number 1*67 : 

0 = 1; H = 4; N = 2; 0=1 
.*. the empirical formula CON^H^. 

Let the molecular formula be (CON'jHJn, then (12+16+28+4)n = 60, 
whence n = 1. /. llie molecular fornjula is CON,H^. 

Example 4. —1*2 gm. of an organic compound gave on combustion 0*88 gm. 
of COj and 0*72 gm. of H^O, On decomposition by Kjeldalil method tho same 
weight of the subst.-ince gave ammonia which nenti’.aiised 40 c.c. of {N)HjS 04 . 


A 2 per cent aqueous solution of the substance depresses the freezing point 
of water hy 0*62®C (Molar depression of freezing point of water is 1*86). 

Calculate the empirical and molecular formula of the subslanco. 

Wt. of carbon = 0*88x12/44 = 0*24; wt. of hydrogen = 0*72x2/18 = 0*08 
40 c.c. NH,SO, - 40 c.c. NNH, = 0*014x40 -■ 0*56 gm. N, 

.*. wt. of oxygen -= 1*2—(0*24+0*08-t-0-56) = 0*32 gm. 

Dividing by the respective atomic weights : 

O 0*24/12 = 0*02; = 0*08/1 - 6*08; 

N, - 0*56/14 = 0*04 ; 0„ =0*32/11 = 0*02 


Dividing hy (he lov^pst number : C = 1, 
.*. the empirical formula is CON^H^. 

Now. in - K. Ill, part I); .*. 

by.dt 


H = 4, N = 2 and 0 = 1 


m = 1*86X 

;ooxa*62 


= 60 


Let the molecular formular be (CONjR 4 )n, * • 

.*. (12-l-16+28+4)n 60, whence n =*1; molecular formula is CON,H«. 

Determination of molecular weight by chemical methods.— 

(yheniicHl methods may be used to determine tho molecular 
weights of organic acids and bases when their bamcity or acidity is 
known. 


(i) Organic acids. The molecular weight is given by the relation; 

mol. wt. = equivalent wt. x basicity. 

The equivalent weight may be determined: (a) by direct titration 
of a weighed quantity of the acid (0*2—0*5 gm.) by standard deci- 
normal NaOlT solution, w'ith phenolphthalein as indicator. 

lict V c.c. of N NaOH solution —w gm. of the acid. 

.'. 1000 c.c. ,, ,, ,, =10(X) w/v gm. ,, 

equivalent weight of the acid=1000 w/v. • 

(b) *y analysis of the silver salt. —A weighed quantity of the 

silver salt is strongly ignited in a crucible, when residue of metallic 
silver remains, which is weighed on cooling. 

Let w gm. of silver salt give Wj gm. of silver as residue. 

. Equivalent weight of Ag-salt Wei ght of Ag-salt ignit ed 
Equivalent w-eight'of silver "Weight of Ag residue 


i.e., 


Eq. wt. of Ag-salt _w 
iM" “w! 


w 


eq. wt. of Ag-salt= - x 108 

* ^ <•«» 


w. 


Now, the eq. wt. of an acid is the wt. of it which contains 1 equi¬ 
valent weight of hydrogen replaceable by a metal. 



120 


A TKXT BOOK OF INTKliMEDlATE CHEMISTRY 


eq. wt. of aoi(l=eq. wt. of Ag-salt — eq. wt. of silver+ eq. wt, 

of hydrogen r= x 108 —108+1). 

"^1 


mol. wt. of acid = (— x 108 —108+1) x n, 

"’i 

where n is the basicity of the acid. 

Example. —0‘4996 gm. of iho silver salt of a dibasic acid gave on ignition 
0'2965 gm. of silver. Calctilato the molecular weight of the acid. 

Equivalent weight of the acid — x 108—108+1 75 

^ 0-2966 


/. mol. wt. of the acid - 75 x 2 150, since the basicity is 2, 

(ii) O^anic bases,—'llic molecular weight of an organic base is 
given by the relation : mol. wi=its equivalent weight x acidity. 

Organic bases, e.g., amines form or 5 stalline double salts (chloro- 
platinates) with chloroplatinic acid, Jl^PtOln- The chloroplatinatcs 
leave a residue of metallic platinum on ignition. I^ct w gm. of the 
chloroplatinate of abase give gm. of platinum. Now, chloroplatinic 
acid, H.jPtClg (mql. wt. 410) is dibasic and hence its equivalent w'oigliL 
is 205. 

410 gm. of chloroplatinic acid contain 195 gm. of ])latinum (at¬ 
omic M-eight 195). •' 

205 gm., i.e., one eq. wt. of ll^PtCl^ contain 195/2 grns. of 
plafanum. 

Let the equivalent wciglit of the base'—.r, 

the eq. wt. of the chlwoplatinate--a: + 2()5. 

, One equivaloit of the chloro[)latinate ctmtains 195/2 grns. of 
pluinum. 

. eq. wt. of chloroplatinate wt. of chloroplatinate ignited 
195/2 ~ wt. of platinum residue 


i.e. 


a^+205_ w 
195/2 Wj 


X = 


195 

— X 

w 


I 


2 


205 


\v 


195 


mol wt of the base=^ (— x - -20.")) xn, 

w I 4 

W'here n is tlie acidity of t|i.e base. 

Example.-T^>-7S02 gm. of tho chloroplatinate of a diacid organic base left 
oil ignition 0-2078 gm. of platinum. Find tho mol. wt. of the base. , 

Let X = eq. wt. of the base; its acidity is 2. 

t+205 _ 0-7502 0-7502 196 

195/2 d-‘^7a ’ ® - 0-2078 ^ 2 ” == 

the mol. wt. of the base = 147 x 2 = 294. 


EXERCISES 

1. 0-2136 gm. of an organic compound' gave 0*6012 gm. of CO, and 

0‘0894 gm. of HjO. What is its empirical formula? C,,H,0.j, 

2. 0*354 gm. of an organic substance gave on analy8i.s 0*792 gm. of CO, 

and 0-486 gm. of H,0. Tho same weight of the rubstnnee gave 67-2 c.c. of N, 
at Jl.T.P. The vapour density of the substance is 29‘5. Calculate its molecular 
formula. Delhi Inter. C,H,N. 

5. 0-6 gm. of an organic compound gave on combustion 1-148 gm. of CO, 
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■and 0'704 gm. of HjO. 0'23 gm. of the substanre occupied a volume of 112 c.c. 

at N.T.P. Find its molecular formula. , C,H,0. 

4. O’15 gm. of an organic liquid gave on combustion 0‘33 gm. of t*0, and 
O’lS gra. of water. Its vapour density was 30. (’alculate its molecular formula. 

G3H,0. 

5. O'15 gm. of a substance containing nitrogen gave 64'85 c.c. of N, 

measured at 29°C and 756 mm. pressure. Aqueous tension at 29”C is 30 mm. 
Calculate the percentage of nitrogen in the sample. 46'67%. 

6- 0‘225 gm. of an organic compound was decomposed by Kjclilahl method 
and distilled with excess of caustic soda. 7’he liberated ammonia was absorbed 
in 25 c.c. of NHjSO,. After absorption the acid solution was made up to 
250 c.c. 25 c.c. of the diluted solution required 20 c.c. of N/10 Nat)H for 
neutralisation. Calculate the percentage of nitrogen in the sample. 31'11%. 

7. O'lOO gm. of a Tnoiioba.sic organic acid gave 0'2525 gm. of COj, and 

'0'0432 gm. of 11.^0 on combustion. 0'122 gm. of the acid was neutralised by 
10 c.c. of N/10 alkali. What wa.s the acid? Punjab Intvr.; CjH^t’OOH. 

8. 1'195 gm. of a compound ou analysis gave ; C 0'12 gm., H O’©! gm., and 
Cl 1'055 gm. its vapour density was 59'75. Find its formula. Delhi Intvr. t’HCl,. 

9. 0'185 gm. of an organic, compound gave on combustion O'440 gm. of CO, 

and 0'225 gm. of H,0. Its vapour density was 37. What is the molecular 
formula? ' ‘ " C,H,oO. 

10. 0‘109 gm. of an organic compound gave on analysis 0'088 gm. of CO, 

and 0045 gm. of H^O. 0'185 gm. of it gave 0'319 gm. of AgBr. Find its 
molecular formula. _ Hombny Inter. CJI^Br. 

31. O'354 gm. of an qfganic substance gave on combustion 0'415 gm. of CO^ 
and 0'212 gin. of H„0. 1'125 gm. of the substnnee gave enough ammonia by 

Kjcldalil method to neutrally 30 c.c. N/2 II.,RO,. 

1'47 gm of til? substance depressed Ibo freezing point of 175 g^. of benzene 
by 0'56°. Molar freezing point constant of benzene is 5. Calculate the mole¬ 
cular formula. • C-JI^NO,. 

12. A dibasic acid was found to contaiti 26'70% C and 2'20% H,, and the 

rest oxygen. Tho vapour den.sity of its diTn<>ihyl ester was 59. What was the 
acid? Punjab Inter', Oxalic- acid, HOOt’-COOII. 

13. 0'6813 gm. of silver salt of a tribasic acid gave on heating 0'4302 gm. 
of metallic silver. Calcula.tc the molecular weight of the acid. JVfol. wt. 192. 

14. The silver salt of an organic acid contained 59'33% of silver. CalculJite 

tho dtiiivalcnt weight of the acid. Eq. wt. 75. 

15. 0'64tl3 gm. of silver salt of a. motiobasic organic a<-id gave on ignition 
0’2858 gm. of silver. Calculate the molecular weight of the acid. Mol. wt. 138. 

16. A monobasic, organic acid on analysis gave the empirical formula CTT/). 

Its methyl ester had a vapour density of 37. 0'4120 gm. of the silver salt of 

the acid left 0'2665 gm. of silver on ignition. What was the acid ? 

DelM Inter. CH.COOH. 

17. A dibasic acid containing 26'66% of C and 2'22% of 11.., and tho rest 

oxygen, gave a silver salt oontaniiig 71'05% of silver. What is the formula 
of the acid? * Bombay Inter. IIOOC-COOH. 

18. 0'381 gm. of an organic acid on combustion gave 0'962 gm. wf CO, and 
■0'163 gm. of H..O. 0-428 gm. of silver salt of the acid gave 0-202 gm. of silver 
on ignition, .\yhatis the equivalent weight and formula of the acid? 

Delhi Inter. C,H.O,. 

19. 0’5025 gm. of the chlnroplatinate of an organic baslb gave on ignition 
■0’1644 gm. of platinum. Find the equivalent weight of the ba,sB. Kq. wt. 93. 

• 20. 0'5435 gm. of the chloroplaiinate of a monoacid base left on ignition 
0'2120 gm. of platinum. Find the molecular weight of the base. Mol. wt. 45. 

QUESTIONS 

T 

1. Define organic chemistry and historically trace its growth. What are 
its distinctive features which justify its study as a separate branch of chemistry? 

Patna Inter. 

2. (i) Illustrate the characteristics of a homologous series with reference 
to paraffin hydrocarbons. 
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(ii) Attempt a classification of the organic compounds according to the 
functional groups present in them. 

(iiij Write notes on tlie theory of carbon linkage. Illustrate with examples. 
What are alkyl radicals? 

II 


3. (i) What are paraffins? Give an adbount of isomerism among the 
paraffins. ^ 

(ii) Describe with examples: (a) Wurtz reaction, (b) Kolbe's synthesis, 
(c) Grignard’s reaction, 

V 4. (i) Outline the syjithesis of methane and ethane, starting with ; (a) acetic 
acid, and (b) methyl alcohol. 

(ii) Explain the statement that methane is a saturated hydrocarbon. 

5. An organic compound (A) containing 8’45% C, 2‘12% H, and 89'43% 
iodine, gave on reduction a hydrocarbon which was also formed by heating 
sodium acetate with soda lime. Also on treatment with sodium in presence oi 
ether A gave a hydrocarbon which was identical with that obtained by electro¬ 
lysis of sodium acetate. What was A and what were the hydrocarbons formed? 

Methylodide, CH 3 I; methane, CH*; ethane, CHj-CH,. 

Ill 


6 . (i) Explain the terms : double bond, triple bond. Hov/ would you detect 
the presence of unsatnration in an organic compound ? 

(ii) Compare the properties of ethylene and ethane. How would you 
separate a mixture of ethylene and ethane. 

^ (iii) Mention the tests for distinguishing between the following gases : 
methane, ethylene, acetylene, carbon monoxide, and hydrogen. 

7. (i) Starting with ethylene, outline the stejis for obtaining : acetylene, 

ethyl alcohol, glycol, and ethane. • 

(ii) Giveh acetylene, how would you prepare : ethylene, ethyl alcohol, acetic 
acid, and henzerfb. 

8 . Explan what hapenns when: (a) ethylene is passed into bromine, and 
the product formed is treated vjith alcoholic potash, (b) acetylene is treated 
with hydriodic acid, (c) acetylene is led into hot dilute .sulphuric acid contain¬ 
ing mercuric sulphate, (d) ethylene bromide s heiited with zinc dust, (e) ethylene 
is treated with ozonised oxygen and the product formed is treated with water. 

• 9. An olefinic hydrocarbon : (i) gives propane on catalytic hydrogenation, 
(ii) adds HI to form a compound which on treatment with moist silver oxide 
giv^s an alcohol, which on oxidation gives acetone. What is the hydrocarbon? 

Prcypylene, CH,,-CH = CH,. 

10. An olefine gives two molecules of formaldehyde on ozonolysis. What 

is the hydrocarbon? Ethylene, CHj = CH,. 

11. A and B are two olefinic hydrocarbons of tho same forlmula O^H.. On 
oxidation with excess of KMnO,, A gives 2 molecules of acetic acid, and B 
gives propionic acid and CO,. What are A and B? 

A, CH 3 -CH = CH-CH,; B, CH.-CH.-CH = CH,. 

12. An unsaturated hydrocarbon, A, containing C and 10% H„ had a 
mol. wt. o{ 40. It reacted with ammoniacal cuprous chloride solution, and gave 
acetone on hydration in presence of HgSO^ and dilnte H,S 04 . What was A ? 

•• Methyl acetylene, 

13. An organic compound (vapour density 14) gave on analysis 85’7% C and 
14’3% H,. It decolorised bromine water, and reacted with ozone, forming an 
ozonide which on hydrolysis gave formaldehyde. What was the compound? 

Ethylene, CH, — CHj. 


IV 


14. Describe the preparation of etbyl^ iodide, and mention its synthetic 
uses. Bombay Inter. 

16. (i) How is chloroform prepared and what are its important properties f 

What precautions are taken to store it and why? Mention its uses. 

Patna Inter. 

, (ii) How would you test the purity of a sample of (diloroform? 

' (i) How would you distinguish between ethylene ichloride and 

ehlonde? 
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(ii) What hydrocarbons are formed by the action of sodium on a mixture 
of methyl and ethyl iodides? 

(iii) Describe tho action of alcoholic potash on : (a) chloroform, ^b) ethyl 

bromide, and (c) ethylene bromide. 

(iv) Outline the steps for conversion of methane into acetic acid and vice 

versa. • 

(v) Describe the action of bleaching powder on ethyl alcohol or acetone. 

17. (i) Given a sample of ethyl .iodide, how would you obtain; (a) ethane, 
(b) glycol, (c) propionic acid, (d) ethyl amino, (e) acetaldehyde, and (f) 
n-butane, 

(ii) Describe a haloform reaction with examples. * 

18. An organic liquid gave on analysis ltf06% C, 0'84% H, and 89*1% 

chlorine. Its vapour density was 60. It gave carbylamine reaction. What was 
tho liquid? Chloroform, CHCl,. 


V 

19. What are primary, eocondary, and tertiary alcohols? How aro they 

distinguished from ono another? How can methyl alcohol bo converted inU) 
ethyl alcohol ? Nagpur Inter. 

20. What is pyroligneous acid and how is it obtained? What simple 

compounds does it contain and how are they separated ? Patna Inter. 

21. (i) How would you introduce an -OH group in organic compound? 
How can you detect the presence of such a group? 

(ii) Starting from ethyl alcohol, how would you obtain : methane, ethane, , 
ethylene, acetylene, acetic acid, diethyl ether, and ethyl amine? 

(iii) Describe the acton ■ of : sodium, acetyl chloride, phosphorus penta- 
chloride, chlorine, and ni9iic acid upon ethyl alcohol. 

(iv) How would you separate acetic acid from ethyl alcohol I 

22. What is alcoholic fermentation? How is it used* in making ethyl 
alcohol from starch? How is ethyl alcohol distinguished from mhthyl alcohol? 

* Nagpur Inter. 

25. An organic compound (b.p. 78") gwve on analysis 52‘2% C and 13’04% 
H,. Its vapour density was 23. It gave acetaldehyde on careful oxidation, an^ 
also responded to the iodoform reaction. What was the compound. 

Ethyl alcohol, CH,CH,OH. 

24. Two isomeric organic compounds contain 62'18% C, 13’1% Hj, and the 
rest oxygen. One of the isomerr reacts with sodium, and the other does not. 
What are the compounds? Suggest their structural formulae. 

Ethyl alcohol. 0,,H.^OH; Dimethyl ether, CHa-O-CH,. 

25. An organic, liquid, A, (vapour density 30) was found to contam 60% C, 
13*33% H^, On dehydration it gave an olefine (of the formula C-H,) which 
dissolved in cold concentrated sulphuric acid. The solution on dilution and 
boiling gave a liquid, B, which was isomeric with the original liquid. What 
were A and B? 

n-propyl alcohol, CHjCHjCHjOH, and secondary propyl alcohol, CH,-CHOH-OH,. 

VI 

26. Write the names and structural formulae for two compounds represented 
by the molecular formula CaH.O. By what characteristic reactions can they be 
identified ? What kind of relationship exists in such class* of compounds ? 

Nagpur Inter. 

27. Describe the preparation of di-ethyl ether from ethyl alcohol by 'conti¬ 

nuous etherification process’. Discuss the 'continuous’ nature of the reaction. 
Mention the important properties and uses of ether. Bihar Inter. 

(a) Which ethers correspond to the formula C^H,jO? How would you 
establish their identity? What is meant by metamerism? 

(b) What different compounds can you obtain from ethyl alcohol and 
sulphuric acid by variation of experimental conditions? 

29. A volatile organic liquid (mol. wt. 74) was found to contain 64’M% C 
and 13*38% Hj. Sodium had no action upon it, but on being heated wim HI 
it gave an alkyl iodide (b.p. 7^**) containing 81*4% iodine. What was the liquid? 

Diethyl ether, C,H,-O.C,H,. 
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VII 

30. Describe Ifee preparation of acetaldehyde and acetone from acetic acid. 
Comparefthe chemical properties of acetaldehyde and acetone. liombay Inter. 

31. (a) By what practical tests would you distinguish between acetaldehyde, 
acetone and ethyl alconol? (b) Explain what happens when; (i) acetaldehyde is 
treated with potassium carbonate solution; (ii) sfflrong sulphuric acid is added to 
acetone; (iii) formaldehyde is treated with ammonia; (iv) acetaldehyde is treated 
with ethyl alcohol in presence of HCl gas; (v) formalin is boild with a strong 
solution of caustic soda; (vi) calcium acetate is strongly healed alone, and in 
presence of calcium format^. 

32. How would you prepare : (i) acetaldehyde from sicetylene, (ii) urotropin 
from methanol, (iii) acetone from ethyl alcohol, (iv) chloroform from acetone, 
(v) chloral from ethanol? 

33. (i) Mention the typical reaction of the carbonyl group, >.(X), as . 

shown by the chemical properties of acetaldehyde and acetone. 

(ii) Indicate the teats for distinguishing formaldehyde and actaldeliydc. 

(iii) What is the essential difference between condensation and polymerisation? 
Tllustiatc w'tli xamples. 

34. What is acetone? How is it prepared? Coinparo and contrast the 

properties of acetone with those of acetaldehyde. Ntifjpvr Inter. 

35. On dry distillation of calcium acetate a liquid wa.s obtained which ; 

(a) was found to contain 62‘07% (’, and 10'34% ; (b) had a vapour den.sity 

of 29; (c) gave positive iodoforip reaction, but did not reduce ainmoniacal silver 

nitrate solution. Tdbntify the liquid. . Acetone, ClI,-CO-CHj 

35. An oiganio coitqmnnd was found to contain 40% 0 and 6’6% hydrogen. 
Its vajtour density was 35. It restored the colour of Schiff’s reagent and gave on 
oxidathm an acid which evolved CO on being treaUtl with cone. H„SO,. 'I’lie 
original compound a.s well as its oxidation product reduced silver nitrate solu¬ 
tion. What was ^hc compound. Formaldehyde, HCHO. 

37. An ^ugatiic compoimd (va]iour den.sity 22) w'as found to contain 
54’54% C and 9-09% Hj. It restored the colour of Schiff's reagent, and with 
hydroxylamine gave an ovime which*contained 23‘3% of nitrogen. On oxidation 
it formed a compound of mol. wt. 60. What wa.s the compound ? 

Acetaldehyde, C:H,CH0. 

38. .\n organic liquid (vapour density 29) wusS found t<) contain 62'06'!{, C 

and IC‘35% llj. It gave a positive iodoform reaction, and an oxime with 
hydnixylamine. On reduction it gave an alcohol which on dehydration formed 
an olefine, C,H„. The olefine gave acetaldehyde and formaldehyde on ozoriolysis. 
W^hat was the liquid. Acetone. 


VIII 

39. Ilow is acetic acid ju’cjjared? (live its uses. Starting with acetic acid 
how would you obtain : acetic anliydride, acetamide, and amino-acelic acid ? 

Poona Inter. 

40. How is formic acid prepargd in the laboratory. Describe its proporlics, 
and compare its chemical behaviour with tluit of acetic acid. V. P. Hoard, Inter. 

41. Describe the ‘tiuick vinegar' process for making acetic acid. Starting 

from acetic §cid, how would you obtain : formic acid, acetone, • and methyl 
alcohol? ' Naifpur Inter. 

42. (i) Outline method for the synthesis of acetic acid. 

(ii) How would you make : (a) formic acid from oxalic acid, (b) oxalic acid 
from formic acid? 

(iii) Mention tests for distinguishing formaldehyde, formic acid and acetic' 
acid. 

43. (i) Explain what happens when acetic acid is treated with : chlorine, 
PCI,, SOCl, and ethyl alcohol. 

(ii) Starting with acetic acid how would prepare: methane, ethane, and 
ethyl, alcohol ? 

4.' Two organic compounds, A and B, have the same molecular formula 
On treatment with sodium bicarbonate in the cold A remains unchanged, 
while B.rcaqts evolving CO,. On hydrolysis with aqueous caustic soda A gives : 
(a) an .alcdnPi which does not give iodoform reaction, and (b) a sodium salt 
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of all acid which decolorises warm KMnO^ solution acidified .with dilute HjSO„ 
and evolves CO when treated with cone. H,SO^. Identify A and B. 

A, mvthyl formate, HCOOCH.,, and h. neetk' nciil, GH,C001I. 

45. An organic liquid, A, was found to contain 52*17% 0 and 13*04% Hj,. 
ll gave a positive iodoform reaction, and formed an sicid liquid, B, (empirical 
formula, CHjO) on o.\idation. A and B reacted in presence of cone. to 

give a liquid, C. C had a frufty smell and contained 54*54% C, 9*1% H; and 
the rest oxygen. The bol. wt. of G was 88. Identify A, B, and C. 

A, ethyl alcohol, GjiHjOlI; Ji, acetic aciil, GH^COOH; C. ethylacetnte, 

GH,COOC,H,. 

IX 


46. (a) How is acetyl chloride prepared? What is the action of water, 

ethyl alcohol, and ammonia on acetyl chloride? U. P. lioutti. Inlet. 

(b) Show how acetyl chloride is used for the introduction of an acetyl 
.radical, GH,-CO-, in an organic compound. 

47. How is ethyl acetate prepared in the laboratory? How docs it react 
with : (a) ammonia, (b) sodium and alcohol, (c) methyl alcohol, (d) aqueous 
caustic soda, (d) phosphorus penta c-hloride? 

48. (i) Describe tho action of : (a) aqueous caustic soda, (b) bromine and 
caustic jiotash, (c) phosj)horu.s pentoxide, on the product obtained by heating 
aniHioniiirn acetate. 

(ii) How is acetic acid converted into : (a) afclamidc, (b) acetic anhydritle, 
and (c) acetonitrile, and (d) glycine. 

49. 0*180 gni. of an organic compound gave 0*264 gra. of GO, and 0*108 gni. 
II„0. Its vapour dcn.sity was *30. 

On boiling with NflOlI solution, it gave methyl alcoliol and .sodium salt of 
an acid. What is its molecular fornnda? (rive its stiuctural formula and name 
it. , ’* liomhay Inter. Methyl formate, HGOOGH,. 

50. 0*88 gm. of an organic liquid gave on analysis 54*54% (* and 9*09% Hj. 

Its mol. wt. was 88 . On hydrolysis with aijueous NaOH, ii. gave : (a) sodium 

salt of an acid which on distillation with goda lime gave methane;* (b) a volatile 
product which gave iodoform reaction, and formed a substance on oxidation 
which reduced Fehling's solution. ’ hlthyl acetate, GHaCOOCjH.. 

5t. 0*27 gm. of an organic substance gave 0*4023 gm. of (X), and 0*2061 gm^ 
of HjO oil analysis. 0*24 gm. of the same substance gave 45*6 e.c. of dry 

nitrogoii at N.'IM’. Find its empirical formula. Hydrolysis of the .substance 

yielded an ammonium salt, while an alkyl eyanide was formed on heating the 
substance witli P.,0;,. Identify the substance. .4 ref amide, GH 3 CONH,. 

52. An organic liquid (mol. wt. 41) contained 58*53% C, 7*31% and the 
rest nitrogen. On hydrolysis with hot dilute H^SO,, it gave a monobasic acid 
whose ; (a) silver salt eontaiue<l 64*67% silver, and (b) ethyl ester had a vapour 
density of 44. On reduetion it gave a moniKieid organic base which reacted with 
nitrous acid, giving ethyl alcohol and nitrogen. What was the liquid? 

Methyl cyanide, (jII^GN, 

53. A nitrogeneoiis organic solid contained 40*67% C, atid 8*47% H.,. 0*5& 

gm. of the substance gave .sufficient ammonia by Kjeldah! method to neutralise 
10 c.c. NH„SO,. On hydrolysis with hot aqueous alkali, it gave NH,, and a 
salt of an acid wliich formed methane on being healed with sfida lime. The 
original rofnpound also reacted W'ith nitrous acid, evolving 1*^.,. Acetamide, 
Cli .CON H*. 

X , 

54. (i) What are fats, oils and waxes? Illustrate with examples. 

(ii) Outline a process for the hydrogenation of oils. Why does butter fat 
gets rancid? 

(iii) What is meant by saponification of oils? 

55. (i) What is glycerol ? Tp what class of compounds does it belong ? How 
is it prenared on a large scale? Mention its important uses. Nagpur Inter. 

(i) How is nitroglycerine prepared? What arc its uses? 

XI 

56. Outline the various methods for the preparation of a primary amine. 
How is a primary amine distinguished from a secondary and a tertiary amine. 

Nagpur Inter. 
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67. (i) Distinguish clearly between : (a) acetamide and methyl amine, (b) 
ammonia and methyl amine, (c) ammonium hydroxide and tetramethyl 
ammonnium hydroxide. 

(ii) ^Vhat is carbylamine reaction? Illustrate. 

(iii) Describe the action HNO, on acetamide and ethyl amine. 

58. Outline the processes to prepare : (a) ethyl alcohol from methyl alcohol, 
(b) formic acid froin acetic acid, (c) methyl anfine from acetic acid, (d) ethyl 
amine from acetic acid. 

59. An organic liquid, A has the empirical formula C,H,N. It reacts with 
HNO„ evolving N, and forming a neutral liquid B. B reacts with sodium, giving 
off Hj, and also gives iodoform reaction. A, ethyl amine, CjHjNH,; B, ethyl 
alcohol, CjHjOH. 

60. An organic compound, A, contained 53'33% C, 15’55% H,. It reacted 
with HNO„ giving an alcohol and N,, The alcohol contained 52'17% C and 13’b4% 
Hj, and gave on careful oxidation a compound, B, which restored the colour of 
Schift’s reagent and also reduced Fehling's solution. What were A and B? ‘ 

A, ethyl amine., CjHjNHj; H, ethyl alcohol, C^HjOH. 

XII 

61. What are the sources of oxalic acid? How is it made commercially? 
Describe the action of : (i) heat, (ii) concentrated sulphuric acid, (iii) KMn 04 
solution acidified with dilute H.SO,, (iv) phosphorus pentaciiloride, (v) ethyl 
alcohol, on oxalic acid. 

62. What is urea ? How is it prepared ? What are ita uses ? Describe the 

action of : (i) iiitcous acid, (ii) nitric acid, (iii) caustic soda and (iv) 

.sodium hypobromite, upon urea. * 

63. (i) How would you prepare : (o) oxalic acid frorS cane sugar, (b) succinic 

acid from ethyl alcohol, (c) inalonic arid from acetic ^icid, (d) acetic acid from 
nialonic acid. * • 

(ii) What is biuret reaction? 

(iii) How,would you estimate the percentage of urea in a sample of urine? 

Kin 

64. (i) What is the source of lactic acid? How is it prepared? Outline the 
synthesis of lactic acid from ethyl alcohol. Describe the action of : (a) heat, (b) 
sulphuric acid, (c) ethyl alcohol, and (d) hydrogen peroxide upon lactic acid. 

(iij What is optical activity? Dismiss the stereoisomerism of lactic acid. 
Why 18 sour milk lactic acid optically inactive? 

65. Describe the preparation, properties, and uses of tartaric acid. Ilow 
would you detect a tartrate and distinguish it fi’om a citrate and an oxalate? 

6 . How many tartaric acids are known? How could you account for 
the existence of various forms of tartaric acid? 

67. (i) Outline a synthesis of tartaric acid, starting with ethylene. 

(ii) How would you convert acetic acid into glycolic acid and rice rerm. 

Punjab Inter. 

(iii) Outline the preparation of citric acid from lemon juice. 

‘ XIV 

68 . What^ are carbohydrates ? How are they classified ? Give illustrations. 

69. How is glucose prepared from : (i) starch, (ii) cane sugar? • Explain its 

reactions with* Fehling's solution, ammoniacal silver nitrate and hydra’/ine. Are 
these reactions also given by ftuctose? Punjab Inter. 

70. How is cane^ugar extracted from the sugar cane juice? What are the 

actions of : : (a) concentrated HNO„ (b) concentrated HgSO^, and (c) Fehling’s 
solution, on cane sugar ? E. Punjab Inter. • 

71. (i) What is meant by the inversion of cane sugar? 

(ii) Suggest tests for distinguishing between glucose, starch, and cane sugar. 

(lit) How is glucose converted into fructoie? 

(iv) Indicate the use of phenyl hydrazine as a reagent in the study of 
carbohyfdrates. 

. , XV—XVIII 

is the action of : (a) concentrated nitric acid, (b) bromine, (c) 
hydrin presence of catalyst, (d) hot concentrated sulphuric acid, on 
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benzene and methane ? How would you obtain phenol from any of the reaiction 
products ? Cakulta 1959. 

72. What are the important differences between alipht^ic and aromatic 
compounds? Illustrate your answer by reference to methane, ethylape and 
benzene. 

73. (i) Describe the separation of benzene from coal tar. How can benzene 

be converted into toluene and Resorcinol? Poona Inttr 

(ii) Name the common 'impurities in coal-tar benzene. How would you 
remove them to get pure benzene? 

74. (i) Outline the steps for the conversion of benzene into toluene, and 
vice versa. 

(ii) Describe the action of chlorine on toluene. * 

(iiij Explain with examples the difference between nuclear and side-chain 
' derivatives of toluene. 

75. (i) Writes notes on : (a) Fittig’s synthesis, (b) Friedel-Crafts reaction. 

(ii) How would distinguish between chlorotoluene and benzyl chloride, 
both having the molecular formula C,H,C1. 

(iii) Explain whut happens when : (a) benzoic acid is heated with soda lime, 
(b) benzyl chloride is heated with alkaline KMnO^ solution, (c) benzotrichloride 
is boiled with milk of lime, (d) benzene is treated with acetyl chloride in presence 
of anhydrous AlCl,. 

76. 0'25 gm. of a hydrocarbon gave on analysis 0*837 gm. of CO, and 01956 

gm. of H,0. Its vapour density was 46. On oxidation it yields an acid of the 
formula C,H,0,. The acid gave benzene on distillation with soda lime. What 
was Ihc hydrocarbon? Sefuene, C,H,-CH,. 

77. An aromatic organic licfhid containing 52*2% 0, 5*7% H, and the rest. 
chlorine, gave on oxidatiofl with alkaline KMiiO,, a monobasic acid which formed 
benzene on being heated wiUi soda lime. What was Iho liquid? 

« • Rental chloride, C,H,-CHC1,. 

78. An .aromatic hydrocarbon A, on treatment with methyl chloride in 
prc.sencc of anhydrous AlCl, gave a hydrocarbon, B, (mol. wt. 920 containing 
91*3% carbon and tlie rest hydrogen. B ot) o.xidation gave a monobasic acid, 
which gave back A on heating with sodalimc. What were A and B? 

Renzene, and toluene, CgHj-CH,. 

79. How is nitrobenzene prepared? What are its uses? What products does ■ 
it give on reduction under various experimental conditions? 

80. (i) How is aniline prepared in the laboratory? Annamalai Inter. 

(ii) Wliat reactions take place between aniline and (a) sulphuric acid, (b) 
glacial acetic .icid, (c) benzoyl chloride, (d) chloroform and alcoholic potash, 
(e) methyl iodide ? 

(iii) Give an account of the process of steam distillation, and explain the 
principles upon which it is based. 

81. (i) Describe the action of nitrous acid upon amines. 

(ii) What are the testa for a primary amine? How would you dLstiuguish 
between primary aliphatic and aromatic amines? 

(iii) How would you conreniently obtain ethyl aq^ine from ethyl iodide? 

82. (i) Write notes on : (i) diazo reaction, ^) Sandraeyer’s reaction, (c) carby- 

laminc reaction. , 

(ii) Suggest methods for the introduction of the following radicals: 
OH, NH„ I,* ON, COOH, CH„ NO,, and SO,H, into the benzene pucleus. 

(iii) Ou£iitie the steps for the conversion of : : (a) benzene int6 aniline, and 
vice versa; (b) phenol into benzene, and lice versa; (c) benzene into benzoic 
acid, and back. 

83. (i) Describe the preparation of acetanilide. What are its uses? How 
would you obtain aniline from acetanilide? How would you prepare to o-nitro- 
anilines from aniline? 

(ii) How is benzene diazonium ^chloride formed ? Describe its reaction with : 
hot water, ethyl alcohol, KI, and stanqous cmhioride. 

84. An aromatic hydrocarbon. A, on treatment with cone. HNO, gave a 

compound, B, containing 58*5% C, 4*1% H, and 11*4% N,. B on reduction gave 
a monoacid base, C, which gave a carbylamine reaction. What were A, B, 
and C ? Benzene, nitrobenzene, and online. 
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85. (i) How is phoiiol isolated from the middle oil fraction of coal tar? How 
can you obtain fr*m phenol; (a) salicylaldehyde, and (b) o-hydroxy benzoic acid, 

^ E. Punjab Intert 

(ii) Compare and contrast ihe chemical properties of : (a) benzyl alcohol and 
phenol, (b) ethyl alcohol and phenol. 

86 . Outline the methods for the conversion*'of benzene into phenol. Mention 
the properties, tests and uses of phenol. 

87. (i) How would you separate a mixture of : (a) phenol and aniline, (b) 
phenol and benzoic acid? 

(ii) Write notes on : ^rhotlen-liavmann reaction. 

88 . Give an account of the occurrence and preparation of benzaldchyde. 

Compare and contrast its properties with these of acetaldehyde. Mention its 
important uses. E. Punjab Inttr. 

89. (i) Outline different methods for obtaining benzaldehyde from toluene. 

(ii) By what testa would you distinguish between benzaldehyde and 

acetaldehyde ? 

90. (i) How does benzaldchyde react with : strong caustic alkali, alcoholic 
KCM solution, nitric acid, and ammonia? What happens when benzaldehyde is 
kept exposed to air? 

(ii) Writes notes on Caiinizzaro'.s rciittion. How would you obtain benzene 
from acetophenone? 

91. (i) How is benzoic acid prepared? (Compare its chemical properties with 
those of acetic acid. 

(ii) How is behzoyl chloride }»reparcd? FIo\y docs it react with ; (a) aniline, 
(b) nhenol, (c) sodium benzoate, and (d) ammonia? . 

§2. (i) How is salicylic acid prepared? Mention its properties, tests and 
uses. .» 

(ii) How is salicylic acid ctr.iverted into : (a) oil of wintergreen, (b) aspirin? 

93. (i) Write notes on : (a) Kolbe’s reaction, (b) benzoylation. 

(ii) How would you obtain benzene from salicylic acid and rice versa. 

94. An organic compound (A), on being boated with sodalime gave 

another compound, U. Both A aad li gave violet colour with ferric chloride 
solution. B possessed a strong phenolic odour and contaiiicd 75‘60% C, 6*38^^ H^ 
and the rest oxygen, and also gave benzene on distillation with zinc dust. What 
were A and B? Salicylic acid, CjH,(OH)rOOH, and jdicnol, r;,_H,OH. 

95. A nitrogeneous organic compound. A, was found to contain 69'42% (', 
and 5‘78*)b H,. 0*121 gm. of the sub.stancc gave on hvilrolysis with hot aqueous 
alkali ammonia which i/iis neutralised by 10 c.c. of N/10 H.jSO.. The resulting 
alkali.ie solution.on being acidified gave a wliite crystalline precipitate of an acid, 
which foimcd ben.'Uio en heating with sodalime. What was A. 

Penzamide, C„H 3 -GONII,. 

96. Attempt a clas.slfication of foods according to their functions. Explain 
what is meant by the energy value of food. What is meant by a balanced diet? 

98. (i) What methotls would you employ to obtain an organic liquid in a 
pure state? How would you test its purity? 

(ii) How would you separate a mixture of two liquids having boiling points 
very near t6 each other? 

(iii) Wl^t is meant by 'extraction with ether' How is it eipployed in the 

purification of organic liquids? , . 

(iv) What are the criteria of purity of an organic substance ? You are given 
two organic compounds, a solid and a volatile liquid. How would you test their 
purity? If impure, what methods would you employ to purify them? 

Patna Inter. 

99. How would vou detect the presence of nitrogen, sulphur, and chlorine in 

an organic compound? Give experimental details. Patna Inter. 

1(X). Describe methods for the estimati6n of (a) carbon and hydrogen, (b) 
nitrogen, in an organic compound. 

101, (i) How would you conveniently estimate nitrogen in a given fertiliser? 

(ii) How would you infer the presence of oxygen in an organic compound? 
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boiling point 9, 112 
bone ash 353 
-black, -diarcoal 319 
boracite 373 
Bordeaux mixture 460 
borax 375 • 

borocalcite 373 
boron 373, borl 318 
boiler scale 193 
boric a!bid 374 
-water 193 
B. O. V. 308 
Boyle’s law 64 
brass 457 
braunite 490 
Bredig method 148 
brimstone 296 
Rrin process 178 
brine 406 

Britannia metal 369 
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B. Th. U. 340 
bromine 267 
bronze 457 , 

Brownuo motion 149 
brown haematite 470 
brochantitc 453 
Bunsen Same 350 
butter of tin 445 
cadmium 427 
cadmiopone 428 
calamine 419 
calcorani 296 
calcite415 
calcination 386 
calcium 415 ^ 

-carbide 345^^ 
-cyanamide 236 
calgon 192, 363 
caliche 271 
calomel 430, calx 6 
calorific value 340 
calorising 437 
candle fiame 348 
Cannizzaro 84, 87 
carat 316,468 • 

carbide 345 
carbon 317 
-disulphide 345 
-tetrachloride 346 
-dioxide 32? 
-monoxide 327 • 
carbonado 318 
carbonate 325, 392 ^ 

carbonyl cliloridc 3281^ 
carbonisation 340 
carbonundum 379 
carnallitc 407, 408 
case hardening 475 
cassitcrite 441 
cast iron 472 
Castner process 395 
-Kellner cell 398 


cat’s eye 378 
catalysis 145 
catalyst 145, 173 
cataphoresis 150 
cathode 121, -rays 152 
cation 121 w, 
caustic alkali 397 
-soda 398* 

-potash 408 
causticising 399 « 

celestinc 4l9 
cement 417 
-hydraulic 417 
-Portland An 
cemendte 4^2 

cementation 475 
cemi^tB446 
dialcodte 453 
chalomyrite 453 


chalybeatewater 189 
chamber acid 309 
-crystal 309 

charcoals 319 -active 320 
Charles' law 64 
chemical change 9, 22 
-combination, law 75 
chemiluminescence 348 
Chile salt petre 219 
china clay 433 
chloramine process 194 
* chlorine 262 
chlorapatite 353 
chlorargyrite 461 
chloride of lime 281 
chlorides 390 
chrome alum 488 
-green 487 
-red, etc. 489 
-iron stone 486 
chromite 486 
diromate 488 
chromium 486 
chromyl chloride 489 
chrysoberyl 433 
chr^o-colla 453 % 

cinnabar 428 
Clark process 190 
clay 377, 433 
clevite 496 

coagulation 150 / 

coal 321 5 ^-gas 340 
cobalt, -glance 482 
cobaltife 482 
cochrome 482 
coinage metal 164 
co-ionic bond 158 
coke 321 
cold flame 355 
colemanite 373 
colloids 146 
-protective 150 
combining capacity 26 
-weight 79 

combustion 174, 225, 346 
heat of- 142 
reciprocal- 346 
common salt 406 
-ion effect 137 
complex salt 133 
compound 17 
-radical 28 
concrete 418 
remforced- 418 
constant proportion, law 
of 75 

conservation of mass, law 

12 

-energy 15 

coordinate link 158 '' 
copper, -pyrite, 453 
I -glance 453 


•sulphate 459 
copperas 480 
coprolite 353 
corrosion 476 
corrosive sublimate 431 
corundum 493 
coulomb 124 
covalcncy 157 
cristobalite 378 
crocoisitc 446 
crucible 16 
cry of tin 443 
cryolite 258, 433 
cryoscopic constant 111 
crystal 52 
crystallisation 52 
water of- 55 
crystalloid 146 
cupellation, cupel 462 
cuprite 453 
cuprum 24 
cyanogen 337 
cyanamide 234 
dative covalcncy 158 
Davy lamp 347 
Dalton’s at. theory 79 
decantation 41 
Deacon process 267 
decomposition 60, 128 
degree ofdissociation 119 
deliquescence 57 
delta metal 457 
density 66, 85, 497 
desilvcrisation 448 
detinning 445 
desiccator 58 
deuterium 159 
Dewar flask 177 
Devarda’s alloy 251 
dialysis 147 
diamond 317 
diasporc 433 
diaphragm cell 399 
dichromate 468 *• 

diffusion 68 
d'splacement 60 
dissociation 127 
distillation 47-51, -distruo- 
tive 51 

distilled water 48,195 
Dippel oil 319 • 

Dobereiner triad 161 
double bond 29 
-decomposition 60 
dolomite 412 
dry ice 325 
Dulong-Pct't law 98 
duralumin 437 
duriron 476 
Duplex process 475 
Dutch liquid 334 
dynamite 249 
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earth alkaline 411 
earthen ware 36 
efflorescence 36 
effusion 70 
electric calamine 421 
electro chemical series 130 
-equivalent 125 
electroplat'ng 129 
-typ'ng 129 
electrode 121 
electrolysis 121 
electrolyte 121, 122 
electrolytic dissociation 
122 

electron 152, 413 
^ electro valency 156 
* electro valency 156 
-phoresis 150 
osmosis 150 
element 16, 162 
clixer of life 5 
elevation of b,p. 112 
emerald 433 
emulsion 47 
emery 437 

empirical formula 502 
enamel 383 « 

cnd> thermic change 15 
energy 15, enzyme 146 
Epsom salt 415 * 
equilibrium constant 116 
chemical—115 
equivalent wt. 90, 126, 
523 

-proportion, law of- 78 
ethylene 333 
etching 262 
euchlorine 285 
eudiometry 514 
eutectic mixture 47 
evaporation 40 
exothermic change 15 
explosion 346 
extraction 59 
F. Faraday 126 
Faraday’s laws 124 
Fehling’s soln. 457 
felspar 377, 433 
fero-chrome 486 
-manganese 490 
feeri alum 480* 
ferrum 24, ferrite 478 
festel metal 482 
ferrous sulphate 480 
ferric chloride 479 
fire clay 384 
-brick 384 
-damp 330 
-extinguisher 325 
fixation of Nj 227 
fixed air 322 
fineness 464, 468 
fixing 465 


filtration 41 
flame, candle 348 
Bunsen- 350 
flint 378, -glass 381 
floatation 386 
flowers of sulphur 296 
fluorapatite 353 
fluorine 258 
fluorspar 258, 415 
flux 387, foamite, 325 
formula 24, 28, 502 
fountain expt, 229, 274 
franklinite 421 
Frary metal 449 
Frasch process 296 
Fremy’s salt 259 
freezing point 9, 111 
-mixture 46 

fractional distillation 49 
-crystallisation 54 
fuel 340, furnace 387 
fuller’s earth 384 
fulminating gold 469 
-silver 465 
-nitric acid 249 
fumjpg suiphur'c acid 312 
fusion mixture 408 
galena 446 
•galvanisation 424 
gangue 386 
Gay Lussac law 81 
-tower 309 
gamma rays 160 > 
garnierite 483 
garnet 379 
gas 8, -laws 64 
-constant 65 
-carbon 321, 323 
-lime 343, -sylvestre 322 
electrolytic- 196 
gaseous vol., law of- 81 
gel 148 

german silver 457 
gibbsite 433 
glass 380-383 
etching of 262 
annea’ing of- 383 
Glauber salt 406 • 

glaze 384 
Glover tower 308 
gold 467 

Goldschmidt process 436 
Gosage method 399 
Graham’s law 68 
gram molecule 25, 100 
-atom 97 

gram molecular wt. 25,100 
-volume 86, 100 
graphite 318 
greenockite 427 
Grignard reaction 332 
grinding 386 
green vitriol 480 


I Guignet green 487 
I gun metal 457, -cotton 249 
-powder 43, 409 
gypsum 415 
iaber process 232 * 
laematite 470 
lalogcns 258 
lydrac'ds 273 
lardness of water 189 
dardy-Schultze rule 150 
lardening of steel 475 
lausmannite 490 
learth 387, 471 
leat of formation 142 
-solution 143 
-neutralisation 143 
heavy hydrogen 159 
-water 156 
-spar 419 
helium 497 
Henry’s law 62 
hepatic water 189 
Hess’s law 143 
heterogeneous body 20 
homogeneous body 20 
Hoope’#proccss 437 
horn silver 461 
hydrargyrum 24 
hydrate 53 ^ 

hydroxide 39, 390 
hydrolyrsis 61, 134 
hydroniufli ion *158 
hydrazine 238 
hydrazoic acid 239 
hydroxylamine 237 
hydrolith 182 
hydrocarbon 330 
hydrochloric acid 291 
hydrogen 180 
position of-171 
occlusion of- 182 
nascent- 183 
atomic- 185 
hydrogenite 185. 
hydronc 187 
hydrogen peroxide 212 
-sulphide 300 
hygroscopic subs. 57 
hyperol214 • 
hypochlorite 265, 281 
high test- 283 * 
iatro chemistry 5 
Iceland'-spar 415 
ignition point 347 
indicator 522 
incandescence 346 
indestructibility 
of matter 11 
inert gas 495 
Indian red 478-, 
intrinsic energy 142 
invar 476 

iodate 287, iodide 280 
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iodometry 271, 315, 538 
iodine 270 
•tincture of 273 
ion 121, ionic theor^ 122 
ionisation 122, 137 
Ironac 476 
iron, -pyritc 470 
passive- 477 
isobar 159 
isotope 158 
isomerism 60, 75 
isomorphism 99 
isotonic solution 110 
ivory black 320 
Jena glass 382 
kainitc 407, 412 
kalium 24 
kaolin 379, 433 
kelp 271, kiln 387 
kiesel^uhr 378 
Uieserite 412 
kinetic theory 67 
kipp’s apparatus 188 
kohinoor 317 
krypton 495 
.lamp black 321 
lauarkite 446 
l^dolt expt. 14 
L,avoisier 1, 6, 224 
lanthanide 16^ 

Lane process 187 • 
lapis lazuli 4^0 
'laughing gas 240 
lead, -ochre 446 
-chamber 307 
-tree 449 
white 451 
leadhillite 446 
Lebalnc process 401 
Le Chatdier principle 117 
lignite 321 
lime 416, -water 417 
quick-, slaked- 416 
soda- 418, -stone 415 
-light 175 
milk of- 417 
superphosphate of 365 
limonite 470 
Liebig condenser 48 
liquid 8, litiyus 522 
lixiviation 60 
liquation 442 
lithopone 420, 525 
litharge 449 
liver of sulphur 299 
lone pair 158 
Lother Meyer curve 167 
Lowig process 406 
Luce Rozan process 462 
Ihmiaosity of flame 349 
' lunar caustic 466 

413,-alba 414 . 


mixture 363 
magnelium 413 
magnesite 412 
magnesium 412 
magnetite 470 
malachite 453 
manganite 490 ^ 

manganin 490 
manganese 490 
-bronze 490 
marble 415 
> marcasite 480 
marsh gas 330 
Marsh’s test 368 
mass, conservation of- 12 
mass action, law of 115 
massicot 449 
match 365, matt'-r 8, 12 
matlokite 446 
matle 454, matrix 386 
matte 454 
maxochlor 283 
mechanical mixture 18 
melaconite 453 
melting point 9 
metal 20, 385 \ 

mctallur^ 385 
mctathciiis 60 
Mendeleef 162 
mercury 428 
methyl orange 522 
methane 330 
mica 379 * 

microcoSmic salt 362, 378 
milk of lime 417 
-sulphur 298 
millerite 483 
Millon’s base 431 
mixture 18 
mineral 385 
minium 449 
mitsch metal 476 
Mitschlerich law 99 
mispickel 366 
mbeed crystal 99 
Mohr salt 480 
Moh's scale of hardness 
318 

mole 100 

molar volume 86, 88 
molar solution 525 
-gas constant 65 
molecule 22, 83 
molecular formula 502 
Mond gas 344, -process 483 
monel metal 457, 483 
monazite 497 
mortar 45, 417 * 

mosaic gold 445 
mother liquor 55 
muffle 387, 401 
multiple proportion, 


law of 77 

N. Avogadro number 87, 

10 

nascent state, 183 
natural gas'330 
natron 395, natrium 24 
Nelson cell 399 
neon 497 

Nessler reagent 431 
neutralisation 131, 521 
neutron 153 
niccolite 483 
nichrome 487 
nickel, -bloom 483 
-glance, -carbonyl 483 
nitrates 391 
nitre 407, 409 
...-cake 253, -oven 308 
nitriding 475 
nitrites 246 
nitric oxide 241 
nitric acid 248 
nitrous oxide 240 
nitrosyl chloride 252 
nitrogen 219 
-cycle 227 
hitatinn of 227 
nitrolim 220, 234 
/Nobel’s oil^249 
nomenclature 29 
non-metal 20 
normal density 66 
-solution 523 
temp- and pr. 66 
normality 525 
nucleus 153 
octave, law of 162 
occlusion 182 
oil gas 344, ochre 478 
oil of vitriol 307 
oil floatation 386, 454 
oleflnat gas 333 
oleum 307, 312 
olevinc 412 
opal 378 

open hearth process 474 
orpiment 366 
orthoclasc 407, 433 
ore 385, -dressing 386 
osmotic pressure 108 
Ostwald process 253 
overgrowth crystal 99 
oxidation 207 
oxidising agent 209 
oxide 175, 390 
types of- 175, 176 
oxy-affcetylene blowpipe 175 
-hydrogen blowpipe 175 
oxygen 172, 224 
oxone 398, ozone 202 
ozonide2U4 ... 

Parkes process 462 
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332 

partial pressure 66 
parting 463 
passivity 477 
Pattinson pnrocess 461 
pearl ash 408 
peat 321 
pentlandite 483 
perhydrol 213 
peroxide 176 
pcrchloron 283 
permutit 192 
periodic law 162 
•classiflcation 162 
permanganate 493 
pewter 443, 449 
phenolphthalein 522 
phlogiston 6 
Pharaoh serpent 11 
philosopher’s wool 421 • 
-stone 5 
phosgne 328 
phosphine 357 
phosphate 361 
photography 464 
phosphor bronze 457 
phosphorescence 355 , 

physical change 9, 22 
phosphoretted hydrogen 
357 • 

phosphorite 353 
phosphorus 353 
allotrophy of- 355 
-dihydride 355 
-oxychloride 360 
photosynthesis 325 
pink salt 445 
pig iron 472 
pitchblende 160 
plaster of Paris 419 
platnerite 446 
platinitc 476 
plumbum 24 
plumbago 318 
poling 442, 455 
polybasic, -protic 132 
•oxide 176 
-morphism 207 
-halite 407 
porcelain 383, 
position of|ivdrogen 171 
positive rays l51 
positron 153 
pot ash 407 
.potash 406 
-alum 439 
-felspar 407 
potassium 407 
-bromide 279 
-chlorate 284 
cyanide 409 
-iodide 280 


•dichromate 489 
-permanganate 493 
•perchlorate 285 
•ferrocyanide 481 
-ferricyanide 481 
pottery 383, proton 152 
Precht process 408 
prodheer gas 343 
precipitation 61 
Prussian blue 481 
promoter 146 
proportion, equivalent 78 
fixed -75, multiple -77 
Prout hypothesis 6 
puddling process 472 
purple of Cassias 468 
pyrargyritc 461 
pyromorphite 446 
pyrolusite 490 
pyrene 346 
pyrex glass 382 
pyrite, copper 453, iron- 
470 

pyrogallate 175 
quartation 468 
quartz 378, -glass 379 
quick lime 416 
f -silver 429 
•/adical 28 
radioactivity 160 
artificial 161 
Raoult’s law 110 
rare gas 495 • 

-earth 164 • 

real gar 366 
reciprocal proportion, 
law of- 78 
red copper ore 433 
lead 449, -ochre 478 
-zinc ore 421 
-haematite 470 
-prussiate of potash 481 
redox equation 540 
reduction 208, 386 
reducing agent 209 
Reinsh test 367 
relative density 85, 498 
retort 48 • 

reverberatory furnace 387 
reversible reaction 114 
respiration 223 
Rinman green 424 
ring test 251 
rock crystal 379 
-salt 406 
roll sulphur 296 
roasting 386 
Rose metal ,370 
rough 478, rust 476 
ruby 433, 437 
Saffioni 374 
safety lamp 347 


sal ammoniac 236 
-volatile 237 
salt 37,132 
types cf- 38, 132 
double-133 • 

complex-133 
comaion 406 
saltpetre 219, 409 
salt cake 401 
sand 378 
sapphire 433 
^atin spar 419 
sajimati 395 
saturated solution 44 
Schcele’s green 368 
schonite 409 
seawater 189 
sedimentation 41 
Seltzer water 189 
self-reduction 388, ,447, 455 
semi-polar bond 157 
p>ermcablc membrane 108 
separating funnel 47 
Scrpcck process 435 
serpentine 412 
sherardiNing 424 
sidcritc 470 
silica 378 
-glass, -gel 379 
-garden 380 
silicate 379 * 
silicol process 185 
silicon 376 
•dioxide 378 
-bronze 457 

silent electric discharge 

202 

Siemens' ozoniser 202 
silver, -glance 461 
-copper glance 461 
-nitrate, -coin 466 
-mirror, -plating 464 
slag 387, 472 
basic- 474 
smalt 482 
smahite 482, 483 
smelting 386 
smithsonite 421 
soda, caustic 308 
-lime 418 
washing- 40f 
-ash 401, 405 
sodandde 395 
soda crystals 401 
concentrated- 405 
sodium 395 
-amalgam 397 
•cyanide 410 
-peroxide 397 
-hydroxide 398 
-carbonate 400 
-cobaltinitrite 483 
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■thiosulphate 314 
•older 443,449 
•olid 8, sol 147 
•olubilit^44 
-curve 46 
-product 137 
solvent, solute 40 
solution 40, 44 
Solvay process 402 
sombrerite 353 


soot 316, 321 
Sorel cement 415 
spathic iron ore 470 
spathose 470 
specihc gravity 498 
speUs cobalt 482 
spelter 422 
spent iron oxide 343 
-lime 343 
spinel 433 

spiegeleisen 474, 490 
spitting of silver 464 
stalactite 191 
mite 191 

, -_soln. 523 ^ 
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stslsnous chloride 444 
stfniuc chloride 444 
snnite 444 
' Stassfurt deposit 407 
steam oven 58 • 

^steel 473 * 

varieties of- 475, 476 
high speed tool- 476 
, stainless- 476 
stellite 482 
stibine, stibnite 369 
stibium 24 

S ' dhiometry, laws of 75 
meyeritc 461 
atianite 419 
Strontium 419 
structural formula 28 
sugar charcoal 319 
•of lead 449 
««utohates 329 
si^hides 392 
Sulaimation 51 


suspension 47 
superphosphate 365 
sulphur, roll- 295 
flowers of- 295 
alltropy of- 295, 298 
-dioxide 303 
-trioxide 307 ^ 

sulphuretted hydrogen 300 
sulphuryl chloride 314 
sylvine 263 
symbol 24 
’ synthesis 60 
sympathetic ink 54, 482 
talc 379, 412 
tantiron 476 
tar, wood- 319 
coal- 342 
tartar emetic 370 
tempering 475 
tenorite 453 
tetramethyl base 205 
Thenard blue 440 
thermit 436 
thermochemistry 142 
thionyl chloride 306 
Thomas slag 474 \ 

-Gilchrist process 474 
tin, -stone, 441 
.'plague, -plate 443 
tinning 443 
tincal 373 
tincture 41 
titration 522 
topaz 433 
tourmaline 433 
transition temp. 297 
-clement 163 
transmutation 5 
trona 395, -art'fleial 161 
tridymite 378 
tritium 158 
tuyeres 471 
Turnbull blue 481 
turquoise 433 
Tyndall effect 149 
type metal 369, 449 
ulexite 373 
unsaturated soln. 44 


valency 26, 156 
vapour density 85,1 
abnormal- 118 
vaporisation 9 
Venetian red 478 « 

Vermillion 432 I 

Victor Meyer method i 
vitreosil 379 
vivianite 383 
vitriol, blue- 459 
green- 480 
oil of- 307 
white- 425 
voltameter 11 
volume strength 216 
atomic- 167 
vycor 379 

washing soda 401, 405 
wash brittle 49 
water 188, -bath 40 
electrolysis of- 11 
natural- 188 
hard and soft- 189 
drinking- 194 
-softening 190 
"water gas 185, 343 
4emi- 344 
^, wavelitc 353 
iVeatherine of rocks 226 
Weldon process 266 
white lead 451 
-vitriol 425 
-arsenic 367 
willemitc 214 
wither ite 419 
wolfram 24 
wolframite 441 
Wood’s metal 427 
wrought iron 472 
wulfenite 446 
xenon 495 
y-alloy 437 

yellow ammonium sulphi 
phide 237 

-prussiate of potash 481 
zeolite 192 
zinc, -blende 421 
zincite 421 






